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THE  DATA  OF  GEOCHEMISTRY/ 


By  F.  W.  Clabke. 


INTRODUCTION. 

In  the  crust  of  the  earth,  with  its  liquid  and  gaseous  envelopes,  the 
ocean  and  the  atmosphere,  about  eighty  chemical  elements  are  now 
recognized.  These  elements,  the  primary  units  of  chemical  analysis, 
are  widely  different  as  regards  frequency;  some  are  extremely  rare, 
others  are  exceedingly  abundant.  A  few  occur  in  nature  uncombined; 
but  most  of  them  are  found  only  in  combination.  The  compounds 
thus  generated,  the  secondary  units  of  geochemistry,  are  known 
as  mineral  species;  and  of  these,  excluding  substances  of  organic 
origin,  only  about  a  thousand  have  yet  been  identified.  By  artificial 
means  innumerable  compounds  can  be  formed;  but  in  the  chemistry 
of  the  earth's  crust  the  range  of  possibility  seems  to  be  extremely 
limited.  From  time  to  time  new  elements  and  new  mineral  species 
are  discovered;  but  it  is  highly  probable  that  all  of  them  which  have 
any  large  importance  in  the  economy  of  nature  are  already  known. 
The  rarest  substances,  however,  whether  elementary  or  compound, 
supply  data  for  the  solution  of  chemical  problems;  they  can  not, 
therefore,  be  ignored  or  set  to  one  side  as  having  no  significance.  In 
scientific  investigation  all  evidence  is  of  value. 

By  the  aggregation  of  mineral  species  into  large  masses  rocks  are 
produced;  and  these  are  the  fundamental  units  of  geology.  Some 
rocks,  such  as  quartzite  or  limestone,  consist  of  one  mineral  only,  more 
or  less  impure;  but  most  rocks  are  mixtures  of  species,  in  which, 
either  by  the  microscope  or  by  the  naked  eye,  the  individual  compo- 
nents can  be  clearly  distinguished.  Being  mixtures,  rocks  are  widely 
variable  in  composition;  and  yet  certain  types  are  of  common  occur- 
rence, while  others  are  small  in  quantity  and  rare.  The  commonest 
rock-forming  Ininerals  are  naturally  the  more  stable  compounds  of 
the  most  abundant  elements;  and  the  rocks  themselves  represent  the 
outcome  of  relatively  simple  rather  than  of  complex  reactions.  Sim 
plicity  of  constitution  seems  to  be  the  prevailing  rule.    An  eruptive 

1  The  fint  edltton  of  this  TOlome  was  pabUahed  in  1908  as  Bulletin  330  of  the  United  States  Oeologloal 
8arv«]r.  TtaawodchiflMe&ieflBed  and  eolHged  for  tbe  present  edition. 
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rock,  for  example^  may  be  composed  mainly  of  eight  chemical  ele- 
ments, namely,  oxygen,  silicon,  aluminum,  iron,  calcium,  magnesium, 
sodium,  and  potassium.  These  elements  are  capable  of  combining  so 
as  to  form  some  himdreds  of  mineral  species;  and  yet  only  a  few  of  the 
latter  appear  in  the  rock  mass.  The  less  stable  species  rarely  occiu-; 
the  more  stable  always  predominate.  The  reactions  which  took  place 
during  the  formation  of  the  rock  were  strivings  toward  chemical 
equilibrium,  and  a  maximum  of  stability  under  the  existing  condi- 
tions was  the  necessary  result.  The  rarer  rocks,  like  many  of  the 
rarer  minerals,  are  the  products  of  exceptional  conditions;  but  the 
tendency  toward  stable  equilibrium  is  always  the  same.  Each  rock 
may  be  regarded,  for  present  purposes,  as  a  chemical  system,  in 
which,  by  various  agencies,  chemical  changes  can  be  brought  about. 
Every  such  change  implies  a  disturbance  of  equilibrium,  with  the 
ultimate  formation  of  a  new  system,  which,  under  the  new  conditions, 
is  itself  stable  in  turn.  The  study  of  these  changes  is  the  province 
of  geochemistry.  To  determine  what  changes  are  possible,  how  and 
when  they  occur,  to  observe  the  phenomena  which  attend  them,  and 
to  note  their  final  results  are  the  functions  of  the  geochemist.  Analy- 
sis and  synthesis  are  his  two  chief  instruments  of  research,  but  they 
become  effective  only  when  guided  by  a  broad  knowledge  of  chemical 
principles,  which  correlate  the  data  obtained  and  extract  from  the 
evidence  its  full  meaning.  From  a  geological  point  of  view  the  solid 
crust  of  the  earth  is  the  main  object  of  study;  and  the  reactions  which 
take  place  in  it  may  be  conveniently  classified  under  three  heads — 
first,  reactions  between  the  essential  constituents  of  the  crust  itself; 
second,  reactions  due  to  its  aqueous  envelope;  and  third,  reactions 
produced  by  the  agency  of  the  atmosphere.  That  the  three  classes 
of  reactions  shade  into  one  another,  that  they  are  not  sharply  defined, 
must  be  admitted;  but  the  distinction  between  them  is  valid  enough 
to  serve  a  good  purpose  in  the  arrangement  and  discussion  of  the 
data.  Under  the  first  heading  the  reactions  which  occur  in  volcanic 
magmas  and  during  their  contact  with  rock  masses  are  studied; 
under  the  second  we  find  the  changes  due  to  percolating  waters  and 
the  chemistry  of  natural  waters  in  general;  the  essentially  surficial 
action  of  the  atmosphere  forms  the  subject-matter  of  the  third. 

Furthermore,  for  convenience  of  study,  the  solid  crust  of  the  earth 
may  be  regarded  as  made  up  of  three  shells  or  layers,  which  inter- 
penetrate one  another  to  some  extent,  but  which  are,  nevertheless, 
definite  enough  to  consider  separately.  First  and  innermost  there 
is  a  shell  of  crystalline  or  plutonic  rocks,  of  unknown  thickness, 
which  forms  the  nearest  approach  to  the  original  material  of  which 
the  crust  was  composed.  Next,  overlying  this  layer,  is  a  shell  of 
sedimentary  and  fragmental  rocks;  and  above  this  is  the  third  layer 
of  soils,  clays,  gravels,  and  the  like  unconsolidated  material.    The 
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aecond  and  third  shells  are  relatively  thin,  and  consist  of  material 
derived  chiefly  from  the  first,  in  great  part  through  the  transforming 
agency  of  waters  and  of  the  atmosphere,  although  organic  life  has 
had  some  share  in  bringing  about  certain  of  the  changes.  In  addi- 
tion to  the  substances  which  the  two  derived  layers  have  received 
from  the  original  p]u tonic  mass  they  contain  carbon  and  oxygen  taken 
up  from  the  atmosphere,  and  also  a  considerable  proportion  of  water 
which  has  become  fixed  in  the  clays  and  shales.  Along  with  this  gain 
of  material,  there  has  been  a  loss  of  salts  leached  out  into  the  ocean, 
but  the  factor  of  increase  is  the  larger.  When  igneous  rocks  are 
transformed  into  sedimentary  rocks,  there  is  an  average  net  gain  of 
weight  of  8  or  9  per  cent,  as  roughly  estimated  from  the  composition 
of  the  various  kinds  of  rock  under  consideration.  To  some  extent, 
then,  the  ocean  and  the  atmosphere  are  being  slowly  absorbed  by  and 
fixed  in  the  solid  crust  of  the  earth;  although  under  certain  condi- 
tions this  tendency  is  reversed,  with  liberation  of  water  and  of  gases. 
A  perfect  balance  of  this  sort,  however,  can  not  be  assumed;  and  how 
far  the  main  absorptive  process  may  go,  it  is  hardly  worth  while  to 
conjecture.  The  data  available  for  the  solution  of  the  problem  are 
too  uncertain. 

Upon  the  subject  of  geochemistry  a  vast  literature  exists,  but  it  is 
widely  scattered  and  portions  of  it  are  dLfficult  of  access.  The 
general  treatises,  like  the  classical  works  of  Bischof  and  of  Both, 
are  not  recent  and  great  masses  of  modem  data  are  as  yet  uncor- 
related.  The  American  material  alone  is  singularly  rich,  but  most 
of  it  has  been  accumulated  since  Roth's  treatise  was  published.  The 
science  of  chemistry,  moreover,  has  undergone  great  changes  during 
the  last  twenty-five  years,  and  many  subjects  now  appear  under  new 
and  generally  unfamiliar  aspects.  The  methods  and  principles  of 
physical  chemistry  are  being  more  and  more  applied  to  the  solution 
of  geochemical  problems,*  as  is  shown  by  the  well-known  researches 
of  Van't  Hoflf  upon  the  Stassfurt  salts  and  the  magmatic  studies  of 
Vogt,  Doelter,  and  others.  The  great  work  in  progress  at  the  geo- 
physical laboratory  of  the  Carnegie  Institution  is  another  illustration 
of  the  change  now  taking  place  in  geochemical  investigation.  To 
bring  some  of  the  data  together,  to  formulate  a  few  of  the  problems, 
and  to  present  certain  general  conclusions  in  their  modem  form  are 
the  purposes  of  this  memoir.  It  is  not  an  exhaustive  monograph 
upon  geochemistry,  but  rather  a  critical  summary  of  what  is  now 
known  and  a  guide  to  the  more  important  literature  of  the  subject. 
If  it  does  no  more  than  to  make  existing  data  available  to  the  reader, 
its  preparation  will  be  justified. 

1  llie  recent  Principles  of  chemical  geology,  by  J.  V.  Elsden  (London,  1910),  is  an  excellent  though  brief 
tieatlae  on  this  aspect  of  geodiemistiy.    It  ooveis,  however,  only  a  small  portion  of  the  field. 
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CHAPTER  I. 

THE  CHEMICAL  ELEMENTS. 

NATURE   OF   THE   ELEMENTS. 

Although  many  thousands  of  compounds  are  known  to  chemists, 
and  an  ahnost  infinite  number  are  possible,  they  reduce  on  analysis 
to  a  small  group  of  substances  which  are  called  elements.  It  is  not 
necessary  for  the  geologist  to  speculate  on  the  ultimate  nature  of 
these  bodies;  it  is  enough  for  him  to  recognize  the  fact  that  all  the 
compounds  found  in  the  earth  are  formed  by  their  union  with  one 
another  and  that  they  are  not  to  any  considerable  extent  reducible 
to  simpler  forms  of  matter  by  any  means  now  within  our  control. 
To  the  geochemist,  generally  speaking,  they  are  the  final  results  of 
analysis,  beyond  which  it  is  rarely  necessary  to  go.  This  statement, 
however,  must  not  be  taken  without  qualification.  It  is  probable, 
as  shown  by  the  writer  many  years  ago,*  that  the  elements  were 
originally  developed  by  a  process  of  evolution  from  much  simpler 
forms  of  matter,  as  is  indicated  by  the  progressive  chemical  com- 
plexity observed  in  passing  from  the  nebulae  through  the  hotter 
stars  to  the  cold  planets.  Changes  in  the  opposite  direction  have 
been  discovered  through  recent  investigations  upon  radioactivity,* 
by  which  an  actual  breaking  down  of  some  elements  is  proved. 
Uranium  undergoes  a  slow  metamorphosis  to  radium,  and  radium 
in  turn  passes  through  a  series  of  changes  which  ends  in  the  produce 
tion  of  helium.  Thorium  also  exhibits  a  similar  instability,  but 
thorium,  radium,  and  uranium  are  elements  of  high  atomic  weight 
and  therefore,  in  all  probability,  of  maximum  complexity.  It  is 
conceivable  that  all  the  elements  may  be  similarly  unstable,  but  in 
so  slight  a  degree  that  their  transmutations  have  not  yet  been 
detected.  Speculations  of  this  order,  however,  can  be  left  out  of 
consideration  now.  For  present  purposes  the  recognized  elements 
are  our  fundamental  chemical  units,  and  the  questions  of  their 
origin  and  transmutabiUty  may  be  neglected. 

At  present  the  elements  enumerated  in  the  subjoined  table  are 
known,  all  doubtful  substances  being  omitted.  The  radioactive  ele- 
ments, polonium,  actinium,  radiothorium,  ionium,  etc.,  are  also  dis- 

i  F.  W.  Clarke,  Pop.  Scl.  Monfhly,  January,  1S73.   See  also  the  later  well-known  specnlattons  of  7. 
Norman  Lockyer. 
s  This  subject  will  be  dlsonsBed  at  length  later. 
12 
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regarded  for  the  reasons  that  they  are  imperfectly  known  and  geo- 
logically unimportant.  The  recently  discovered  celtium,  and  niton, 
the  emanation  of  radium,  are  too  Uttle  known  to  be  included  here. 

The  chemical  elements. 


Symbol. 

Atomic 
weight. 

Al 

27.1 

Sb 

120.2      ! 

A 

39.88 

As 

74.96 

Ba 

137.37 

Bi 

208.0 

B 

ILO      1 

Br 

79.92 

Cd 

112.40 

Cb 

132.  81 

Ca 

40.09 

C 

12.00 

Ce 

140.25 

Cl 

35.46 

Cr 

52.0 

Co 

58.97 

Cb 

93.5 

Cu 

63.57 

Dy 

162.5 

Er 

167.4 

Eu 

152.0 

P 

19.0 

6d 

157.3 

Ga 

69.9 

6e 

72.5 

Gl 

9.1 

Au 

197.2 

He 

3.99 

H 

LOOS 

In 

114.8 

I 

126.92 

Ir 

193.1 

Fe 

55.85 

Kr 

82.9 

La 

139.0 

Pb 

207.10 

Li 

6.94 

Lu 

174.0 

Mg 

24.32 

MB 

54.93 

Hg 

200.6 

Symbol. 


Atomic 

weight. 


Alununum. 
Antimony. . 

Aigon , 

Anenic 

Barium 

Bismuth.... 

Boron 

Bromine.... 
Cadmium... 

Cesium 

Calcium 

Carbon 

Cerium 

Chlorine.... 
Chromium.. 

Cobalt 

Columbium. 

Copper 

Dysprosium 

Erbium 

Europium. . 

Fluorine 

€radolinium. 

Gallium 

Germanium 
Glucinum.. 

Gold 

Helium 

Hydrogen... 

Indium 

Iodine 

Iridium 

Iron 

Krypton — 

TAfitJiATinfn 

Lead 

Lithium 

Lutecium... 
Magnesium. 
Manganese.. 
Moncury — 


Molybdenum 

Neodymium 

Neon 

Nickel 

Nitrogen 

Osmium 

Oxygen 

Palladium 

Phosphorus 

Platinum 

Potassium 

Praseodymium 

Radium 

Rhodium 

Rubidium 

Ruthenium 

Samarium 

Scandium 

Selenium 

Silicon 

Silver 

Sodium 

Strontium 

Sulphur 

Tantalum , 

Tellurium 

Terbium 

Thallium 

Thorium 

Thulium 

Tin 

Titanium 

Tungsten 

Uranium 

Vanadium 

Xenon 

Ytterbium 

(Neoytterbium) 

Yttrium 

Zinc 

Zirconium 


Mo 

Nd 

Ne 

Ni 

N 

Os 

O 

Pd 

P 

Pt. 

K 

Pr 

Ra 

Rh 

Rb 

Ru 

Sa 

Sc 

Se 

8i 

Ag 

Na 

Sr 

S 

Ta 

Te 

Tb 

Tl 

Th 

Tm 

Sn 

Ti 

W 

U 

V 

Xe 

Yb 
Yt 
Zn 
Zr 


96.0 
144.3 
20.0 
58.68 
14.01 
190.9 
16.00 
106.7 
3L04 
195.2 
39.10 
140.6 
226.4 
102.9 
85.45 
10L7 
150.4 
44.1 
79.2 
28.3 
107.88 
23.00 
87.63 
32.07 
18L5 
127.5 


159. 
204. 
232. 
168. 
119. 

48. 
184.0 
238.5 

5L06 
130.2 

172.0 
89.0 
65.37 
90.6 


DISTRIBUnON    OF   THE   EIjEMENTS.' 

The  elements  diflfer  widely  in  their  abundance  and  in  their  mode  of 
distribution  in  nature.  Under  the  latter  heading  the  more  important 
data  may  be  summarized  as  follows: 

Aluminum. — ^The  most  abundant  of  all  the  metals.  An  essential 
constituent  of  all  important  rocks  except  the  sandstones  and  lime- 
stones, and  eyen  in  these  its  compounds  are  common  impurities. 

1  For  an  early  table  abowiag  dbtrfbution,  aee  £lle  de  Beaumont,  Bull.  8oc.  gtel.  France,  3d  eer.,  vol.  4, 
1M6-I7,  p.  1333. 
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Being  easily  oxidized,  it  nowhere  occurs  native.  Found  chiefly  in 
silicates,  such  as  the  feldspars,  micas,  clays,  etc.;  bat  also  as  the 
oxide,  corundum;  the  hydroxide,  bauxite;  as  fluoride  in  cryolite;  and 
in  various  phosphates  and  sulphates.  With  the  exception  of  the 
fluorides,  only  oxidized  compounds  of  aluminum  are  known  to  exist 
in  nature. 

Antimony. — Common,  but  neither  abundant  nor  widely  diffused. 
Found  native,  more  frequently  as  the  sulphide,  stibnite,  also  in  vari- 
ous antimonides  and  sulphantimonides  of  the  heavy  metals,  and  as 
oxide  of  secondary  origin.  The  minerals  of  antimony  are  generally 
found  in  metalliferous  veins,  but  the  amorphous  sulphide  has  been 
observed  as  a  deposit  upon  sinter  at  Steamboat  Springs,  Nevada. 

Argon. — An  inert  gas  that  forms  nearly  1  per  cent  of  the  atmos- 
phere, and  is  also  found  in  some  mineral  springs.  No  compounds  of 
argon  are  known. 

Arsenic. — ^Found  native,  in  two  sulphides,  in  various  arsenides  and 
sulpharsenides  of  the  heavy  metals,  as  oxide,  and  in  a  considerable 
number  of  arsenates.  Arsenopyrite  is  the  commonest  arsenical  min- 
eral. Arsenic  is  v€)ry  widely,  diffused  and  traces  of  it  exist  normally 
even  in  organic  matter.  It  is  not  an  unconmion  ingredient  in  min- 
eral, especially  thermal,  springs.  In  its  chemical  relations  it  is 
regarded  as  nonmetallic  and  closely  allied  to  phosphorus. 
i  Barium. — ^Widely  distributed  in  small  quantities  throughout  the 
igneous  rocks,  probably  as  a  minor  constituent  of  the  feldspars  and 
micas,  although  other  siUcates  containing  barium  are  known.  Com- 
monly found  concentrated  as  the  sulphate,  barite,  or  as  the  carbonate, 
witherite.    This  element  occurs  only  in  oxidized  compounds.^ 

Bismuth. — Resembles  antimony  in  its  modes  of  occurrence,  but  is 
less  common.  Native  bismuth  and  the  sulphide,  bismuthinite,  are  its 
chief  ores.  Two  silicates  of  bismuth,  several  sulphobLsmuthides,  and 
the  telluride,  oxide,  carbonate,  vanadate,  and  arsenate  exist  as  rela- 
tively rare  mineral  species. 

Boron. — An  essential  constituent  of  several  silicates,  notably  of 
tourmaline  and  datolite.  Its  compounds  are  obtained  commercially 
from  borates,  such  as  borax,  ulexite,  and  colemanite,  or  from  native 
orthoboric  acid,  sassolite,  which  is  foimd  in  the  waters  of  certain 
volcanic  springs.  Some  alkaline  lakes  or  lagoons,  especially  in  Cali- 
fornia and  Tibet,  yield  borax  in  large  quantities. 

Bromine. — Found  in  natural  waters  in  the  form  of  bromides.  Sea 
water  contains  it  in  appreciable  quantities,  and  much  bromine  has 
been  extracted  from  the  brine  wells  of  West  Virginia  and  Michigan. 
The  bromide  and  chlorobromide  of  silver  are  well-known  ores. 

Cadmium. — ^A  relatively  rare  metal  found  in  association  with  zinc, 
which  it  resembles.    Occurs  generally  as  the  sulphide,  greenockite. 

1  On  barium  in  soils,  see  G.  H.  Fallyer,  Bull.  Bur.  Soils  No.  72,  U.  8.  Dept.  Agr.,  19ia 
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CaNsium, — ^A  rare  metal  of  the  alkaline  group,  allied  to  potassium. 
Often  found  in  lepidolite,  and  in  the  waters  of  some  mineral  springs. 
The  very  rare  mineral  poUucite  is  a  silicate  of  aluminum  and  csBsium. 

CkiUium. — One  of  the  most  abundant  metals,  but  never  found  in 
nature  uncombined.  An.  essential  constituent  of  many  rock-forming 
mineralS|  especially  of  anorthite,  garnet,  epidote,  the  amphiboles, 
the  pyroxenes,  and  scapolite.  limestone  is  the  carbonate,  fluorspar 
is  the  fluoride,  and  g3rpsum  \&  the  sulphate  of  calcium.  Apatite  is 
the  fluophosphate  or  chlorophosphate  of  this  metal.  Many  other 
mineral  species  also  contain  calcium,  and  it  is  found  in  nearly  all 
natural  waters  and  in  connection  with  organized  life,  as  in  bones 
and  shells.    Calcium  sulphide  has  once  been  identified  in  a  meteorite. 

Carbon. — ^The  characteristic  element  of  organic  matter.  In  the 
mineral  kingdom  carbon  is  found  crystallized  as  graphite  and  dia- 
mond and  also  amorphous  in  coal.  Carbon  dioxide  is  a  normal 
constituent  of  atmospheric  air.  Natural  gas,  petroleum,  and  bitumen 
are  essentially  hydrocarbons.  Carbonic  acid  and  carbonates  exist 
in  most  natural  waters,  and  great  rock  masses  are  composed  of  carbon- 
ates of  calcium,  magnesium,  and  iron.  A  few  silicates  contain  car- 
bon, but  of  these,  cancrinite  is  the  only  species  having  petrographic 
importance. 

Cerium. — One  of  the  group  of  elements  known  as  the  metals  of  the 
rare  earths.  These  substances  are  generally  found  in  granites  or 
el^olite  syenites,  or  in  gravels  derived  therefrom.  Cerium  exists 
in  a  considerable  number  of  mineral  species,  but  the  phosphate, 
monazite,  and  the  silicates,  cerite  and  allanite,  are  all  that  need  be 
mentioned  here. 

Chlorine. — ^The  most  abundant  element  of  the  halogen  group. 
Commonly  found  as  sodium  chloride,  as  in  sea  water  and  rock  salt. 
Also  in  certain  rock-forming  minerals,  such  as  sodalite  and  the 
scapolites,  and  in  a  variety  of  other  minerals  of  greater  or  less  im- 
portance. Silver  chloride,  for  example,  is  a  well-known  ore,  and 
camallite  is  valuable  for  the  potassiiun  which  it  contains. 

Chromium. — ^Very  widely  diffused,  generally  in  the  form  of  chro- 
mite,  and  most  conmionly  in  magnesian  rocks.  A  few  chromates  and 
several  silicates  containing  chromium  are  also  known,  but  as  rela- 
tively rare  minerals. 

CohaU. — ^Less  abundant  than  nickel,  with  which  it  is  generally 
associated.  Usually  found  as  sulphide  or  arsenide,  or  in  oxidized 
salts  derived  from  those  compounds. 

Cohmbium.^ — ^A  rare  acid-forming  element  resembling  and  associ- 
ated with  tantalum.  Both  form  salts  with  iron,  manganese,  calcium, 
uranium,  and  the  rare-earth  metals,  the  minerals  columbite,  tantalite, 
and  samarskite  being  typical  examples.  All  these  minerals  are 
most  abundant  in  pegmatite  veins. 

1  A]0o  known  as  "niobium/ '    The  name  columblnm  has  nearly  40  yean'  priority. 
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Copper, — ^Minute  traces  of  this  metal  are  often  detected  in  igneous 
rocks,  although  they  are  rarely  determined  quantitatively.  Also 
present  in  sea  water  in  very  small  amoimts.  Its  chief  ores  are 
native  copper,  several  sulphides,  two  oxides,  and  two  carbonates. 
The  arsenides,  arsenates,  antimonides,  phosphates,  sulphates,  and 
silicates  also  exist  in  nature,  but  are  less  important.  In  chalco- 
pyrite  and  bomite,  copper  is  associated  with  iron. 

Dysprosium. — A  little^known  metal  of  the  rare  earths. 

Erbium. — One  of  the  rare-earth  metals  of  the  yttrium  group.  See 
''Yttrium." 

Europium. — ^Another  metal  of  the  rare  earths,  of  slight  importance. 

Fluorine. — ^The  most  characteristic  minerals  of  fluorine  are  cal- 
cium '  fluoride  (fluor  spar)  and  cryolite,  a  fluoride  of  aluminum 
and  sodium.  Apatite  is  a  phosphate  containing  fluorine,  and  the 
element  is  also  found  in  a  goodly  number  of  silicates,  such  as  topaz, 
tourmaline,  the  micas,  etc.  Fluorine,  therefore,  is  commonly  present 
in  igneous  rocks,  although  in  small  quantities. 

Oadolinium. — One  of  the  metals  of  the  rare  earths.  See  "Ceriiun" 
and  "Yttrium.'' 

OaUium. — ^A  very  rare  metal  whose  salts  resemble  those  of  alu- 
minum. Found  in  traces  in  many  zinc  blendes.  Always  present 
in  spectroscopic  traces  in  bauxite  and  in  nearly  all  aluminous 
minerals. 

Oermanium. — ^A  very  rare  metal  allied  to  tin.  The  mineral  argy- 
rodite  is  a  sulphide  of  germanium  and  silver. 

Oludnum. — ^A  relatively  rare  metal,  first  discovered  in  beryl,  from 
which  the  alternative  name  beryllium  is  derived.  Found  also  in  the 
aluminate,  chrysoberyl;  in  several  rare  silicates  and  phosphates; 
and  in  a  borate,  hambergite.  As  a  rule  the  minerals  of  glucinimi 
occur  in  granitic  rocks. 

Gold. — ^Found  in  nature  as  the  free  metal  and  in  tellurides.  Very 
widely  distributed  and  under  a  great  variety  of  conditions,  but 
almost  invariably  associated  with  quartz  or  pyrite.  Gold  has  been 
observed  in  process  of  deposition,  probably  from  solution  in  alkaline 
sulphides,  at  Steamboat  Springs,  Nevada.  It  is  also  present,  in 
very  small  traces,  in  sea  water. 

ndium. — ^An  inert  gas  obtained  from  uraninite.  The  largest 
quantities  are  derived  from  the  highly  crystalline  uraninite  found 
in  pegmatite.  The  massive  mineral  from  metalliferous  veins  con- 
tains little  or  no  helium.  Traces  of  helium  also  exist  in  the  at- 
mosphere, in  spring  waters,  and  in  some  samples  of  natural  gas. 

Holmium. — One  of  the  rare-earth  metals.    Little  known. 

Hydrogen. — ^This  element  forms  about  one-ninth  part  by  weight 
of  water,  and  therefore  it  occurs  almost  everywhere  in  nature.  In 
a  majority  of  all  mineral  species,  and  therefore  in  practically  all 
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rocks,  it  IS  found,  either  as  occluded  moisture,  as  water  of  crystal- 
lization, or  combined  as  hydroxyl.  All  organic  matter  contains 
hydrogeni  and  hence  it  is  an  essential  constituent  of  such  derived 
substances  as  natural  gas,  petroleum,  asphaltum,  and  coal.  The 
free  gas  has  been  detected  in  the  atmosphere,  but  in  very  minute 
quantities. 

Indium. — ^A  rare  metal,  found  in  very  smaU  quantities  in  certain 
zinc  blendes.  Spectroscopic  traces  of  it  can  be  detected  in  many 
minerals,  especially  in  iron  ores. 

Iodine, — ^The  least  abimdant  element  of  the  halogen  group.  Foimd 
in  sea  water,  in  certain  mineral  springs,  and  in  a  few  rare  minerals, 
especiaUy  the  iodides  of  silver,  copper,  and  lead.  Calcium  iodate, 
lautarite,  exists  in  the  Chilean  nitrate  beds. 

Iridium. — ^A  metal  of  the  platinum  group.    See  "Platinum." 

Ir<m. — Next  to  aluminum,  the  most  abundant  metal,  although 
native  iron  is  rare.  Found  in  greater  or  less  amoimt  in  practically 
all  rocks,  especially  id  those  which  contain  amphiboles,  pyroxenes, 
micas,  or  oUvine.  Magnetite  and  hematite  are  oxides  of  iron,  limon- 
ite  is  a  hydroxide,  pyrite  and  marcasite  are  sulphides,  siderite  is 
the  carbonate,  and  there  are  also  many  silicates,  phosphates,  arse- 
nates, etc.,  which  contain  this  element.  The  mineral  species  of  which 
iron  is  a  normal  constituent  are  numbered  by  hundreds. 

Krypton. — ^An  inert  gas  of  the  argon  group,  foimd  in  small  quanti- 
ties in  the  atmosphere. 

Lanthanum. — ^A  metal  of  the  rare-earth  group,  almost  invariably 
associated  with  cerium,  q.  v. 

Lead. — ^Found  chiefly  in  the  sulphide,  galena,  from  which,  by 
alteration,  various  oxides,  the  sulphate,  and  the  carbonate  are  derived. 
Native  lead  is  rare.  A  number  of  sulphosalts  are  known,  several 
silicates,  and  also  a  phosphate,  an  arsenate,  and  a  vanadat<e.  Galena 
is  frequently  associated  with  pyrite,  marcasite,  and  sphalerite. 

Lithium. — One  of  the  alkalhie  metals.  Traces  of  it  are  found  in 
nearly  all  igneous  rocks,  and  in  the  waters  of  many  mineral  springs. 
The  more  important  lithia  minerals  are  lepidolite,  spodumene,  petal- 
ite,  amblygonite,  triphylite,  and  the  hthia  tourmalines. 

Lutecium. — One  of  the  rare-earth  minerals.    See  "Ytterbium." 

Magnesium. — One  of  the  most  abimdant  metals.  In  igneous  rocks 
it  is  represented  by  amphiboles,  pyroxenes,  micas,  and  olivine.  Talc, 
chlorite,  and  serpentine  are  common  magnesium  silicates,  and 
dolomite,  the  carbonate  of  magnesia  and  lime,  is  also  found  in 
enormous  quantities.  Magnesiiun  compounds  occur  in  sea  water  and 
in  many  mineral  springs.    The  metal  is  not  foimd  native. 

Manganese. — ^Widely  diffused  in  small  quantities.  Foimd  in  most 
rocks  and  in  some  mineral  waters.  Never  native.  Occurs  commonly 
101381<»— BulL  491—11 2 
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in  silicates,  oxides,  and  carbonates,  less  frequently  in  sulphides, 
phosphates,  tungstates,  columbates,  etc.  The  dioxide,  pyrolusite,  and 
the  hydroxide,  psilomelane,  are  the  commonest  manganese  minerals. 

Mercfwry. — This  metal  is  neither  abundant  nor  widely  diffused. 
Exists  as  native  mercury,  but  is  usually  f otmd,  locally  concentrated, 
in  the  form  of  the  sulphide,  cinnabar.  Chlorides  of  mercury,  the 
selenide  and  the  telluride,  are  relatively  rare  minerals.  Cinnabar 
has  been  observed  in  process  of  deposition  by  solfataric  action  at 
Sulphur  Bank,  California;  and  Steamboat  Springs,  Nevada. 

Molybdermm. — One  of  the  rarer  metals.  Most  frequently  foimd  in 
granite  in  the  form  of  the  sulphide,  molybdenite.  The  molybdates 
of  iron,  calcium,  and  lead  are  also  known  as  mineral  species. 

Neodymium. — One  of  the  rare-earth  metals  associated  with  ceriiun. 

Neon. — ^An  inert  gas  of  the  argon  group,  found  in  minute  traces  in 
the  atmosphere. 

Nickd,— Closely  alUed  to  cobalt.  Foimd  native,  alloyed  with 
iron,  in  meteorites  and  in  the  terrestrial  minerals  awaruite  and 
josephinite.  Very  frequently  detected  in  igneous  rocks,  probably 
as  a  constituent  of  oUvine.  Occurs  primarily  in  silicates,  sulphides, 
arsenides,  antimonides,  and  as  telluride,  and  secondarily  in  several 
other  minerals.  The  presence  of  nickel  is  especially  characteristic 
of  magnesian  igneous  rocks,  and  it  is  generally  associated  in  them 
with  chromium. 

Nitrogen. — ^The  predominant  element  of  the  atmosphere,  in  which 
it  is  tmcombined.  Also  abimdant  in  organic  matter,  and  in  such 
derived  substances  as  coal.  Nitrates  are  found  in  the  soil  and  in 
cave  earth;  and  in  some  arid  regions,  as  in  Chile,  they  exist  in 
enormous  quantities.  Some  volcanic  waters  contain  nitrogen  in  the 
form  of  ammonium  compoimds. 

Osmium. — ^A  metal  of  the  platinum  group.    See  "Platinimi." 

Oxygen. — ^The  most  abundant  of  the  elements,  forming  about  one- 
half  of  all  known  terrestrial  matter.  In  the  free  state  it  constitutes 
about  one-fifth  of  the  atmosphere;  and  in  water  it  is  the  chief  ele- 
ment of  the  ocean.  All  important  rocks  contain  oxygen  in  propor- 
tions ranging  from  45  to  63  per  cent. 

Palladium. — ^A  metal  of  the  platinum  group. 

P7u)8phoru8. — Foimd  in  nearly  all  igneous  rocks,  generally  as  a 
constituent  of  apatite.  With  one  or  two  minor  exceptions,  it  exists 
in  the  mineral  kingdom  only  in  the  form  of  phosphates,  of  which  a 
large  number  are  known.  An  iron  phosphide  occurs  in  meteorites. 
Phosphorus  is  also  an  essential  constituent  of  living  matter,  espe- 
cially of  bones,  and  certain  large  deposits  of  calcitmi  phosphate  are 
of  organic  origin. 

PlxLfinum. — ^Platinum,  iridium,  osmium,  ruthenium,  rhodium,  and 
palladium  constitute  a  group  of  metals  of  which  the  first  named  is 
the  most  important.     As  a  rule  they  are  found  associated  tc^ether. 
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and  generally  uncombined.  To  the  latter  statement  there  are  two 
kno¥ni  exceptions — spenyUte  is  platinum  arsenide,  and  laurite  is 
ruthenium  sulphide.  Native  platinum,  platiniridiimi,  iridosmine,  and 
native  palladiiun  are  all  reckoned  as  definite  mineral  species.  The 
metals  of  this  group  are  conunonly  found  associated  with  magnesian 
rocks,  or  in  gravels  derived  from  them.  Chromite  often  accompanies 
platintmi,  and  so  also  do  the  ores  of  nickel.  Spenylite  is  foimd  in 
the  nickeliferous  deposits  at  Sudbury,  Canada;  and  has  also  been 
identified  in  the  sulphide  ores  of  the  Rambler  mine  in  Wyoming.  In 
the  latter  ores  palladium  is  present  also,  and  possibly,  like  the 
platimmi,  as  arsenide. 

Potassium. — ^An  abundant  metal  of  the  alkaline  group.  Foimd  in 
many  rocks,  especially  as  a  constituent  of  the  feldspars,  ndcas,  and 
leucite.  Nearly  all  terrestrial  waters  contain  potassixmi,  and  the 
saline  beds  near  Stassfurt,  Germany,  are  peculiarly  rich  in  it. 

Praseodymium. — ^A  rare-earth  metal  associated  with  cerium. 

Radium. — ^A  very  rare  metal  of  the  calcium-barium  group.  Ob- 
tained in  minute  quantities  from  uraninite.  Of  possible  importance 
in  the  study  of  volcanism.  According  to  R,  J.  Strutt,*  traces  of 
radium  can  be  detected  in  all  igneous  rocks. 

Rhodium. — ^A  metal  of  the  platinum  group.    See  ''Platinum." 

Rubidium. — ^An  alkaline  metal  intermediate  between  potassium 
and  csesium.  Found  in  lepidoUte  and  in  some  mineral  springs. 
Rubidium  is  reported  as  present  in  the  waters  of  the  Caspian  Sea. 

Rvikenium. — ^A  metal  of  the  platinum  group.    See  ''Platiniun." 

Samarium. — A  rare-earth  metal  obtained  from  samarskite. 

Scandium. — ^A  rare-earth  metal  obtained  from  euxenite,  and  also 
from  wolfram.  According  to  G.  Eberhard*  it  is  the  most  widely 
diffused  of  all  the  rare-earth  group,  although  it  is  found  only  in  very 
small  quantities. 

Selenium. — ^A  nonmetallic  element  allied  to  sulphur,  with  which  it 
is  conmionly  associated.  Found  native,  and  also  in  the  selenides  of 
copper,  silver,  mercury,  lead,  bismuth,  and  thaUium.  A  few  selenites 
exist  as  secondary  minerals. 

Silicon. — Next  to  oxygen,  the  most  abundant  element.  Found  in 
quartz,  tridymite,  opal,  and  all  silicates.  The  characteristic  element 
of  all  important  rocks  except  the  carbonates.  Silica  also  exists  in 
probably  all  river,  well,  and  spring  waters.  From  volcanic  waters  it 
is  deposited  in  the  form  of  sinter. 

Silver. — This  metal  occurs  native,  as  sulphide,  arsenide,  antimonide, 
telluride,  chloride,  bromide,  iodide,  and  in  numerous  sulphosalts. 
Native  gold  generally  contains  some  silver,  and  the  latter  is  also  often 
associated  with  native  copper.    Oxidized  compounds  of  silver  are 

<  PRW.  Roy.  SoCm  vol.  77,  aer.  A,  1906,  p.  472. 

laUnm^b.  BerUn  Akad.,  1908,  p.  881.    See  also  a  later  paper  in  Cbem.  News,  vol.  102, 1910,  p.  211. 
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known  only  as  artificial  products.  Small  traces  of  silver  exist  in  sea 
water. 

Sodium. — ^The  most  abundant  of  the  alkaline  metals.  In  igneous 
rocks  it  is  a  constituent  of  the  feldspars,  of  the  nepheline  group  of 
minerals,  and  of  certain  pyroxenes,  such  as  £Bgirite.  Also  abundant 
in  rock  salt,  and  in  nearly  all  natural  waters,  sea  water  especially. 

Strontium. — ^A  metal  intermediate  between  calcium  and  barium, 
but  less  abundant  than  the  latter.  Strontium  in  small  amount  is  a 
common  ingredient  of  igneous  rocks.  The  most  important  strontium 
minerals  are  the  sulphate,  celestite,  and  the  carbonate,  strontianite. 

Sulphur. — Found  native  and  in  many  sulphides  and  sulphates. 
Also  in  igneous  rocks  in  the  sulphatosilicates,  haftjnoite  and  nosean. 
Native  sulphur  is  abundant  in  volcanic  regions,  and  is  also  formed 
elsewhere  by  the  reduction  of  sulphates.  Fyrite  is  the  conmionest 
of  the  sulphides,  gypsum  of  the  sulphates.  Alkaline  sulphates  are 
obtainable  from  many  natural  waters.  Sulphur  also  exists  in  coal 
and  petroleum. 

TarUcUum. — ^A  rare  acid-forming  element  akin:  to  columbium,  with 
which  it  is  usually  associated. 

TeUurium. — A  semimetallic  element,  the  least  abimdant  of  the 
sulphur  group.  Found  native,  and  in  the  tellurides  of  gold,  silver, 
lead,  bismuth,  mercury,  nickel,  and  copper.  Its  oxide  and  a  few 
rare  tellurates  or  tellurites  are  known  as  alteration  products. 

Terbium. — ^A  rare-earth  metal  of  the  yttrium  group.  See 
^'Yttrium.'' 

ThaUium. — One  of  the  rarer  heavy  metals.  Foimd  as  an  impurity 
in  pyrite  and  some  other  sulphides.  The  rare  mineral  crookesite  is 
a  selenide  of  copper  and  thaUimn,  and  lorandite  is  sulpharsenide  of* 
thallium. 

Thorium. — ^A  rare  metal  of  the  titanium-zirconium  group,  the  most 
basic  of  the  series.  Chiefly  obtained  from  monazite  sand.  Also 
known  in  silicates,  such  as  thorite,  in  some  columbo-tantalates,  and 
in  certain  varieties  of  uraninite. 

Thulium. — A  rare-earth  metal  of  which  little  is  known. 

Tin. — ^Very  rare  native.  Most  abundant  as  the  oxide,  cassiterite, 
which  is  found  in  association  with  granitic  rocks.  Traces  of  tin  have 
been  detected  in  feldspar.  Stannite,  or  tin  pyrites,  is  a  sulphide  of 
tin,  copper,  and  iron,  and  a  few  other  rare  minerals  contain  this  ele- 
ment. 

Titanium. — ^This  element  is  almost  invariably  present  in  igneous 
rocks  and  in  the  sedimentary  material  derived  from  them.  Out  of 
800  igneous  rocks  analyzed  in  the  laboratory  of  the  United  States 
Geological  Survey,  784  contained  titanium.^    Its  commonest  occup- 

1 F.  P.  Diumington  (Am.  Jour.  Sci.,  3d  ser.,  vol.  42, 1801,  p.  491)  has  shown  tbe  abundanoe  of  titanlam 
in  soila  and  clays.    He  gives  about  ei^ty  detenninations. 
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rences  are  as  titanite,  ilmenite,  rutile,  and  perofskite.  The  element 
b  often  concentrated  in  beds  of  titanic  iron  ore. 

Tungsten. — An  acid-forming  heavy  metal  allied  to  molybdenum. 
Fomid  as  tungstates  of  iron,  manganese,  calcium,  and  lead  in  the 
minerals  wolfram,  hClbnerite,  scheelite,  and  stolzite. 

Uranium. — ^A  heavy  metal  found  chiefly  in  uraninite,  carnotite, 
samarskite,  and  a  few  other  rare  minerals.  The  phosphates,  autunite 
and  torbemite,  are  not  uncommon  in  granites,  and  uraninite,  although 
sometimes  obtained  fTom  metalliferous  veins,  is  more  generally  of 
granitic  association.    Carnotite  occurs  with  sedimentary  sandstones. 

Vanadium. — ^A  rare  element,  both  acid  and  base  forming,  and  allied 
to  phosphorus.  Found  in  vanadates,  such  as  vanadinite,  descloizite, 
and  pucherite,  associated  with  lead,  copper,  zinc,  and  bismuth.  Also 
in  the  silicates  roscoelite  and  ardennite.  Carnotite,  which  was  men- 
tioned in  the  preceding  paragraph,  is  an  impure  vanadate  of  potas- 
sium and  uranium.  Sulvanite  is  a  sulphovanadate  of  copper. 
Patronite,  a  sulphide  of  vanadium,  forms  a  large  deposit  at  one  locedity 
in  Peru. 

Xenon. — ^An  inert  gas,  the  heaviest  member  of  the  argon  group. 
Found  in  minute  traces  in  the  atmosphere. 

Yttrium  and  ytterbium. — ^Two  rare-earth  metals,  which,  with  lute- 
cium/ erbium  and  terbium^  are  best  obtained  from  gadolinite. 
Yttrium  is  also  found  in  the  phosphate,  xenotime,  in  several  silicates, 
and  in  some  of  the  columbo-tantalate  group  of  minerals.  The  min- 
erals of  the  rare  earths  are  generally  found  in  granite  or  pegmatite 
veins. 

Zinc. — Common,  but  not  widely  diffused.  Native  zinc  has  been 
reported,  but  its  existence  is  doubtful.  The  sulphide,  sphalerite,  is 
its  commonest  ore,  but  the  carbonate,  smithsonite,  and  a  silicate, 
calamine,  are  also  abundant.  At  Franklin,  New  Jersey,  zinc  is  found 
in  a  unique  deposit,  in  which  the  oxide,  zincite;  the  ferrite,  frank- 
linite;  and  the  silicates,  troostite  and  willemite,  are  the  character- 
istic ores. 

Zirconium. — ^Allied  to  titanium  and  rather  widely  diffused  in  the 
igneous  rocks.    It  usually  occurs  in  the  silicate,  zircon. 

RELATIVE  ABUNDANCE   OF   THE  ELEMENTS. 

In  any  attempt  to  compute  the  relative  abundance  of  the  chemical 
elements,  we  must  bear  in  mind  the  limitations  of  our  experience. 
Our  knowledge  of  terrestrial  matter  extends  but  a  short  distance 

■    ■ 

>  The  old  jtterbiiim,  the  ytterblmn  of  the  former  edition  of  this  work,  has  been  proved  to  be  complex 
by  O.  Urbain  and  Auer  yon  Welsbeoh,  working  independently.  The  two  components  of  the  former  ytter- 
bium are  by  Urbain  named  neojrtterblum  and  lutecium.  For  these  Welsbaoh  proposes  the  names  alde- 
baranlom  and  casslopelnm.  The  name  ytterbium  Is  here  retained  for  the  main  component  of  the  mixture 
and  latednm  for  the  other,  as  having  priority  over  Its  synonym. 
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below  the  surface  of  the  earth,  and  beyond  that  we  can  only  indulge 
in  speculation.  The  atmosphere,  the  ocean,  and  a  thin  shell  of  solids 
are,  speaking  broadly,  all  that  we  can  examine.  For  the  first  two 
layers  our  information  is  reasonably  good,  and  their  masses  are 
approximately  determined;  but  for  the  last  one  we  must  assume 
some  arbitrary  limit.  The  real  thickness  of  the  lithosphere  need  not 
be  considered;  but  it  seems  probable  that  to  a  depth  of  10  miles 
below  sea  level  the  rocky  material  can  not  vary  greatly  from  the 
volcanic  outflows  which  we  recognize  at  the  surface.  This  thickness 
of  10  miles,  then,  represents  known  matter,  and  gives  us  a  quantita- 
tive basis  for  study.  A  shell  only  6  miles  thick  would  barely  clear 
the  lowest  deeps  of  the  ocean. 

I  am  indebted  to  Dr.  R.  S.  Woodward  for  data  relative  to  the 
volume  of  matter  which  is  thus  taken  into  account.  The  volume  of 
the  10-mile  rocky  crust,  including  the  mean  elevation  of  the  con- 
tinents above  the  sea,  is  1,633,000,000  cubic  miles,  and  to  this 
material  we  may  assign  a  mean  density  not  lower  than  2.5  nor  much 
higher  than  2.7.  The  volume  of  the  ocean  is  put  at  302,000,000  * 
cubic  miles,  and  I  have  given  it  a  density  of  1.03,  which  is  a  trifle 
too  high.  The  mass  of  the  atmosphere,  so  far  as  it  can  be  deter- 
mined, is  equivalent  to  that  of  1,268,000  cubic  miles  of  water,  the  unit 
of  density.  Combining  these  data,  we  get  the  following  expression 
for  the  composition  of  the  known  matter  of  our  globe: 

Composition  of  known  matter  of  the  earth. 


Density  of  crufit 

Atmoflphere per  cent. . 

Ocean do 

Solid  cniBt do 


100.00 


In  short,  we  can  regard  the  surface  layer  of  the  earth,  to  a  depth 
of  10  miles,  as  consisting  very  nearly  of  93  per  cent  solid  and  7  per 
cent  liquid  matter,  treating  the  atmosphere  as  a  small  correction  to 
be  applied  when  needed.*  The  figure  thus  assigned  to  the  ocean  is 
probably  a  little  too  high,  but  its  adoption  makes  an  allowance  for 
the  fredi  waters  of  the  globe,  which  are  too  small  in  amount  to  be 

1  Sir  John  Muiray  (Scottish  Oeog«  Mag.,  1888,  p.  39)  estimates  the  volume  of  the  ocean  at  323,722,150 
cubic  miles.  K.  Karatens,  more  recently  (Eine  neue  Berechnung  der  mlttleren  Tiefen  der  Ooeane,  Inaug. 
Diss.,  Kiel,  1894) ,  put  It  at  1,285,936,211  cubic  kilometers,  or  307,496,000  cubic  miles.  Eantens  gives  a  good 
summary  of  previous  estimates,  which  vary  widely.  To  change  the  figure  given  above  would  be  a  strain- 
ing after  unattainable  precision. 

•  The  adoption  of  Murray's  figure  for  the  volume  of  the  ocean  would  mate  Its  percentage  7.12  to  7.88, 
according  to  the  density  (2^  or  2.7)  assigned  to  the  lithoephefe. 
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estimable  directly.  Their  iDBignificance  may  be  inferred  from  the 
fact  that  a  section  of  the  10-mile  crust  having  the  surface  area  of 
the  United  States  represents  only  about  1.5  per  cent  of  the  entire 
mass  of  matter  under  consideration.  A  quantity  of  water  equivalent 
to  1  per  cent  of  the  ocean,  or  0.07  per  cent  of  the  matter  now  con- 
sidered, would  cover  all  the  land  areas  of  the  globe  to  a  depth  of  290 
feet.  Even  the  mass  of  Lake  Superior  thus  becomes  a  negligible 
quantity.  The  significance  of  underground  waters  will  be  discussed 
later. 

The  composition  of  the  ocean  is  easily  determined  from  the  data 
given  by  Dittmar  in  the  report  of  the  ChaUefnger  expedition.^  The 
maximum  salinity  observed  by  him  amounted  to  37.37  grams  of  salts 
in  a  kilogram  of  water,  and  by  taking  this  figure  instead  of  a  lower 
average  value  we  can  allow  for  saline  masses  inclosed  within  the 
solid  crust  of  the  earth,  which  would  not  otherwise  appear  in  the 
final  estimates.  Combining  this  datum  with  Dittmar's  figures  for 
the  average  composition  of  the  oceanic  salts,  we  get  the  second  of 
the  subjoined  columns.  Other  elements  contained  in  sea  water,  but 
only  in  minute  traces,  need  not  be  considered  here.  No  one  of  them 
could  reach  0.001  per  cent. 


Composition  of  oceanic  salts, 

NaCl 77.76 

MgClj 10.88 

MgS04 4.74 

CaSO^ 3.60 

K2SO4 2.46 

MgBrj 22 

CftCO, 34 

100.00 


CompoHtion  0/ ocean. 

0 85.79 

H 10.67 

CI 2.07 

Na 1.14 

Mg 14 

Ca 05 

K 04 

S 09 

Br 008 

C 002 


100.00 


It  is  worth  while  at  this  point  to  consider  how  large  a  mass  of 
matter  these  oceanic  salts  represent.  The  average  salinity  of  the 
ocean  is  not  far  from  3.5  per  cent;  its  mean  density  is  1.027,  and  its 
volume  is  302,000,000  cubic  miles.  The  specific  gravity  of  the  salts, 
as  nearly  as  can  be  computed,  is  2.25.  lYom  these  data  it  can  be 
shown  tJiat  the  volume  of  the  saline  matter  in  the  ocean  is  a  Uttle 
more  than  4,800,000  cubic  miles,  or  enough  to  cover  the  entire  surface 
of  the  United  States,  excluding  Alaska,  1.6  miles  deep.^  In  the  face 
of  these  figures,  the  beds  of  rock  salt  at  Stassfurt  and  elsewhere, 
which  seem  so  enormous  at  close  range,  become  absolutely  trivial. 
The  allowance  made  for  them  by  using  the  maximum  salinity  of  the 

1  In  vol.  1,  Ptayslcfl  and  chemistry. 

s  According  to  J.  Joly  (Scl.  Trans.  Roy.  Boc.  Dublin,  2d  ser.,  vol.  7, 1800,  p.  30)  the  sodium  chloride  In 
the  ocean  would  oover  the  entire  globe  112  feet  deep. 
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ocean  instead  of  the  average  is  more  than  sufficient,  for  it  gives  them 
a  total  volume  of  325,000  cubic  miles.  That  is,  the  data  used  for  com- 
puting the  average  composition  of  the  ocean  and  its  average  signifi- 
cance as  a  part  of  all  terrestrial  matter  are  maxima,  and  therefore 
tend  to  compensate  for  t!he  omission  of  factors  which  could  not  well 
be  estimated  directly. 

The  average  composition  of  the  lithosphere  is  very  nearly  that  of 
the  igneous  rocks  alone.  The  sedimentary  rocks  represent  altered 
igneous  material,  from  which  salts  have  been  leached  into  the  ocean, 
and  to  which  oxygen,  water,  and  carbon  dioxide  have  been  added 
from  the  atmosphere.  For  these  changes  corrections  can  be  applied, 
and  their  magnitude  and  effect,  as  will  be  shown  later,  is  surprisingly 
small.  The  thin  film  of  oi^anic  matter  upon  the  surface  of  tiie  earth 
can  be  neglected  altogether.  In  comparison  with  the  10-mile  thick- 
ness of  rock  below  it,  its  quantity  is  too  small  to  be  considered.  Even 
beds  of  coal  are  negligible,  for  their  volume  also  is  relatively  insig- 
nificant. Practically,  we  have  to  consider  at  first  only  10  miles  of 
igneous  rock,  which,  when  large  enough  areas  are  studied,  averages 
much  aUke  in  composition  all  over  the  globe.  This  point  was  estab- 
lished in  an  earlier  memoir,  when  groups  of  analyses,  representing 
rocks  from  different  regions,  were  compared.^  The  essential  uni- 
formity of  the  averages  was  unmistakable,  and  it  has  been  still  fur- 
ther emphasized  in  later  computations  by  others  as  well  as  by  myself. 
The  following  averages  are  now  available  for  comparison: 

A.  My  original  average  of  880  analyses,  of  which  207  were  made  in  the  laboratory 
of  the  United  States  Geological  Survey  and  673  were  collected  from  other  sources. 
Many  of  these  analyses  were  incomplete. 

B.  The  average  of  680  analyses  from  the  records  of  the  Survey  laboratories,  plus 
some  hundreds  of  determinations  of  silica,  lime,  and  alkalies.  The  Survey  data  up 
to  January  1, 1897. 

C.  The  average  of  830  analyses  from  the  Survey  records,  plus  some  partial  deteiv 
minations.    The  Survey  data  up  to  January  1,  1900. 

D.  An  average  of  all  the  analyses,  partial  or  complete,  made  up  to  January  1, 1908, 
in  the  laboratories  of  the  Survey.^ 

E.  An  average,  computed  by  A.  Barker,'  of  536  analyses  of  igneous  rocks  from 
British  localities.  Many  of  these  analyses  were  incomplete,  especially  with  respect 
to  phosphorus  and  titanium. 

F.  An  average  of  1,811  analyses,  from  Washington's  tables.^  Calculated  by  H.  S. 
Washington.    The  data  represent  material  from  all  parts  of  the  world. 

Now,  omitting  minor  constituents,  which  rarely  appear  except  in 
the  more  modem  analyses,  these  averages  may  be  tabulated  together, 

1  Bull.  PhUoB.  Soo.  Washington,  vol.  11, 1889.  p.  131.    Alao  in  Bull.  U.  S.  Oeol.  Survey  No.  78,  IWl,  p.  34. 
s  See  Bull.  U.  S.  Oeol.  Survey  No.  419, 1910,  p.  4,  for  details. 

•  Tertiary  Igneous  rockB  of  the  Isle  of  Skye:  Mem.  Oeol.  Survey  United  Kingdom,  1904,  p.  416.  An 
earlier  average  appears  in  Oeol.  Mag.,  1809,  p.  220. 

*  Prof.  Paper  U.  8.  Oeol.  Survey  No.  14, 1903,  p.  106.  In  this  average  and  in  Barker's  there  are  figures 
for  manganese,  which  I  leave  temporarily  out  of  account.  On  the  average  composition  of  Minnesota  rocks 
see  F.  F.  Grout,  Science,  vol.  32, 1910,  p.  312. 
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although  they   are  not  absolutely  comparable.    The  comparison 
assiunes  the  following  form: 

Averoffe  eompoHHon  o/igneout  rocks. 


Clarke. 

Htfker. 

Wwhington. 

A 

B 

C 

D 

B 

P 

BiO, 

58.59 
15.04 
3.94 
3.48 
4.49 
5.29 
8.20 
2.90 

}    L96 

.55 
.22 

59.77 
15.38 
2.66 
3.44 
4.40 
4.81 
3.61 
2.83 

59.71 
15.41 
2.63 
3.52 
4.36 
4.90 
3.55 
2.80 

60.97 

15.29 

2.63 

3.40 

3.96 

4.89 

8.47 

3.00 

.47 

1.48 

.74 

.26 

58.98 
15.41 
4.78 
2.70 
3.71 
4.83 
3.18 
2.77 

}    2.17 

.52 
.21 

58.239 

Sa 

15. 796 

pSsi^                        . 

3.334 

f3).!.:.::;:::;:::::: 

3.874 

MgO 

3.843 

CaO 

5.221 

Na,0 

3.912 

K^.;.... .:::.::...: 

3.161 

H,OatlOO^ 

.363 

H.0  above  100® 

1.51 
.53 
.21 

L52 
.60 
.22 

1.428 

TiO*. 

1.039 

P^O^ 

.373 

99.66 

99.14 

99.22 

100.56 

99.26 

100.583 

Although  these  six  columns  are  not  veiy  divergent,  they  exhibit 
differences  which  may  be  more  apparent  than  real.  Differences  of 
summation  are  due  partly  to  the  omission  of  minor  constituents,  but 
the  largest  variations  are  attributable  to  the  water.  In  two  columns 
hygroscopic  water  is  omitted;  in  two  it  is  not  distinguished  from 
combined  water;  in  two  a  discrimination  is  made.  By  rejecting  the 
figures  for  water  and  recalculating  to  100  per  cent  the  averages 
become  more  nearly  alike,  as  follows: 


Average  eompoeUion  of  igneous  rocks,  reduced 

to  unifcfnaiiy. 

A 

B 

c 

D 

E 

P 

SiOa 

59.97 

15.39 

4.03 

3.56 

•  4.60 

5.41 

3.28 

2.97 

.56 

.23 

61.22 

15.75 

2.71 

3.53 

4.51 

4.93 

3.69 

2.90 

.54 

.22 

61.12 

15.77 

2.69 

3.60 

4.46 

5.02 

3.63 

2.87 

.61 

.23 

6L82 

15.51 

2.67 

3.45 

4.02 

4.96 

3.51 

3.04 

.75 

.27 

60.76 

15.87 

4.92 

2.78 

3.82 

4.97 

3.28 

2.85 

.53 

.22 

58.96 

ALO, 

15.99 

F^O'                         .  

3.37 

Fe8!v.:;::;::::: :... 

3.93 

MirO 

3.89 

cSfe.:::::::;:;::::::::...:.: 

5.28 

3.96 

i^}\ 

3.20 

TO) 

L05 

P^* 

.37 

100.00 

100.00 

100.00 

100.00 

100.00 

100.00 

Of  the  averages,  only  D  and  F  need  be  considered  any  further, 
for  they  include  the  laigest  masses  of  trustworthy  data.  A  was  only 
a  preliminaiy  computation,  B  and  C  are  included  under  D;  Barker's 
average  contains  too  many  incomplete  analyses.     D  and  F,  however, 
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are  not  strictly  equivalent.  Washington's  average  relates  only  to 
analyses  which  were  nominally  complete  and  made  in  many  labora- 
tories by  very  diverse  methods.  My  average  represents  the  homo- 
geneous work  of  one  laboratory,  and  includes,  moreover,  many  partial 
determinations.  For  the  simpler  salic  rocks  determinations  of  silica, 
lime,  and  alkalies  are  generally  all  that  is  needed  for  petrographic 
purposes.  The  femic  rocks  are  mineralogically  more  complex,  and 
for  them  full  analyses  are  necessary.  The  partial  analyses,  there- 
fore, represent  chiefly  salic  rocks,  and  their  inclusion  in  the  average 
tends  to  raise  the  percentage  of  silica  and  to  lower  the  proportions  of 
other  elements.  The  salic  rocks,  however,  are  more  abundant  than 
those  of  the  other  class,  and  so  the  higher  figure  for  silica  seems  more 
probable.  This  conclusion  is  in  line  with  the  criticisms  of  F.  P. 
Mennell,^  who  thinks  that  the  femic  rocks  received  excessive  weight 
in  my  earlier  averages.  Mennell  has  studied  the  rocks  of  southern 
Africa,  where  granitic  types  are  predominant,  and  believes  that  the 
true  average  should  approximate  the  composition  of  a  granite.  His 
criticisms  are  entitled  to  serious  consideration,  but  they  are  not 
absolutely  conclusive.  A  study  of  the  composition  of  river  waters 
originating  in  areas  of  crystalline  rocks  reveals  a  preponderance  of 
calcium  over  alkalies  which  waters  from  purely  granitic  environment 
could  hardly  possess.  Granitoid  rocks  may  possibly  be  the  most 
abundant,  but  the  average  composition  is  likely  to  be  nearer  that  of  a 
diorite  or  andesite.'  The  whole  land  surface  of  the  earth  must  be 
taken  into  account  before  the  true  average  can  be  finally  ascertained. 
So  far,  the  final  average  has  only  been  partly  given;  the  minor  con- 
stituents of  the  rocks  remain  to  be  taken  into  account.  In  the  labor- 
atory of  the  Geological  Survey  the  analyses  of  igneous  rocks  have  been 
unusually  elaborate,  and  many  things  have  been  determined  that  are 
too  often  ignored.  The  complete  average  is  given  in  the  next  table, 
with  the  number  of  determinations  to  which  each  figure  corresponds. 
In  the  elementary  column  hygroscopic  water  does  not  appear,  but 
an  allowance  is  made  for  a  small  amount  of  iron  which  was  reported 
in  the  analyses  as  FeSj.  When  a  '*  trace"  of  anything  is  recorded,  it 
is  arbitrarily  reckoned  as  0.01  per  cent,  and  when  a  substance  is 
known  to  be  absent  from  a  rock,  by  actual  determination  of  the  fact, 
it  is  assigned  zero  value  in  making  up  the  averages.^ 

1  Qtol.  ICag.,  1904,  p.  263;  1009,  p.  212.  For  other  discussions  of  the  data  given  in  my  iormer  papers  see 
L.  De  Launay,  Revue  g6a.  acl.,  Apr.  30, 1904;  and  C.  Oohsenios,  Zeitsohr.  prakt.  Qeologie,  May,  1898.  Com- 
pare also  R.  A.  Daly  (Bull.  U.  S.  Oeoi.  Survey  No.  209, 1903,  p.  110),  who  argues  that  the  universal  or  funda- 
mental magma  is  approximately  basaltic. 

>  F.  Loewinson-Lesslng  (Geol.  Mag.,  1911,  p.  248)  argues  in  favor  of  two  fundamental  magmas,  the  grani- 
toid and  gabbroid.  These  are  thought  to  be  present  in  about  equal  proportions  In  the  lithosphere.  and  their 
average  composition  is  close  to  that  found  by  Clarke  and  Washington.  On  the  mean  atomic  weight  of  the 
earth's  orust  see  L.  De  Launay,  Compt.  Rend.,  vol.  150, 1910,  p.  1270. 

'  In  this  table  all  analyses  of  igneous  rocks  made  in  the  laboratory  of  the  Survey  down  to  Nov.  1, 1010, 
have  been  utilized. 
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Number  Of 

detenniiuh 

tions. 

Average. 

Reduced  to 
100  per  cent. 

1,584 

60.97 

59.93 

1,075 

15.23 

14.97 

1,124 

2.63 

2.58 

1,122 

3.48 

3.42 

1,210 

3.92 

3.85 

1,437 

4.87 

4.78 

1,496 

3.46 

3.40 

1,488 

3.04 

2.99 

781 

.48 

.47 

845 

1.50 

1.47 

1,025 

.75 

.74 

298 

.03 

.03 

628 

.49 

.48 

1,025 

.26 

.26 

748 

.11 

.11 

258 

.06 

.06 

96 

.10 

.10 

728 

.11 

.11 

611 

.04 

.04 

1,038 

.10 

.10 

284 

.03 

.03 

267 

.05 

.05 

87 

.02 

.02 

677 

.01 

.01 

101.  74 

100.00 

In  elementary  fonn. 


SiO... 

MgO.. 
CaO... 
NaoO.. 

HaO- 
H,0+ 
TO),.. 
ZrOj,.. 
CO.... 

pA- 

S , 

CI.... 

F 

BaO.. 
SrO... 
MnO.. 
NiO... 
CtjO,. 
V,0,.. 


0 

47.05 

Si 

28.26 

Al 

7.98 

Fe 

4.47 

Me 

2.34 

af^::::::::;::::: 

3.43 

Na 

2.54 

K 

2.50 

H 

.16 

Ti 

.45 

Zr 

.025 

C 

.13 

P 

.11 

s..- 

.11 

Cl 

.06 

F 

.10 

Ba 

.097 

Sr          

.033 

Mn 

.077 

Ni 

.023 

Cr 

.033 

V 

.018 

Li 

.004 

100.000 


In  this  computation  the  figures  for  C,  Zr,  Cl,  F,  Ni,  O,  and  V  are 
only  very  rough  approximations.  They  are  all,  except  possibly  F, 
a  little  too  high.  They  show,  however,  that  these  elements  exist 
in  igneous  rocks  in  determinable  quantities.  The  elements  not 
included  in  the  calculation  represent  minor  corrections,  to  be  apphed 
whenever  the  necessity  for  doing  so  may  arise.  For  estimates  of 
their  probable  amounts,  the  papers  by  J.  H.  L.  Vogt  ^  and  J.  F. 
Kemp '  can  be  consulted.  It  is  probable  that  no  one  of  them, 
except  possibly  copper,  would  reach  0.01  per  cent.  The  elements 
not  mentioned  in  the  table  can  not  amount  to  more  than  0.5  per 
cent  altogether,  and  even  that  small  figure  is  likely  to  be  an 
overestimate. 

Before  we  can  finally  determine  the  composition  of  the  lithosphere, 
the  sedimentary  rocks  are  to  be  taken  into  accoimt;  and  to  do  this  we 
must  ascertain  their  relative  quantity.  First,  however,  we  may  con- 
sider their  composition,  .which  has  been  determined  by  means  of  com- 
posite analyses.    That  is,  instead  of  averaging  analyses,   average 

1  Zdtschr.  prekt  Geologle,  1896,  pp.  225, 314, 377, 413;  1899,  pp.  10, 274. 

*  ScJence,  January  5, 1906;  Boon.  Geology,  vol.  1, 1905,  p.  207.  See  also  a  curious  paper  by  W.  Ackroyd, 
Id  Chem.  News,  vol.  86, 1902,  p.  187.  W.  N.  Hartley  and  H.  Ramage  (Jour.  Cfaem.  Soc.,  vol.  71, 1897,  p. 
533),  have  shown  that  some  of  the  rarest  elements,  such  as  gallium  and  indium,  are  widely  diffused  in  rocks 
and  minerals.  W.  Vemadsky  (Chem.  Zent.,  1910,  vol.  2,  p.  1775)  has  also  found  that  indium,  thallium, 
ftdlium,  rubldiam,  and  caesium  are  widely  distributed  in  spectroscopic  traces. 
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mixtures  of  many  rocks  were  prepared/  and  these  were  analyzed  once 
for  all.    The  results  appear  in  the  next  table. 

CompoiUe  analyses  of  sedimerUary  rocks, 

A.  Oompotlte  analysis  o(  78  shales;  or,  more  strictly,  the  average  of  two  smaller  composites,  properly 
weighted. 

B.  Composite  analysis  of  253  sandstones. 

C.  Composite  analysis  of  345  limestones. 


SiO, 

AW, 

MgO 

CaO 

Na-O 

Kfi 

HaOatllO**.... 
H,0  above  110*» 

TiO, 

CO- 

PA 

s. 


58.38 

15.47 

4.03 

2.46 

2.45 

3.12 

1.31 

3.25 

1.34 

3.68 

.65 

2.64 

.17 


78.66 
4.78 
1.08 

.30 
1.17 
5.62 

.45 
1.32 

.31 
0  1.33 

.25 
5.04 

.08 


SO, 

CI 

BaO 

SrO 

MnO 

Li,0 

C,  oiganic. 


.65 


.05 
none 
trace 
trace 

.81 


.07 
trace 

.05 
none 
trace 
trace 


5.19 
.81 

.54 

7.90 

42.61 
.05 
.33 
.21 

«.56 
.06 

41.58 
.04 
.09 
.05 
.02 

none 

none 
.05 

trace 


100.46 


100.41 


100.09 


a  Includes  oi^ganlo  matter. 

In  attempting  to  compare  these  analyses  with  the  average  composi- 
tion of  the  igneous  rocks,  we  must  remember  that  they  do  not  repre- 
sent definite  substances,  but  mixtures  shading  into  one  another.  The 
average  limestone  contains  some  clay  and  sand;  the  average  shale 
contains  some  calcium  carbonate.  Furthermore,  they  do  not  cover 
all  the  products  derived  from  the  decomposition  of  the  primitive 
rock,  for  the  great  masses  of  sediments  on  the  bottom  of  the  ocean 
are  left  out  of  account.  There  are  also  metamorphic  rocks  to  be 
considered,  such  as  chloritic  and  talcose  schists,  amphibolitefi,  and 
serpentines;  although  their  quantities  are  presumably  too  small 
to  seriously  modify  the  final  averages.  They  might,  however,  help 
to  explain  a  deficiency  of  magnesium  which  appears  in  the  sedimen- 
tary analyses.  Partly  on  account  of  these  considerations,  and 
partly  because  the  sedimentary  rocks  contain  water  and  carbon  diox- 
ide which  have  been  added  to  the  original  igneous  material,  we  can  not 
recombine  the  composite  analyses  so  as  to  reproduce  exactly  the  com- 

1  These  mixtures  were  prepared  by  O.  W.  Stose,  under  the  direction  of  0.  E.  Gilbert.  The  analyses 
were  made  by  B.  N.  Stokes  in  the  laboratory  of  the  United  States  Qeologlcal  Surrey.  See  Bull.  U.  8 
Geol.  Survey  No.  228, 1904,  p.  20. 
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position  of  the  primitive  matter.^  To  do  this  it  would  be  necessary 
also  to  allow  for  the  oceanic  salts,  which  represent,  in  part,  at  least, 
losses  from  the  land;  but  that  factor  in  the  problem  is  perhaps  the 
least  embarrassing.  Its  magnitude  is  easily  estimated,  and  it  gives  a 
measure  of  the  extent  to  which  the  igneous  rocks  have  been 
decomposed. 

If  we  assume  that  all  of  the  sodium  in  the  ocean  was  derived  from 
the  leaching  of  the  primitive  rocks,  and  that  the  average  composition 
of  the  latter  is  correct  as  stated,  it  is  easy  to  show  that  the  marine 
portion  is  very  nearly  one-thirtieth  of  that  contained  in  the  10-mile 
Uthosphere.  That  is,  the  complete  decomposition  of  a  shell  of  igneous 
rock  one-third  of  a  mile  thick  would  yield  all  the  soditun  in  the 
ocean.  Some  sodium,  however,  is  retained  by  the  sediments,  and  the 
analyses  show  that  it  is  about  one-third  of  the  total  amount.  That 
is,  the  oceanic  sodium  represents  two-thirds  of  the  decomposition, 
and  the  estimate  must  therefore  be  increased  one-half.  On  this 
basis,  a  rocky  shell  one-half  mile  thick,  completely  enveloping  the 
globe,  would  slightly  exceed  the  amount  needed  to  furnish  the 
sodium  of  the  sea  and  the  sediments. 

In  order  to  make  this  estimate  more  precise,  let  us  consider  the 
detailed  figures.  The  maximum  allowance  for  the  sodium  in  the 
ocean  is  1.14  per  cent.  From  my  average  the  mean  percentage  of 
sodium  in  the  igneous  rocks  is  2.54;  Washington's  figures  give  2.90. 
Now  putting  the  ocean  at  7  per  cent  and  the  lithosphere  at  93  per 
cent  of  the  known  matter,  the  following  ratios  between  oceanic 
sodium  and  rock  sodium  are  easily  computed:  Clarke,  1:29.8; 
Washington,  1:33.9.  Hence  the  sodium  in  the  ocean  corresponds 
to  a  volume  of  igneous  rocks,  according  to  the  first  ratio,  of  54,800,000 
cubic  miles  or,  for  the  second  estimate,  of  48,200,000  cubic  miles. 

Suppose,  however,  that  the  average  analyses  do  not  represent  the 
true  composition  of  the  primitive  lithosphere.  We  may  then  tost 
our  figures  by  another  assumption,  namely,  that  the  real  average 
lies  somewhere  between  two  evident  extremes — ^the  composition  of 
a  rhyolite  and  that  of  a  basalt.  In  100  rhyolites,  as  shown  in  Wash- 
ington's tables,  the  average  percentage  of  sodium  is  2.58,  while  for 
220  basalts  it  is  2.40.  These  figures  give  ratios  of  1 :  30.1  and  1 :  28.4, 
corresponding  to  rock  volumes  of  54,200,000  and  57,500,000  cubic 
miles,  respectively — quantities  of  quite  the  same  order  as  those 
previously  calculated. 

From  the  composite  analyses  of  the  sedimentary  rocks  the  cor- 
rection for  their  retained  sodium  can  be  determined.  This  sodium  is 
chiefly,  but  not  entirely,  in  the  shales,  and  its  amount  is  less  than 
1  per  cent,  with  a  probable  value  of  0.90.    This  is  35  per  cent  of  the 

I  For  an  elaborate  attempt  in  this  direction,  see  C.  R.  Van  Else,  A  treatise  on  znetamofpbism:  Hon. 
U.  a  OeoL  Survey,  vol.  47, 1904,  pp.  947-1002. 
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total  sodium  in  the  average  igneous  rock,  and  the  oceanic  sodium 
represents  the  65  per  cent  removed  by  leaching.  Allowing  for  this 
sedimentary  sodium,  the  total  sodium  of  the  ocean  and  of  the  sedi- 
mentary rocks  is  represented  by  the  ratio  65  :  100  =  54,800,000: 
84,300,000,  the  last  term  giving  the  number  of  cubic  miles  of  igneous 
rock  which  has  undergone  decomposition.  This  quantity  is  that  of  a 
rock  shell  completely  enveloping  the  globe  and  0.4215  mile,  or  2,225 
feet,  thick.  If  we  accept  the  highest  ratio  of  all,  that  furnished  by 
the  average  basalt,  the  thickness  may  be  raised  to  2,336  feet;  while 
Washington's  data  will  give  a  much  lower  figure.  A  further  allow- 
ance of  10  per  cent,  which  is  excessive,  for  the  increase  in  volume  due 
to  oxidation,  carbonation,  and  absorption  of  water,  will  raise  the 
thickness  assignable  to  the  sedimentaries  from  2,225  to  2,447  feet, 
an  amount  still  short  of  the  half-mile  estimate.  No  probable  change 
in  the  composition  of  the  lithosphere  can  modify  this  estimate  very 
considerably;  and  since  the  ocean  may  contain  primitive  sodium,  not 
derived  from  the  rocks,  the  half  mile  must  be  regarded  as  a  maximum 
allowance.  If  the  primeval  rocks  were  richer  in  sodium  than  those  of 
the  present  day,  a  smaller  mass  of  them  would  suffice;  if  poorer,  more 
would  be  needed  to  accoimt  for  the  salt  in  the  sea.  Of  the  two 
suppositions,  the  former  is  the  more  probable;  but  neither  assumption 
is  necessary.  If,  however,  we  assume  that  our  igneous  rocks  are  not 
altogether  primary,  but  that  some  of  them  represent  re-fused  or 
metamorphosed  sedimentaries,  we  must  conclude  that  they  have  been 
partly  leached,  and  have  therefore  lost  sodium.  That  is,  the  original 
matter  was  richer  in  sodium,  and  the  half-mile  estimate  is  conse- 
quently much  too  large. 

From  another  point  of  view,  the  thinness  of  the  sediments  can  be 
simply  illustrated.  The  superficial  area  of  the  earth  is  199,712,000 
square  miles,  of  which  55,000,000  are  land.  According  to  Geikie,^  the 
mean  elevation  of  all  the  continents  is  2,411  feet.  Hence,  if  all  of  the 
land  now  above  sea  level,  25,000,000  cubic  miles,  were  spread  uni- 
formly over  the  globe,  it  would  form  a  shell  about  660  feet  thick.  If 
we  assume  this  matter  to  be  all  sedimentary,  which  it  certainly  is  not, 
and  add  to  it  any  probable  allowance  for  the  sediments  at  the  bottom 
of  the  sea,  we  shall  still  fall  far  short  of  the  half-mile  shell,  which,  on 
chemical  evidence,  is  a  maximum.  In  the  following  calculation  this 
maximum  will  be  taken  for  granted. 

The  relative  proportions  of  the  diflFerent  sedimentary  rocks  within 
the  half-mile  shell  can  only  be  estimated  approximately.  Such  an 
estimate  is  best  made  by  studying  the  average  igneous  rock  and  deter- 
mining in  what  way  it  can  break  down.  A  statistical  examination  of 
about  700  igneous  rocks,  which  have  been  described  petrographically, 
leads  to  the  following  rough  estimate  of  their  mean  mineralogical 
composition: 

i  Text-book  of  geology,  4th  ed.,  vol.  1, 1903,  p.  49. 
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Quartz 12.0 

FeldBpara 59.6 

Hornblende  and  pyroxene 16. 8 

Mica 3.8 

Acceasory  minerals 7. 9 

100.0 

The  average  limestone  contains  76  per  cent  of  calcium  carbonate, 
and  the  composite  analyses  of  shales  and  sandstones  correspond  to 
the  subjoined  percentages  of  the  component  minerals: 


jivcrage 

composition  of  shale  and  sandstone 

• 

1 

Shale. 

Sandstone. 

Quartz  <*-.,.... 

22.3 
30.0 
25.0 
5.6 
5.7 
11.4 

66.8 

Feldspars 

11  5 

dayfr 

6.6 

Limomte 

1.8 

Carbonates 

11.1 

Othw  minfliralfl- . . 

2.2 

100.0 

100.0 

•  The  total  pereentage  of  ftee  silica. 

*  Probably  sertdte  in  part.    In  that  case  the  feldspar  figure  becomes  lower. 

If,  now,  we  assume  that  all  of  the  igneous  quartz,  12  per  cent,  has 
become  sandstone,  it  will  yield  18  per  cent  of  that  rock,  which  is. 
evidently  a  maximum.  Some  quartz  has  remained  in  the  shales. 
One  hundred  parts  of  the  average  igneous  rock  will  form,  on  decom- 
position, less  than  18  parts  of  sandstone. 

The  igneous  rocks  contain,  as  shown  in  the  last  analysis  cited,  4.79 
per  cent  of  lime.  This  would  form  8.55  per  cent  of  calcium  carbon- 
ate, or  11.2  per  cent  of  an  average  limestone.  But  at  least  half  of 
the  lime  has  remained  in  the  other  sediments,  so  that  its  true  propor- 
tion can  not  reach  6  per  cent,  or  one-third  the  proportion  of  the 
sandstones.  The  remainder  of  the  igneous  material,  plus  some  water 
and  minus  oceanic  sodium,  has  formed  the  siliceous  residues  which 
are  grouped  under  the  vague  title  of  shale.  Broadly,  then,  we  may 
estimate  that  the  lithosphere,  within  the  limits  assumed  in  this  me- 
moir, contains  95  per  cent  of  igneous  rock  and  6  per  cent  of  sedimen- 
taries.  If  we  assign  4.0  per  cent  to  the  shales,  0.75  per  cent  to  the 
sandstones,  and  0.25  per  cent  to  the  limestones,  we  shall  come  as  near 
the  truth  as  is  possible  with  the  present  data.*  On  this  basis,  the 
average  composition  of  the  lithosphere  may  be  summed  up  as  shown 
in  the  subjoined  table.  The  analyses  of  the  sedimentary  rocks  are 
recalculated  to  100  per  cent. 

1 C.  R.  Van  Hise  (A  treatise  on  metaznorphlsm:  Mon.  U.  8.  Oeol.  Survey,  vol.  47,  lfi04,  p.  940)  divides 
the  fediznontary  rocks  Into  65  per  oent  shales,  including  all  pelites  and  peephites,  30  per  cent  sandstones, 
and  5  per  oent  limestones.  W.  J.  Mead  (Jour.  Geology,  vol.  15, 1907,  p.  238),  by  a  graphic  process,  dis- 
trlbotes  the  sedlmentaries  intp  90  per  pmt  shales,  11  per  cent  sandstones,  and  9  per  oent  limestones. 
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Average  compotitiion  of  the  lUhosphere, 


Igneous 
(O6pero0nt). 


Shale 
(4  per  cent). 


(0.75  per 
cent). 


IJznestone 

(0.25  per 

cent). 


Weighted 
ftTecage. 


SiO,... 
AlA- 

MgO.. 
CaO.. 
Na.0.. 
KaO... 
HoO... 
Tib,.. 
ZrOj... 
CO,... 

l6::. 

SO,... 
CI..... 

F 

BaO.. 
SrO... 
MnO.. 
NiO... 
Cr,0„. 
V,0,.. 
Li,0.. 
C 


59.93 

14.97 

2.68 

3.42 

3.85 

4.78 

3.40 

2.99 

1.94 

.74 

.03 

.48 

.26 

.11 


58.10 
15.40 
4.02 
2.45 
2.44 
3.11 
1.30 
3.24 
5.00 
.65 


78.33 
4.77 
1.07 

.30 
1.16 
5.50 

.45 

1.31 

1.63 

•     .25 


5.19 
.81 
.54 


7.89 

42.57 

.05 

.33 

.77 
.06 


2.63 
.17 


5.03 
.08 


.64 


.07 


.06 
.10 
.11 
.04 
.10 
.03 
.05 
.02 
.01 


41.54 
.04 
.09 
.05 
.02 


.05 


.05 


.05 


.80 


59.85 

14.87 

2.63 

3.35 

3.77 

4.81 

3.29 

3.02 

2.05 

.73 

.03 

.70 

.25 

.10 

.02 

.06 

.10 

.10 

.04 

.09 

.03 

.05 

.02 

.01 

.03 


100.00 


100.00 


100.00 


100.00 


100.00 


The  final  average  differs  from  that  of  the  igneous  rocks  alone  only 
within  the  limits  of  uncertainty  due  to  experimental  errors  and  to  the 
assumptions  made  as  to  the  relative  proportions  of  the  sedimentaries. 
If  the  work  were  ideally  exact,  the  last  column  of  figures  should  dif- 
fer from  the  first  symmetrically,  being  higher  in  water  and  carbon 
dioxide  and  lower  in  all  other  constituents.  Lime  and  potash,  how- 
ever, show  small  gains,  which  are  abnormal  and  indicative  to  some 
extent  of  the  errors  above  mentioned.  It  is  possible  that  excessive 
weight  has  been  assigned  to  the  limestones,  but  on  that  theme  it  is 
hardly  worth  while  to  speculate.  The  values  chosen  for  the  sedi- 
ments are  approximations  only,  and  nothing  more  can  be  claimed  for 
them.  They  seem  to  be  near  the  truth — as  near  as  we  can  approach 
with  data  which  are  necessarily  imperfect — and  so  they  may  be 
allowed  to  stand  without  further  emendation. 

In  the  preceding  table  the  hygroscopic  water  of  the  igneous  rocks 
is  taken  into  account,  but  so  far  the  underground  waters  have  been 
neglected.  For  this  omission  the  hygroscopic  water  may  partly 
compensate,  but  the  subject  demands  a  little  closer  attention. 
Extravagant  estimates  of  the  quantity  of  underground  water  have 
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been  made,  based  upon  the  fact  that  all  rocks  are  more  or  less  porous.^ 
Van  Hise,  however,  has  shown  that  the  pore  spaces  below  a  depth  of 
6  miles  are  probably  closed  by  the  pressure  of  the  superincumbent 
strata;  a  consideration  which  must  not  be  ignored.  Van  Hise 
estimates  the  volume  of  the  underground  waters  to  a  depth  of  10,000 
meters  as  equal  to  that  of  a  sheet  covering  the  continental  areas  69 
metres  or  226  feet  deep.  Puller's  estimate  is  more  complete,  for  it 
involves  a  discussion  of  the  relative  quantities  pjid  average  porosities 
of  the  sedimentary  and  igneous  rocks,  and  he  concludes  that  th^ 
volume  of  subterranean  water  is  about  one  one-hundredth  that  of 
the  ocean.  In  either  case  the  quantity  of  water  is  negligible,  for, 
added  to  the  volume  of  the  hydrosphere  it  would  not  appreciably 
affect  the  final  computation.  The  proportion  of  water  in  known 
terrestrial  matter  would  be  increased  by  less  than  0.1  per  cent. 

With  the  data  now  before  us  we  are  in  a  position  to  compute  the 
relative  abundance  of  the  chemical  elements  in  all  known  terrestrial 
matter.  For  this  purpose,  the  composition  of  the  lithosphere  is 
restated  in  elementary  form^  with  an  arbitrary  allowance  of  0.5  per 
cent  for  all  the  elements  not  specifically  named.  As  for  the  atmos- 
phere^ 0.03  per  cent,  it  is  represented  in  the  final  results  as  if  it  were 
all  nitrogen;  an  exaggeration  which  allows  for  the  traces  of  nitrogen, 
rarely  determined,  that  are  present  in  the  rocks.*  The  mean  com- 
position of  the  Uthosphere,  the  hydrosphere  and  the  atmosphere, 
then,  is  as  follows: 


Average  compotition  of  known  terrestrial  matter. 

Lithosphere, 
93  per  cent. 

HytlrospheTOi 
7  per  cent. 

ATerace,  in- 
cluding 
atmosphere. 

Oxygen 

47.17 

28.00 

7.84 

4.44 

3.42 

2.27 

2.43 

2.49 

.23 

.44 

.19 

.06 

85.79 

49  85 

Silicon 

26  03 

Aluminum ......     x  r     

7.28 

Iron 

4  12 

Calcium 

.06 

.14 

1.14 

.04 

10.67 

3  18 

Mflgneerium 

2.11 

So<  inm . . r ....    

2.33 

PotfM^nnm ,  .  .     

2.33 

Hydrogen 

.97 

T^tftininm  r . , .     

41 

Carbon 

.002 
2.07 
.008 

.19 

Clilorine 

.20 

Bromine 

>  See  A.  Dekeae,  Bull.  Soc.  g6ol  France,  vol.  20, 1801,  p.  04;  J.  D.  Dana,  Mannal  of  geology,  4th  ed.,  1896,. 
p.  200;  W.  B.  Greenlee,  Am.  Geologist,  toI.  18,  1890,  p.  33;  O.  Keller,  Annales  des  mines,  0th  ser.,  vol. 
12, 1807,  p.  32;  C.  S.  SUchter,  Water-Supply  Paper  U.  8.  Geol.  Survey  No.  07, 1902,  p.  14;  T.  C.  Cham- 
berlin  and  R.  D.  Sallabury,  Geology,  vol.  1, 1904,  p.  200;  C.  R.  Van  Hiae,  A  treatise  on  metamorphism: 
Mon.  U.  8.  Geol.  Survey,  vol.  47,  1904,  p.  120;  M.  L.  Fuller,  Water-Supply  Paper  U.  B.  Geol.  Survey 
No.  160,  1906,  p.  80. 

>  See  A.  D.  Hall  and  N.  J.  H.  Miller  (Jour.  Agr.  SoL,  vol.  2,  p.  343),  on  nitrogen  in  unweatherod  sedi- 
mentary rocks.  From  0.04  to  0.107  per  cent  was  found.  H.  Brdmann  (Ber.  Beutsch.  chem.  Gesell.,  vol.  20, 
1806,  p.  1710)  found  traces  of  nitrogen  in  several  rare  minerals  from  pegmatite.  In  a  later  paper,  in  Arbeiten 
aof  den  Gebieten  der  Gross-Gasbidnstrie,  No.  1, 1000,  Erdmann  computes  that  each  square  meter  of  land, 
toadepth  of  15  kilometers,  contains  6  metric  tons  of  nitrogen.  The  total  amomit  of  nitrogen  in  the  rocks 
b  much  toss  than  that  In  the  atmosphere  alone. 

101381**— Bull.  491—11 3 
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Av0tag$  eompo$Stimi  of  kn&um  t^mthial  matter— Cfmtiwitd . 


Phoephonis 

Sulpnur 

Banum 

Manganese 

Strontium 

Nitrogen 

Fluonne 

All  other  elements. 


X«tfhO0|)lMl!9» 

03  per  cent. 


Hi^iMphen, 

7  per  ceiit. 


0.11 
.11 
.09 
.08 
.03 


.10 
.50 


100.00 


0.09 


a  10 

.10 
.09 
.08 
.03 
.03 
.10 
.47 


100.00 


100.00 


The  briefest  scrutiny  of  the  foregoing  tables  will  show  that  in 
the  lithosphere  the  lighter  elements  predominate  over  the  heavier. 
All  the  abundant  elements  fall  below  atomic  weight  56,  and  above 
that,  in  the  analyses  given  on  page  27,  only  nickel,  zirconium, 
strontium,  and  barium  appear.  The  heavy  metals,  as  a  rule,  occur 
in  apparently  trivial  quantities.  Since,  however,  the  mean  density 
of  the  earth  is  about  double  that  of  the  rocks  at  its  surface,  it  has 
sometimes  been  supposed  that  the  heavier  substances  may  be  con- 
centrated in  its  interior,  a  supposition  which  is  possibly  true,  but 
unprovable.  If  the  globe  is  similar  in  constitution  to  a  meteorite,  we 
should  expect  iron  and  nickel  to  be  abundant  in  its  mass  as  a  whole; 
but  this,  after  all,  is  nothing  more  than  a  suspicion.  One  fact  only 
seems  to  shed  a  clear  light  upon  the  problem.  A  mixture  of  all  the 
elements,  in  equal  proportions  by  weight  and  in  the  free  state, 
would  have  a  density  greater  than  that  of  the  earth.  Combination 
would  increase  the  density  of  the  mixture,  and  the  eflFect  of  internal 
pressure  would  make  it  greater  still.  It  is  therefore  plain  that  in 
the  earth  as  a  whole,  whatever  may  be  the  composition  or  condition 
of  its  interior,  the  lighter  elements  are  more  abundant  than  the 
denser.  Thus  far  we  can  go;  but  no  farther.  Of  the  actual  propor- 
tions we  know  nothing. 

THB   PERIODIC    CLASSIFICATION. 

Although  the  chemical  elements  are  analytically  distinct,  they  are 
by  no  means  unrelated.  On  the  contrary,  they  fall  into  a  number  of 
natural  groups;  and  within  each  one  of  these,  the  members  not  only 
form  similar  compounds,  but  also  exhibit,  as  a  rule,  a  regular  grada- 
tion of  properties.  This  relationship  has  led  to  an  important  gen- 
eralization— the  periodic  law,  or,  more  precisely,  the  periodic 
classification  of  the  elements;  and  in  its  light  some  of  their  associar 
tions  become  eiittremcly  suggestive. 

When  the  elements  are  tabulated  in  the  order  of  their  atomic  weights, 
the  periodicity  shown  in  the  following  scheme  at  once  becomes  evident : 
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In  each  vertical  column  the  elements  are  closely  allied,  forming 
the  natural  groups  to  which  reference  has  already  been  made.  The 
alkaline  metals;  the  series  calcium,  strontium,  and  barium;  the  car- 
bon group,  and  the  halogens  are  examples  of  this  regularity.  In 
other  words,  similar  elements  appear  at  regular  intervals  and  occupy 
similar  places.  If  we  follow  any  horizontal  line  of  the  table  from 
left  to  right,  a  progressive  change  of  valency  is  shown,  and  in  both 
directions  a  systematic  variation  of  properties  is  manifested.  Broadly 
stated,  the  properties  of  the  elements,  chemical  and  physical,  are 
periodic  functions  of  their  atomic  weights,  and  this  is  the  most  gen- 
eral expression  of  the  periodic  law.  At  certain  points  in  the  table 
gaps  are  left,  and  these  are  believed  to  correspond  to  unknown  ele- 
ments. For  three  of  the  spaces  which  were  vacant  when  Mendel6ef 
announced  the  law,  he  ventured  to  make  specific  predictions,  and  his 
prophesies  have  been  verified.  The  elements  scandium,  gallium,  and 
germanium  were  described  by  him  in  advance  of  their  actual  dis- 
covery, and  in  every  essential  particular  his  predictions  were  correct. 
Atomic  weights,  densities,  melting  points,  and  the  character  of  the 
compounds  which  the  metals  should  form  were  foretold,  and  in  each 
case  with  a  remarkable  approximation  to  accuracy.  This  power  of 
prevision  is  characteristic  of  all  valid  generahzations,  and  its  exhi- 
bition in  the  periodic  system  led  to  the  speedy  adoption  of  the  latter. 
Even  radium,  the  youngest  member  of  the  elementary  series,  falls 
into  its  proper  place  in  line  with  its  near  relative,  barium. 

An  elaborate  discussion  of  the  periodic  law  would  be  out  of  place 
in  a  memoir  of  this  kind,  and  its  details  must  be  sought  elsewhere.* 
Only  its  application  to  geochemistry  can  be  considered  now.  In  the 
first  place,  on  looking  at  the  table  vertically  it  is  noticeable  that 
members  of  the  same  elementary  group  are  commonly  associated  in 
nature.  That  is,  similar  elements  have  similar  properties,  form 
similar  compounds,  and  give  similar  reactions,  and  because  of  the 
conditions  last  mentioned  they  are  usually  deposited  together.  Thus 
the  platinum  metals  are  seldom  found  apart  from  one  another;  the 
rare  earths  are  invariably  associated;  chlorine,  bromine,  and  iodine 
occur  under  closely  analogous  circumstances ;  selenium  is  obtained 
from  native  sulphur;  cadmium  is  extracted  from  ores  of  zinc,  and 
so  on  through  a  long  list  of  regularities.  The  group  relations  govern 
many  of  the  associations  which  we  actually  observe,  although  they 
are  modified  by  the  conditions  which  influence  chemical  union.  Even 
here,  however,  regularities  are  still  apparent.  In  combination  unlike 
elements  seek  one  another,  and  yet  there  appears  to  be  a  preference 
for  neighbors  rather  than  for  substances  that  are  more  remote.     For 

>  See  especially  F.  P.  Venable,  Development  of  the  periodic  law,  Easton,  FennsylTanJa,  1896.  The  larger 
mannals  of  chemistry  all  discuss  the  law  somewhat  fully.  T.  CanieUey  (Ber.  Deutsoh.  chem.  Gesell., 
vol.  17,1884,  p.  2287)  has  especially  studied  the  hearings  of  the  periodic  law  on  theooourreooeof  theelemnti 
In  nature. 
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example^  silicon  follows  aluminum  in  the  order  of  atomic  weights, 
and  silicates  of  aluminum  are  by  far  the  most  abundant  minerals. 
The  next  element  in  order  is  phosphorus,  and  aluminum  phosphates 
are  more  common  and  more  numerous  than  the  precisely  similar  arse- 
nates. On  the  other  hand,  copper,  whose  atomic  weight  is  nearer 
that  of  arsenic,  oftener  forms  arsenates,  although  its  phosphates  are 
also  known.  An  even  more  striking  example  is  furnished  by  the 
compounds  of  the  elementaiy  series  oxygen,  sulphur,  selenium,  and 
tellurium.  Oxides  and  oxidized  salts  of  many  elements  are  found  in 
the  mineral  kingdom,  and  most  commonly  of  metals  having  low 
atomic  weights.  From  manganese  and  iron  upward,  sulphides  are 
abundant;  but  selenium  and  tellurium  are  more  often  united  with 
the  heavier  metals  silver,  mercuiy,  lead,  or  bismuth,  and  tellurium 
with  gold.  The  elements  of  high  atomic  weight  appear  to  seek  one 
another,  a  tendency  which  is  indicated  in  ndany  directions,  even 
though  it  can  not  be  stated  in  the  form  of  a  precise  law.  The  general 
rule  is  evident,  but  its  significance  is  not  so  clear. 

We  have  already  seen  that  the  most  abundant  elements  are  among 
those  of  relatively  low  atomic  weight,  and  this  observation  may  be 
verified  still  further.  In  general,  with  some  exceptions,  the  abun- 
dance of  an  element  within  a  group  depends  on  its  atomic  weight, 
but  not  in  a  distinctly  regular  manner.  For  instance,  in  the  alkaline 
series,  lithium  is  widely  diffused  in  small  quantities,  sodium  and  potas- 
sium are  very  abundant,  rubidium  is  scarce,  and  csesium  is  the  rarest 
of  all.  The  same  rule  holds  in  the  tetrad  group — carbon,  sihcon, 
titanium,  zirconium,  and  thorium,  and  in  the  halogens — fluorine, 
chlorine,  bromine,  and  iodine.  In  each  of  these  series  the  abundance 
increases  from  the  first  to  the  second  member  and  then  diminishes 
to  the  end.  In  the  oxygen  group,  however,  the  first  member  is  much 
the  most  abundant  and  after  that  a  steady  decrease  to  tellurium  is 
shown.  An  exception  to  the  rule  is  found  in  the  metals  of  the  alka- 
line earths,  for  strontium  is  less  abundant  than  barium,  at  least  so  far 
as  our  evidence  now  goes.  Other  exceptions  also  seem  to  exist,  but 
they  are  possibly  apparent  and  not  real.  In  the  light  of  better  data 
than  we  now  possess  the  anomalies  may  disappear.  Here  again  we 
are  dealing  with  an  evident  tendency  of  which  the  meaning  is  yet 
to  be  discovered.  That  the  abundance  and  associations  of  the  ele- 
ments are  connected  with  their  position  in  the  periodic  system  seems, 
however,  to  be  clear.  The  coincidences  are  many,  the  exceptions  are 
comparatively  few. 

'  So  much  for  the  chemical  side  of  the  question.  On  the  geological 
side  other  considerations  must  be  taken  into  account,  and  it  is  easily 
seen  that  the  periodic  law  covers  only  a  part  of  the  elementaiy  asso- 
ciations. Rocks  are  formed  from  magmas  in  which  many  and  com- 
plex reactions  are  possible  and  the  simpler  rules  governing  single 
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minerals  are  no  longer  directly  applicable.  Some  regularities,  how- 
ever, can  be  recognized,  and  certain  elements  are  in  a  sense  character- 
istic of  certain  kinds  of  rock.  In  the  summary  already  given  some  of 
these  regularities  are  indicated.  They  have  been  generalized  by 
J.  H.  L.  Vogt^  somewhat  as  follows:  In  the  highly  siliceous  rocks 
we  find  the  largest  proportions  of  the  alkalies,  of  the  rare  earths,  and 
of  the  elements  glucinum,  tungsten,  molybdenum,  uraniimi,  colum- 
bium,  tantaliun,  tin,  zirconiiun,  thorium,  boron,  and  fluorine.  The 
rocks  low  in  silica  are  richer  in  the  alkaline  earths,  and  in  magne- 
sium, iron,  manganese,  chromium,  nickel,  cobalt,  vanadium,  titanium^ 
phosphorus,  sulphur,  chlorine,  and  the  platinum  metals.  To  some 
extent,  of  course,  these  groups  overlap,  for  between  the  two  rock 
classes  no  definite  line  can  be  drawn.  But  the  minerals  of  the  rare 
earths,  with  the  columbo-tantalates,  tinstone,  beryl,  etc.,  seldom  if 
ever  occur  except  in  rocks  which  approach  the  granites  in  general 
composition;  whereas  chromium,  nickel,  and  the  platinum  metals  are 
most  commonly  associated  with  peridotites  or  serpentines.  For  these 
differences  in  distribution  no  complete  explanation  is  at  hand;  but 
they  are  probably  due  to  differences  of  solubility.  If  we  conceive  of 
a  mediosilicic  magma  in  process  of  differentiation  into  a  saUc  and  a 
femic  portion,  the  minor  constituents  will  evidently  tend  to  con- 
centrate, each  in  the  magmatic  fraction  in  which  it  is  most  soluble. 
Solubilities  of  this  order  are  yet  to  be  experimentally  studied. 

METEORITES. 

The  supposed  analogy  between  the  earth  as  a  whole  and  an  enor- 
mous meteorite  has  already  been  mentioned.  A  brief  statement  of 
the  chemical  nature  of  meteorites  is  therefore  not  out  of  place  here. 
All  known  meteorites  may  be  divided  into  three  classes — iron  meteor- 
ites, stony  meteorites;  and  carbonaceous  meteorites.  The  last  class, 
so  far  as  direct  observation  goes,  is  very  small,  and  need  not  be  con- 
sidered farther.  It  is  possible  that  carbonaceous  meteorites  may  be 
numerous  but  conmionly  consumed  before  reaching  the  surface  of  the 
earth,  a  supposition,  however,  which  can  only  be  entertained  as  a 
speculation.  The  two  principal  classes  of  meteorites  merge  into  one 
another,  so  that  we  have  irons,  stones,  and  all  sorts  of  intermediate 
mixtures.  The  irons  consist  mainly  of  iron  and  nickel,  with  variable 
and  minor  admixtures  of  graphite,  schreibersite,  troihte,  etc.  The 
terrestrial  nickel-iron  of  Ovifak  in  Greenland  resembles  meteoric  iron 
in  every  essential  particular.  It  is,  therefore,  often  mentioned,  as 
possibly  typical  of  the  material  which  forms  the  centrosphere. 

The  stony  meteorites  almost,  if  not  quite  invariably,  contain  dis- 
seminated particles  of  nickel-iron,  but  otherwise  are  analogous  to 

>  Zeitsch.  prakt.  Geologic,  1898,  p.  324.    H.  S.  Washington  (Trans.  Am.  Inst.  Mln.  Eng.,  vol.  39, 1900, 
p.  735)  has  made  a  rather  elaborate  study  of  the  distribution  of  the  oammonar  etemeots  with  referanoe  to 
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rocks  found  on  the  surface  of  the  earth.  They  are,  however,  not  like 
the  predominant  rocks  of  the  Uthosphere.  Their  average  composi- 
tion has  been  calculated  by  G.  P.  Merrill^  from  99  published  analyses 
of  stony  meteorites,  with  the  subjoined  results.  The  first  column  of 
figures  gives  the  actual  average;  the  second  is  recalculated  to  100  per 
cent  after  rejecting  the  admixed  nickel-iron,  sulphides  and  phosphides. 

Average  (x>mponti(m  of  sUmy  meteariUs. 


Fcnmd. 

Recalculsted. 

SiO, 

38.98 

2.75 

11.61 

16.54 

L77 

23.03 

.96 

.33 

.56 

.84 

1.32 

L85 

.11 

45.46 

ALO, : 

3.21 

Fe : 

FeO 

19.29 

CaO 

2.06 

MgO 

26.86 

Na-O 

1.11 

K-6 : 

.38 

MnO   

.65 

Chromite 

.98 

Ni,  Co 

S 

P 

100.64 

100.00 

From  this  computation  it  appears  that  the  stony  meteorites  have 
essentially  the  composition  of  a  peridotite,  and  are  quite  unlike  the 
rocks  which  make  up  the  great  mass  of  the  Uthosphere.  If,  therefore, 
the  earth  was  formed  by  an  aggregation  of  meteors,  as  some  writers 
have  supposed/  their  average  character  was  probably  not  that  of 
the  meteorites  known  to-day.  Quartz  and  feldspars  are  the  most 
abimdant  minerals  of  the  Uthosphere  as  we  know  it,  but  are  almost 
wanting  in  the  meteorites.  A  nucleus  of  iron  with  a  stony  crust 
could  hardly  be  formed  by  any  clashing  together  of  innumerable 
meteoritic  bodies;  if  the  earth  is  analogous  to  them  it  can  only  be  as  an 
independent,  mdividual  meteorite  of  quite  dissimilar  composition.* 

I  Am.  Jour.  Sci.,  4th  ser.,  vol.  27,  ig09,  p.  469.  See  also  W.  A.  Wahl,  Zeitachr.  anorg.  Chemie,  vol.  69, 1910, 
p.  £2. 

1  For  a  critical  discussion  of  hypotheses  relative  to  the  nature  and  tempeirature  of  the  oentrosphere  see 
H.  ThJene,  Temperatur  und  Zustand  des  Erdinnem,  Jena,  1907.  Thiene  gives  many  referenoes  to  litera* 
ture.  See  also  E .  H.  L.  Schwarz,  South  African  Jour.  Soi.,  April,  1910.  Sohwarc  advocates  a  solid  nucleus 
of  the  earth  and  assigns  to  it  a  low  temperature. 
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CHAPTER  IL 


THE  ATMOSPHERE. 
COMPOSITION"    OF   THE   ATMOSPHjcAE. 

The  outer,  gaseous  envelope  of  our  globe — ^the  atmosphere — ^is  com- 
monly regarded  as  rather  simple  in  its  constitution,  iCnd  indeed  so  it 
is,  in  comparison  with  the  complexity  of  the  ocean  and  the  soUd  rocks 
beneath.  Broadly  considered,  it  consists  of  three  chief  constituents — 
namely,  oxygen,  nitrogen,  and  argon — commingled  with  various 
other  substances  in  relatively  small  amounts,  which  may  be  classed, 
with  some  exceptions,  as  impurities.  The  three  essential  elements  of 
air  are  mixed,  but  not  combined;  and  they  vary  but  little  in  their 
proportions.  They  constitute  what  may  be  called  normal  or  average 
air.  I  am  indebted  to  Sir  WiUiam  Ramsay  for  the  following  percent- 
age estimate  of  their  relative  quantities. 


T?ie  principal  corutituents  of  the  atmosphere. 


Oxygen. 
Nitrogen 
Aigon... 


By  weight    By  volmne. 


23.024 

75.  539 

1.437 


100.000 


20.941 

78.122 

.937 


100.000 


With  the  argon  occur  certain  rare  gases  whose  proportions  Ramsay 
estimates  as  follows:* 

Per  cent  by  volume. 

Krypton 0. 028 

Xenon 005 

Helium 1 0004 

Neon 0123 

These  gases,  with  argon,  are  absolutely  inert;  and  as  they  seem  to 
have  little  geological  significance  they  demand  no  further  considera- 
tion here.^ 

In  addition  to  the  elements  enumerated  above,  ordinary  air  con- 
tains, in  varying  quantities,  aqueous  vapor,  hydrogen  dioxide,  ozone, 
carbon  dioxide,  ammonia  and  other  compounds  of  nitrogen,  sometimes 

1  Proc.  Roy.  Soc,  vol.  80A.  1906,  p.  699.    See  also  papers  by  O.  Claude,  Compt.  Rend.,  vol.  14S,  1909, 
•p.  1454,  and  H.  E.  Watson,  Jour.  Chem.  Soc.,  vol.  97, 1910,  p.  810. 
*  Helium,  as  the  end  product  of  zadloactive  chaoges,  may  dBmand  ■omeattantion  later. 

40 

Digitized  by  VnOOQ IC 


THB  ATMOSPHERE. 


41 


siilphuT,  traces  of  hydrogen,  oi^anic  matter,  and  suspended  solids; 
and  among  these  substances  some  of  the  most  active  agents  in  produc- 
ing geological  changes  are  found.  It  will  be  advantageous  to  consider 
them  separately  and  somewhat  in  detail;  and  in  so  doing  we  shall  see 
that  they  all  form  part  of  a  great  system  of  circulation  in  which  the 
atmosphere  is  adding  matter  to  the  soUd  globe  and  receiving  matter 
from  it  in  return.  Between  these  gains  and  losses  no  balance  can  be 
struck,  and  yet  certain  tendencies  appear  to  be  distinctly  manifested. 
In  a  roughly  approximate  way  it  is  often  said  that  air  consists  of 
four-fifths  nitrogen  and  one-fifth  oxygen,  and  this  is  nearly  true. 
The  proportions  of  the  two  gases  are  almost  constant,  but  not  abso- 
lutely so;  for  the  innumerable  analyses  of  air  reveal  variations  larger 
than  can  be  ascribed  to  experimental  errors.  A  few  of  the  better 
determinations  are  given  in  the  subjoined  table,  stated  in  percentages 
by  volume  of  oxygen.  They  refer,  of  course,  to  air  dried  and  freed 
from  all  extraneous  substances. 

Determinations  of  oxygen  in  aitf  in  percentage  by  volume. 


Anaiyst 

Locality  of  samples. 

Number 

of 
amayses. 

Iffnfn^Tiin- 

ICeao. 

v.  R^naulto 

R.  W.  Bunaeno 

R.  Angus  Smith  a. . . 
Do 

Paris 

100 
28 
32 
34 

45 
46 
41 
28 
20 

45 

20.913 
20.840 
20.78 
20.80 

20.901 
20.877 

20.999 
20.970 
21.02 
21.18 

20.939 
20.971 
21.00 

20.960 

Heidelberg 

Manchester 1 

MoimtainB  of  Scot- 
land. 

Near  Bonn 

Dresden 

20.924 
20.  943 
20.970 

U.  Rreuslerft 

W.  Hempelc 

W.  Hempeld 

Do.. 

20.922 
20.930 

Tromsoe 

20.92 

Para 

20.86 
20,72 

20.90 

20  89 

A. Mnnt^,  and  K  An-  ^ 

Cape  Horn 

20.97 
20.95 

20.864 

bin.« 
E.W.Morley/ 

Cleveland,  Ohio — 

20.933 

o  See  R.  Angus  Smith's  excellent  book,  Air  and  rain,  London,  1872.    This  work  oontains  hundreds  of 
other  analyses, 
fr  Ber.  Deutsch.  chem.  OeseU.,  vol.  20, 1887,  p.  991. 
c  Idem,  vol.  18, 1885,  p.  1800. 
d  Idem,  TOL  20. 1887.  p.  1864. 
«  Compt.  Rend.,  yol.  102, 1886,  p.  422. 
/  Cited  by  Hempel  in  Ber.  Deutsch.  chem.  OeseU.,  vol.  20, 1887,  p.  1864. 

Some  of  these  yariations  are  doubtless  due  to  different  methods 
of  determination,  but  others  can  not  be  so  interpreted.  Hempel, 
comparing  his  analyses  of  air  from  Tromsoe,  Norway,  and  Para, 
Brazil,  infers  that  the  atmosphere  is  sUghtly  richer  in  oxygen  near 
the  poles  than  at  the  equator,  an  inference  that  would  seem  to  need 
additional  data  before  it  can  be  regarded  as  established.  The  most 
significant  variation  of  all,  however,  has  been  pointed  out  by  E.  W. 
Iforley.*     As  oxygen  is  heavier  than  nitrogen,  it  has  been  supposed 

I  Am.  Jour.  Scl.,  3d  ser.,  vol.  18, 1879,  p.  168;  vol.  22, 1881,  p.  417.  For  the  distribution  of  the  different 
gbaes  In  the  atmosphere  aooordlng  to  elevation  see  W.  J.  Humphreys,  Bull.  Mount  Weather  Observatory, 
TOl.  2, 1900,  p.  68. 
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that  the  upper  regions  of  the  atmosphere  should  show  a  small  defi- 
ciency in  oxygen,  as  compared  with  air  from  lower  levels;  although 
analyses  of  samples  collected  on  mountain  tops  and  from  balloons 
have  not  borne  out  this  suspicion.  It  is  also  supposed  that  severe 
depressions  of  temperature,  the  so-<;alled  ''cold  waves/'  are  con- 
nected with  descents  of  air  from  very  great  elevations.  Morley's 
analyses,  conducted  daily  from  January,  1880,  to  April,  1881,  at 
Hudson,  Ohio,  sustain  this  belief.  Every  cold  wave  was  attended  by 
a  deficiency  of  oxygen,  the  determinations,  by  volume,  ranging  from 
20.867  to  21.006  per  cent,  a  dijQPerence  far  greater  than  could  be 
attributed  to  errors  of  measurement.  Air  taken  at  the  surface  of 
the  earth  seems  to  show  a  very  small  concentration  of  the  denser 
gas,  oxygen. 

By  electrical  discharges  in  the  atmosphere  some  oxygen  is  probably 
converted  into  its  allotropic  modification — ozone;  although  this  point 
is  not  absolutely  estabUshed.  Hydrogen  dioxide  is  formed  in  the 
same  way,  and  also  oxides  of  nitrogen,  and  between  these  substances, 
in  minute  traces,  it  is  not  easy  to  discriminate.  They  all  act  upon 
the  usual  reagent,  iodized  starch  paper,  and  therefore  the  identifica- 
tion of  ozone  remains  somewhat  uncertain,  at  least  so  far  as  ordi- 
nary chemical  tests  have  gone.  It  is  known,  however,  that  the  ultra- 
violet rays  in  the  solar  radiations  so  act  upon  cold  dry  oxygen  as  to 
convert  part  of  it  into  ozone.  This  apparently  takes  place  in  the 
upper,  drier,  and  rarefied  strata  of  the  atmosphere,  as  shown  by 
absorption  bands  in  the  solar  spectrum.*  Both  ozone  and  hydrogen 
dioxide  are  powerful  oxidizing  agents,  and  either  or  both  of  them 
play  some  part  in  transforming  organic  matter,  suspended  in  the  air, 
into  carbon  dioxide,  water,  and  probably  ammoniimi  nitrate;  but  the 
magnitude  of  the  changes  thus  brought  about  can  not  be  estimated 
with  any  degree  of  definiteness.  Ozone  is  also  a  powerful  absorbent 
of  solar  radiations,  and  may  possibly  exert  some  influence  in  modi- 
fying terrestrial  climates.  Its  generation  by  auroral  discharges  as 
well  as  by  ultra-violet  rays  is  considered  in  this  connection  by 
Humphreys. 

Wherever  animals  breathe  or  fire  bums  oxygen  is  being  withdrawn 
from  the  air  and  locked  up  in  compounds.  By  growing  plants,  under 
the  influence  of  sunlight,  one  of  these  compounds,  carbon  dioxide,  is 
decomposed  and  oxygen  is  liberated;  but  the  losses  exceed  the  gains. 
So  also,  when  the  weathering  of  a  rock  involves  the  change  of  fer- 
rous into  ferric  compounds  oxygen  is  absorbed,  and  only  a  portion  of 
it  is  ever  again  released.    The  atmosphere,  then,  is  slowly  being 

I  See  W.  J.  HumphreyB,  Astrophys.  Jour.,  yoi.  32, 1910,  p.  07,  and  authorities  cited  by  htm.  Also  Henrlet 
and  Bonyssy,  Compt.  Rend.,  vol.  147, 1006,  p.  077.  Aooording  to  W.  Hayhurst  and  J.  N.  Pring  (Jour- 
Cham.  Soc,  vol.  07, 1010,  p.  868)  the  osone  in  the  atmosphere  amounts  to  less  than  one  part  in  four  thousand 

tn|lHnn^. 
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depleted  of  its  oxygen,  but  so  slowlj,  that  no  chemical  test  is  ever 
likely  to  detect  the  change. 

The  nitrogen  of  the  atmosphere  varies  reciprocally  with  the  oxy- 
gen, the  one  gaining  relatively  as  the  other  loses.  But  here  again 
special  variations  need  to  be  considered.  By  electrical  discharges, 
as  we  have  already  seen,  oxides  of  nitrogen  are  produced,  yielding 
with  the  moisture  of  the  air  nitric  and  nitrous  acids.  Through  the 
agency  of  microbes  certain  plants  withdraw  nitrogen  directly  from 
the  air  and  thus  remove  it  temporarily  from  atmospheric  circulation. 
By  the  decay  or  combustion  of  organic  matter  some  of  this  nitrogen 
is  returned,  partly  in  the  free  state  and  partly  in  gaseous  combina- 
tions. The  significance  of  these  changes  will  be  more  clearly  seen 
when  we  consider  the  subject  of  rain.  It  is  enough  to  note  here  that 
all  the  nitrogen  of  organic  matter  came  originally  from  the  atmos- 
phere, and  that  at  the  same  time  a  larger  quantity  of  oxygen  was 
also  removed.  The  relative  proportions  of  the  two  gases  are  evidently 
undergoing  continuous  modification. 

According  to  Armand  Gautier*  free  hydrogen  is  present  in  the 
atmosphere,  together  with  other  combustible  gases.  Air  collected 
at  the  Roches-Douvres  lighthouse,  off  the  coast  of  Brittany,  yielded 
1.21  milligrams  of  hydrogen  in  100  liters.  Air  from  the  streets  of 
Paris  was  found  to  contain  the  following  substances,  in  cubic  centi- 
meters per  100  liters: 

Free  hydrogen 19.4 

Methane 12.1 

Benzene  and  its  homologues 1.  7 

Carbonic  oxide,  with  traces  of  olefines  and  acetylenes 2 

In  short,  air,  according  to  Oautier,  contains  by  volume  about  1  part 
in  5,000  of  free  hydrogen,  although  Rayleigh's  *  experiments  on  the 
same  subject  would  indicate  that  this  estimate  is  at  least  six  times 
too  large.  It  is  known,  however,  that  hydrogen  is  emitted  by  vol- 
canoes in  considerable  quantities,  and  Oautier  has  extracted  the  gas 
from  granite  and  other  rocks.  One  hundred  grams  of  granite  gave 
him  134.61  cubic  centimeters  of  hydrogen,  with  other  gases,  and  from 
this  fact  important  inferences  can  be  drawn.  At  the  proper  point, 
farther  on,  this  subject  will  be  discussed  more  fully.  As  for  the 
hydrocarbons,  their  chief  source  is  doubtless  to  be  found  in  the 
decomposition  of  oi^anic  matter,  methane  or  marsh  gas  in  particular 
being  clearly  recognized  among  the  exhalations  from  swamps. 
According  to  H.  Henriet,"  formaldehyde  exists  in  the  atmosphere  in 


I  chlm.  phys.,  7th  aer.,  vol.  22, 1901,  p.  5. 

*  PiiJL  Mag.,  6th  set.,  vol.  3, 1002,  p.  416.  See  also  a  criticism  hy  A.  Leduc,  Compt.  Rend.,  vol.  135, 1902, 
p.  W>;  and  replies  to  RayieJgh  and  Lednc  by  Oautier,  Idem,  vol.  135,  p  1025;  vol.  136,  p.  21.  Also  a  paper 
bj  G.  D.  LJveing  and  J.  Dewar,  Proc.  Roy.  Soc.,  vol.  67, 1900,  p.  468.  Q.  Claude  (Compt.  Rend.,  vol.  148, 
1S09,  p.  1454)  ibund  less  than  one  part  per  million  of  hydrogen  in  air. 

SGompt.  R«nd.,  vol.  138, 1904,  pp.  203, 1272. 
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quantities  ranging  from  2  to  6  grams  in  100  cubic  meters.  Bodies 
of  this  class  are  impurities  in  the  atmosphere,  and  should  not  be 
reckoned  among  its  normal  constituents. 

Sulphur  compounds,  which  are  also  contaminations  of  the  atmos- 
phere, occur  in  air  in  variable  quantities.  Hydrogen  sulphide  is 
a  product  of  putrefaction,  but  it  is  also  given  oflF  by  volcanoes, 
together  with  sulphur  dioxide.  The  latter  substance  is  also  pro- 
duced by  the  combustion  of  coal,  and  is  therefore  abundant  in  the 
air  of  manufacturing  districts.  At  Lille,  for  example,  A.  Ladureau  ^ 
found  1.8  cubic  centimeters  of  SO,  in  a  cubic  meter  of  air.  It  under- 
goes rapid  oxidation  in  presence  of  moisture,  being  converted  into 
sulphuric  acid,  and  that  compound,  either  free  or  represented  by 
ammonium  sulphate,  is  brought  back  to  the  surface  of  the  earth  by 
rain.  In  experiments  running  over  five  years  at  Rothamsted, 
England,  R.  Warington^  found  that  the  equivalent  of  17.26  pounds 
of  SO,  was  annually  poured  upon  each  acre  of  land  at  that  station. 
Quantities  of  this  order  can  not  be  ignored  in  any  study  of  chemical 
erosion. 

One  of  the  most  constant  and  most  important  of  the  accessory 
constituents  of  air  is  carbon  dioxide.  It  is  normally  present  to  the 
extent  of  about  3  volumes  in  10,000,  with  moderate  variations  above 
and  below  that  figure.  In  towns  its  proportion  is  higher;  in  the  open 
country  it  is  slightly  lower;  but  the  agitation  of  winds  and  atmos- 
pheric currents  prevent  its  excessive  accumulation  at  any  point. 
Only  a  few  illustrations  of  its  quantity  need  be  given  here,'  abnormal 
extremes  being  avoided. 

Determinations  of  carbon  dioxide  in  air. 


Analyst. 

Locality. 

Number  of  de- 
tonniiiatioDS. 

COi  (volumes 
perlO,OOOofalr). 

J.  Reiset  o 

Paris 

3.027 

Do 

Near  Dienne 

92 
18 

525 
46 

2  942 

T.   C.   Van  Ntiys  and  B.   P. 

A.  Petermann  and  J.  Graftiau  c. . 
E.  A.  Letts  and  R.  F.  Blake  ^^ ... 

Bloomingt^n,  Indiana  . . 

Gembloux,  Belgium 

Belfeat 

2.816 

2.94 
2.91 

oCompt.  Rend.,  vol.  88, 1879,  p.  1007. 

f>  Am.  Chem.  Jour.,  vol.  9, 1887,  p.  64. 

c  Cited  by  Letts  and  Blake. 

dScI.  Proc.  Roy.  Dublin  Soc.,  vol.  9,  pt.  2, 1900,  pp.  107-270. 


^  Annales  chim.  phys.,  5th  ser.,  vol.  29, 1883,  p.  427. 

>  Jour.  Chem.  Soc.,  vol.  51, 1887,  p.  500.  A  later  figure  gives  17.41  pounds.  See  N.  H.  J.  Miller,  Jour. 
Agr.  Sci.,  vol.  1, 1905,  p.  292.  Miller  cites  data  from  Catania,  Sicily,  giving  20.89  pounds.  O.  Gray  (Rept. 
Australasian  Assoc.  Adv.  Sci.,  vol.  1, 1888,  p.  138)  foimd  15.2  pounds  per  acre  per  annum  in  4^  years'  obser- 
vations at  Lincoln,  New  Zealand. 

*  Very  elaborate  data  are  given  in  R.  Angus  Smith's  Air  and  rain,  to  which  reference  has  already  been 
made.  See  also  the  excellent  paper  by  E.  A.  Letts  and  R.  F.  Blake,  Sci.  Proc.  Roy.  Dublin  Soc..  vol.  9, 
pt.  2, 1900,  pp.  107-270.  The  latter  memoir  contains  a  summary  of  all  the  determinations  previously  made 
with  a  very  thorough  bibliography  of  the  subject. 
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At  3  parts  in  10,000  the  carbon  dioxide  in  the  atmosphere  amounts 
to  about  2,200,000,000,000  tons,  equivalent  to  600,000,000,000  tons 
of  carbon.  * 

Thousands  of  other  determinations  having  meteorological,  sanitary, 
or  agricultural  problems  in  view  are  recorded,  but  their  discussion 
does  not  fall  within  the  scope  of  this  work.^  That  in  general  terms 
the  proportion  of  carbon  dioxide  in  the  atmosphere  is  very  nearly 
uniform  is  the  point  that  concerns  us  now.  How  is  this  apparent 
constancy  maintained  ? 

From  several  sources  carbon  dioxide  is  being  added  to  the  air. 
The  combustion  of  fuels,  the  respiration  of  animals,  and  the  decay  of 
organic  matter  all  generate  this  gas.  From  mineral  springs  and  vol- 
canoes it  is  evolved  in  enormous  quantities.  According  to  J.  B. 
Boussingault,'  Cotopaxi  alone  emits  more  carbon  dioxide  annually 
than  is  generated  by  Ufe  and  combustion  in  a  city  hke  Paris,  which  in 
1844  threw  into  the  air  daily  almost  3,000,000  cubic  meters  of  the  gas. 
Since  that  time  the  population  of  Paris  has  more  than  doubled,  and 
the  estimate  must  be  corr^pondingly  increased.  The  annual  con- 
sumption of  coal,  estimated  by  A.  Krogh*  at  700,000,000  tons  in 
1902,  adds  yearly  to  the  atmosphere  about  one-thousandth  of  its 
present  content  in  carbon  dioxide.  In  a  thousand  years,  then,  if  the 
rate  were  constant  and  no  disturbing  factors  interfered,  the  amount 
of  CO,  in  the  atmosphere  would  be  doubled.  If  we  take  into  account 
the  combustion  of  fuels  other  than  coal  and  the  lai^e  additions  to  the 
atmosphere  from  the  sources  previously  mentioned  the  result  becomes 
still  more  startling.  Were  there  no  counterbalancing  of  this  increase 
in  atmospheric  carbon,  animal  life  would  soon  become  impossible 
upon  our  planet.  Figures  Kke  those  given  above  convey  some  faint 
notion  of  the  magnitude  of  the  chemical  processes  now  under  con- 
sideration. 

On  the  other  side  of  the  account  two  large  factors  are  to  be  con- 
sidered— first,  the  decomposition  of  carbon  dioxide  by  plants,  with 
liberation  of  oxygen;  and  second,  the  consumption  of  carbon  dioxide 
in  the  weathering  of  rocks.  To  neither  of  these  factors  can  any 
precise  valuation  be  given,  although  various  writers  have  attempted 
to  estimate  their  magnitude.     E.  H.  Cook,*  for  instance,  from  very 

lA.  Krogii  (MiBddelelser  om  Oraeolaad,  vol.  a6»  1004,  p.  410)  estJmateB  the  total  COs  in  the  atmoephere 
at  2.4X10^'  tons.  Van  Htoe  (Mon.  U.  S.  Geol.  Survey,  vol.  47,  1004,  p.  064)  and  Dittmar  (Challenger 
Report,  vol.  1,  pt.  3,  p.  054)  give  flgnres  of  the  same  order.  Chamberlin  (Jour.  Geology,  vol.  7, 1809,  p.  6S2) 
makes  a  somewhat  higher  estimate. 

s  For  example,  E.  L.  Moss  (Froc.  Roy.  Dublin  Soc.,  2d  ser.,  vol.  2, 1878,  p.  34)  found  that  Arctic  air  to 
richer  in  carbon  dioxide  than  the  air  of  England.  In  air  from  Greenland  A.  Ejt>gh  (Meddelelser  om  Groen- 
land,  vol.  28, 1004,  p.  400)  found  the  proportion  of  carbon  dioxide  to  vary- from  2.5  up  to  7  parts  hi  10,000. 
The  proportloii  determined  by  R.  Legendre  (Ompt.  Rend.,  vol.  143,  1006,  p.  526)  in  ocean  afa-  was  3.35 
in  10.000. 

<Annales  ohim.  phys.,  3d  ser.,  vol.  10, 1844,  p.  456. 

4  Loc.  oft.    The  present  coosumptlan  of  coal  exceeds  1,000,000,000  tons.    Krogh's  figures  should  be  oorro- 
spondingiy  modified. 
'  Phil.  Ma^.,  5th  ser.,  vol.  14, 1882,  p.  887. 
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uncertain  data,  computes  that  leaf  action  alone  more  than  compen- 
sates for  the  production  of  carbon  dioxide;  and  that  without  such 
compensation  the  quantity  present  in  the  air  would  double  in  about 
one  hundred  years.  Some  of  the  carbon  dioxide  thus  absorbed  is 
annually  returned  to  the  atmosphere  by  the  autumnal  decay  of  leaves, 
but  part  of  it  is  permanently  withdrawn.  T.  Sterry  Hunt  *  illus- 
trates the  effect  of  weathering  by  the  statement  that  the  production 
from  orthoclase  of  a  layer  of  kaolin,  500  meters  thick  and  completely 
enveloping  the  globe,  would  consume  21  times  the  amount  of  carbon 
dioxide  now  present  in  the  atmosphere.  He  also  computes  that  a 
similar  shell  of  pure  carbon,  of  density  1.26  and  0.7  meter  in  thick- 
ness, would  require  for  its  combustion  all  the  oxygen  of  the  air. 
Such  estimates  may  have  slight  numerical  value,  but  they  serve 
to  show  how  vast  and  how  important  the  proccysses  under  considera- 
tion really  are.  The  carbon  of  the  coal  measures  and  of  the  sedi- 
mentary rocks  has  all  been  drawn,  directly  or  indirectly,  from  the 
atmosphere.  Soluble  carbonates,  produced  by  weathering,  are 
washed  into  the  ocean,  and  are  there  transformed  into  sediments, 
into  shells,  or  into  coral  reefs;  but  the  atmosphere  was  the  source 
from  which  all  or  nearly  all  of  the  carbon  thus  stored  away  was  taken. 
The  carbon  of  the  sedimentary  rocks,  as  computed  with  the  aid  of 
data  given  in  the  preceding  chapter,  is  about  30,000  times  as  much 
as  is  now  contained  in  the  atmosphere.  T.  C.  Chamberiin  ^  estimates 
that  the  amount  of  carbon  dioxide  annually  withdrawn  from  the 
atmosphere  is  1,620,000,000  tons,  but  the  method  by  which  this 
figure  was  obtained  is  not  cleariy  stated.  In  calculations  of  this 
sort  there  is  a  certain  fascination,  but  their  chief  merit  septus  to  lie 
in  their  suggestivenees. 

THE  RELATIONS  OF  CARBON  DIOXIDE  TO  CMMATE. 

From  a  geological  standpoint  the  carbon  dioxide  of  the  air  has  a 
twofold  significance — ^first,  as  a  weathering  agent,  and  second,  as  a 
regulator  of  climate*  The  subject  of  weathering  will  receive  due 
consideration  later;  but  the  climatic  value  of  atmospheric  carbon 
may  properly  be  mentioned  now.  Both  carbon  dioxide  and  aqueous 
vapor  serve  as  selective  absorbents  for  the  solar  rays,  and,  by  blanket- 
ing the  earth,  they  help  to  avert  excessive  changes  of  temperature. 
On  the  physical  side,  and  as  regards  carbon  dioxide,  this  question  has 
been  discussed  by  S.  Arrhenius,*  who  argues  that  if  the  quantity  of 
the  gas  in  the  atmosphere  were  increased  about  threefold,  the  mean 
temperature  of  the  Arctic  regions  would  rise  8®  or  9**.  A  correspond- 
ing loss  of  carbon  dioxide  would  lead  to  a  lowering  of  temperature; 
and  in  variations  of  this  kind  we  may  find  an  explanation  of  the 
alterations  of  climate  which  have  undoubtedly  occurred.    The  glacial 

1  Am.  Jour.  Sci.,  3d  ser.,  vol.  19, 1880,  p.  349. 

s  Jour.  Geology,  vol.  7, 1899,  p.  682. 

•  PhiL  liag.,  5th  ser.,  vol.  41, 1896»  p.  287.   JkanalflO  d.  Physlk,  4th  ser.,  vol.  4, 1901,  p.  600. 
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penod,  for  example,  may  have  been  due  to  a  loss  of  carbon  dioxide 
from  the  atmosphere.  To  account  for  such  gains  and  losses,  Arrhe- 
nius  cites  with  great  fullness  the  work  of  A.  G.  Hogbom,  who  regards 
volcanoes  as  the  chief  source  of  supply.  Just  as  individual  volca- 
noes vary  in  activity  from  quietude  to  violence,  so  the  volcanic 
activity  of  the  globe  has  varied  from  time  to  time.  During  periods 
of  great  energy  the  carbon  dioxide  of  the  air  would  be  abundant;  at 
other  times  its  quantity  would  be  smaller.  Hogbom  estimates  that 
the  total  carbon  of  the  atmosphere  would  form  a  layer  1  millimeter 
thick,  enveloping  the  entire  globe.  The  quantity  of  carbon  in  living 
matter  he  regards  as  being  of  the  same  order,  neither  many  fold 
greater  nor  many  fold  less.  The  combustion  of  coal  he  reckons  as 
about  balancing  the  losses  of  the  atmosphere  by  weathering;  and  in 
this  way  he  reaches  his  conclusLon  that  volcanic  action  is  the  im* 
portant  factor  of  the  problem. 

This  theory  of  Arrhenius  has  been,  however,  a  subject  of  much 
controversy.  It  was  strongly  endorsed  by  F.  Freeh,*  who  has 
attempted  by  means  of  it  to  account  for  glacial  periods.  E.  Kayser,^ 
on  the  other  hand,  has  attempted  to  prove  that  the  views  of  Arr- 
henius are  untenable,  on  the  ground  of  K.  J.  Angstrom's'  physical 
researches.  Angstrdm  has  shown  that  carbon  dioxide  in  the  atmos- 
phere can  not  possibly  absorb  more  than  16  per  cent  of  the  terres- 
trial radiations^  and  that  variations  in  its  amount  are  of  very  small 
effect.  Furthermore,  C.  G.  Abbot  and  F.  E.  Fowle*  have  shown 
that  aqueous  vapor  is  present  in  the  atmosphere  in  quantities  so 
lai^e  as  to  make  the  climatic  sigmficance  of  carbon  dioxide  negU- 
gible.  The  principal  absorbent  of  terrestrial  radiations  is  the  vapor 
of  water.  Whether  the  theory  of  Arrhenius  is  in  harmony  with  the 
facts  of  historical  geology — that  is,  whether  periods  of  volcanic 
activity  have  coincided  with  warmer  climates,  and  a  slackening  of 
activity  with  lowering  of  temperature — ^is  also  in  dispute.  Appar- 
ently, the  controversy  is  not  yet  ended.* 

One  other  suggested  regulative  agency  remains  to  be  mentioned. 
The  ocean  is  a  vast  reservoir  of  carbon  dioxide,  which  is  partly  in 
solution  and  partly  combined.  Between  the  surface  of  the  sea  and 
the  atmosphere  there  is  a  continual  interchange,  each  one  sometimes 
losing  and  sometimes  gaining  gas.  Upon  this  fact  a  theory  of 
climatic  variations  has  been  founded,  and  in  another  chapter,  upon 
the  ocean,  it  will  be  stated  and  discussed. 

1  Z«itschr.  QeseU.  EnUxmde,  B«rllii,  voL  87,  1002,  pp.  611, 671;  idem,  1006,  p.  533.  NeoM  Jahrb.,  1006, 
Pt.a.p.74. 

«  Gntnlbl.  Itti.,  Qml  u.  Ptl.»  1006,  p.  663;  1000, 9^  «>0.   E^olndtf  by  Aahmtna,  idem,  1000,  p.  481. 

«  Amialen  d.  Phsrslk,  4th  ser.,  tdL  3, 1000^  p.  730;  vol.  6,  IWL,  p.  163.  AagvtrOm  himaalXoritloiieB  Axr- 
hcotes. 

« Amnb  AatxopDyn.  Obaerr.,  vol.  2, 1006,  pp.  173, 178. 

i  On  the  geologic  side  of  the  question  tee  Ka^nr,  loe.  oK.,  and  Lehrbnoh  der  allgemelnen  Qeologie, 
3d  ed.,  1009,  PP-  Sl-SO.  Atoo  E.  Koken,  Neues  Jahrb.,  Pest  Band,  1007,  p.  flSO,  and  B.  Phillppi,  Cen- 
tralbJ.  Min.,  GeoL  o.  FaL,  1008»  p.  360.  The  papeis  referred  to  contain  many  other  references  to  litem- 
tore. 
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THE  DATA  OF  QEOCHEMISTET. 


RAINFAUi. 

Among  all  the  constituents  of  the  atmosj)herey  aqueous  vapor  is  the 
most  variable  in  amount  and  the  most  important  geologically.  It  is 
not  merely  a  solvent  and  disintegrator  of  rocks,  but  it  is  also  a  carrier, 
distributing  other  substances  and  making  them  more  active.  To  the 
circulation  of  atmospheric  moisture  we  owe  our  rivers,  and  through 
them  erosion  is  effected.  The  process  of  erosion  is  partly  chemical 
and  partly  mechanical,  and  the  two  modes  of  action  reenforce  each 
other.  By  flowing  streams  the  rocks  are  ground  to  sand,  and  so  new 
surfaces  are  exposed  to  chemical  attack.  On  the  other  hand,  chemical 
soLition  weakens  the  rocks  and  renders  them  easier  to  remove  mechan- 
ically. As  water  evaporates  from  the  surface  of  the  sea,  it  lifts,  by 
inclusion  in  vapory  vesicles,  great  quantities  of  saline  matter,  which 
are  afterwards  deposited  by  rainfall  upon  the  land.  It  is  through 
the  agency  of  rain  or  snow  that  the  atmosphere  produces  its  greatest 
geological  effects;  but  the  chemical  side  of  its  activity  is  all  that  con- 
cerns us  now.  Aqueous  vapor  dissolves  and  concentrates  the  other 
ingredients  of  air,  and  brings  them  to  the  ground  in  rain. 

In  one  sense  oxygen  is  the  most  active  of  the  atmospheric  gases,  but 
without  the  aid  of  moisture  its  effectiveness  is  small.  Perfectly  dry 
oxygen  is  comparatively  inert;  for  example,  phosphonis  bums  in  it 
slowly  and  without  flame,  but  the  merest  trace  of  water  giv«?  the  gas 
its  usual  activity.*  More  than  this  trace  is  always  present  in  the  air, 
and  when  it  condenses  to  ram  it  dissolves  oxygen,  nitrogen,  carbon 
dioxide,  and  other  gases.  Tliese  substances  differ  in  solubiUty,  and 
therefore  dissolved  air  contains  them  in  abnormal  proportions.  In 
air  extracted  from  rain  water,  Humboldt  and  Gay-Lussac  foimd 
31  per  cent  of  oxygen.  R.  W.  Bunsen,^  who  examined  air  from  rain 
water  at  different  temperatures,  gives  the  following  table  to  illustrate 
its  composition  by  volume: 

Composition  of  dissolved  air  at  different  temperatures. 


0*. 

5*. 

10*. 

16*. 

»•. 

N, 

63.20 

33.88 
2.92 

63.35 

33.97 

2.68 

63.49 

34.05 

2.46 

63.62 

34.12 

2.26 

63.69 

0, 

34.17 

CO...... 

2.14 

100.00 

100.00 

100.00 

100.00 

100.00 

In  air  from  sea  water  O.  Petterson  and  K.  Sond6n  ■  found  nearly 
34  per  cent  of  oxygen.  In  dissolved  air,  then,  and  especially  in  rain, 
oxygen  is  concentrated,  and  in  that  way  its  effectiveness  is  increased. 

I  See  H.  BreretoQ  Baker,  Proc.  Roy.  Soc.,  vcL  4S,  1888,  p,  1. 

s  Liebig's  AzuuUen,  vol.  08, 1855,  p.  48.    See  also  M.  Baumsrt,  idem,  toL  88, 1868,  p.  17,  for  eTideooe  of  tbe 
iame  order, 
s  Ber.  Deutach.  cbem.  GeseU.,  vol.  22, 1880,  p.  1480. 
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The  same  is  true  of  carbon  dioxide.     Rain  brings  it  to  the  surface  of 
the  earth,  where  its  eroding  power  comes  into  play. 

As  a  carrier  of  ammonia,  nitric  acid,  sulphuric  acid,  and  chlorine, 
rain  water  performs  a  function  of  the  highest  significance  to  agricul- 
ture, but  whose  geological  importance  has  not  been  generally  recog- 
nized. Rain  and  snow  collect  these  impurities  from  the  atmosphere, 
in  quantities  which  vary  with  local  conditions,  and  redistribute  them 
upon  the  soil.  Many  analyses  of  rain  water  have  therefore  been 
made,  not  only  at  agricultural  experiment  stations,  but  also  for  sani- 
tary purposes,  and  a  few  of  the  results  obtained  are  given  below.^ 
Figures  for  sulphuric  acid  have  already  been  cited.  The  values 
given  are  stated  in  pounds  per  acre  per  annum  brought  to  the  surface 
of  the  earth  at  the  several  stations  named.  For  nitrogen  compounds 
the  data  are  as  follows: 

Nitrogen  hrougJU  to  the  8wface  of  the  earth  by  rain, 
[Pounds  per  acre  per  annum.] 


Locality. 


Nltxogen. 


AnixnonJacaL 


Nitric. 


TotaL 


Remarks. 


Rothamfited,  England  <>. 
Rothanisted,  England  &. 

Near  Parish 

Caracas,  Venezuela** 

Gexnbloux,  Belgium  «. . . 

Barbados/ 

British  Guiana^ 

Kansas^ 

Utah* 


2.406 
2.71 


1,13 

©.'sie 


3.84 
8.93 


1.009 
1.006 
2.63 
5.06 


2.443 
1.886 
1.06 
0.356 


MisBiflsippii 

New  2k^Jand  * . 


9.20 

3.452 

3.541 

3.69 

5.42 

3.636 

2.08 


5  years'  average. 
1888-1901. 
j  11  years'  average. 

2i  years'  average. 
5  years'  average. 
20  years'  average. 
3  years*  average. 
3  years'  average. 
3  yoars '  average. 
4J  years 'average. 


oR.  Warington  Joor.  Chem.  Soc.,  vol.  51, 1887,  p.  500. 

ft  N.  H.  J.  Miller.  Joor.  Agr.  Sd.,  vol.  1, 1906.  p.  m  See  also  R.  Warington,  Jour.  Chem.  See.,  vol.  35, 
1889,  p.  537 ,  for  earUer  flguies.  Miller  gives  a  table  for  35  localities,  and  also  an  excellent  bibliography  of  the 
entire  subject  of  nitrogen,  sulphuric  acid,  and  chlorine  in  rain. 

c Albert  Levy,  Jour.  Chem.  Soc.,  vol.  56, 1889,  p.  299.    (Abstract.)    10.01  kilos  per  hectare. 

'A.  Muntz and  V.  Marcano,  Compt.  Rend.,  vol.  106, 1889,  p.  1062. 

c  A.  Petennann  and  J.  Oraftiau,  Jour.  Chem.  Boc.,  vol.  64, 1893.  abst  ii,  p.  548.    10.31  kilos  per  hectare. 

/J.  B.  Harrison  and  J.  WiUjams,  Jour.  Am.  Chem.  Soc.,  vol.  19, 1897,  p.  1. 

f  J.  B.  Harrison,  Rept.  Dept.  Sci.  and  Agr.,  British  Guiana,  1909-10.    For  earlier  figures  see  preceding 


*0.  H.  Failyer  and  C.  M.  Breese,  Second  Ann.  Rept  Ezper.  Sta.,  Kansas  Agr.  Coll.,  1889. 

<R.  W .  Erwin,  Fourth  Ann.  Rept.  Utah  Agr.  Coll.  Exper.  Sta^  1893. 

iHutdiinson,  Tenth  Ann.  Rept  Mississippi  Agr.  and  Mech.  Coll.  Exper.  Sta.,  1897.  See  also  Eighth 
Ann.  Rept. 

*G.  Gray,  Rept  Australasian  Assoc.  Adv.  Sci.,  vol.  1, 1888,  p.  138.  The  figures  include  some  albumi- 
noid nitrogen. 

In  most  cases  ammonia  is  in  excess  over  nitric  acid;  but  in  the 
Tropics  the  reverse  seems  to  be  true.  The  substance  actually  brought 
to  earth;  then,  is  in  great  part  ammonium  nitrate,  but  the  conditions 
are  modified  when  hydrochloric  or  sulphuric  acid  happens  to  be 
present  in  the  ail*.  A  large  part  of  the  combined  nitrogen  has  of 
course  been  added  to  the  atmosphere  by  organic  decomposition  at  the 
surface  of  the  earth;  but  some  of  it  is  due,  as  we  have  already  seen, 
to  electrical  discharges  during  thunderstorms.     The  geological  sig- 

1  For  the  dder  data  see  R.  Angus  Smith,  Air  and  rain,  London,  1872. 
lOlSSl**— Bull.  491—11 4 
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nificance  of  free  acids  in  rain  is  obvious,  for  it  means  an  increase  in 
the  eroding  power  of  water.  Furthermore,  in  this  circulation  of 
nitrogen  between  the  ground  and  the  air,  the  ground  gains  more 
than  it  loses.  All  of  the  nitrogen  thus  fixed  in  combination  is  not 
released  agam  to  the  atmosphere;  only  a  part  so  returns.^ 

The  figures  for  atmospheric  chlorine  are  even  more  surprising; 
but  they  represent  in  general  salt  raised  by  vapor  from  the  ocean. 
Where  chemical  industries  are  carried  on,  free  hydrochloric  acid  may 
enter  the  air,  and  some  hydrochloric  acid  is  also  evolved  from  volca- 
noes; but  these  are  minor  factors  of  Uttle  more  than  local  signif- 
icance. Chlorine  is  abundant  in  the  air  only  near  the  sea,  and  its 
proportion  rapidly  dimimshes  as  we  recede  from  the  coast.  This  is 
clearly  shown  by  the  ''chlorine  map"  of  Massachusetts,*  and  by 
several  later  documents  of  the  same  kind,  in  which  the  ''normal 
chlorine"  of  the  potable  waters  is  indicated  by  isochlors  that  follow 
the  contour  of  the  shore.  Near  the  ocean  the  waters  are  rich  in 
chlorides,  which  diminish  rapidly  as  we  follow  the  streams  inland. 

The  amount  of  salt  precipitated  by  rain  upon  the  land  is  by  no 
means  inconsiderable.  For  quantitative  data  a  few  examples  must 
suflBice,  stated  in  the  same  way  as  for  nitrogen. 

Chlorides  brought  to  the  evr/ace  of  the  earth  by  rain, 
[Pounds  per  acre  i>er  annum.] 


LoeaUty. 


Chlorine. 


Sodium 
Chloride. 


Remarks. 


Cirencester,  England  a. . 
Rothamsted,  England  & . 
Rothamsted,  England  ^ . 

Perugia,  Italy  <* 

Ceylon  < 

Calcutta  « 

Madras  « 

Odessa,  Russia  / 

Barbados  ff 

British  Guiana  ^ 

New  2iealand  » 


14.40 
14.87 


36.10 
24.00 


37.95 


180.63 
32.87 
36.27 
17.00 
116.98 
129. 24 
61.20 


195.00 


26  years'  average. 
In  1887. 


5  years'  average. 
20  years'  average. 
4i  years'  average. 


a  E.  Kinch.  Jour.  Chem.  Soc.,  vol.  77, 1900,  p.  1271. 
b  R.  Warinfton,  idem,  vol.  61, 1887.  p.  £0a 

e  N.  H.  J.  Ifiller,  Jour.  Agr.  SoL ,  vol.  1 ,  1905,  p.  292.    Miller  gives  flfures  for  several  other  localltieg. 
d  G.  Belluocli  Jour.  Chem.  8oc.,  abstract,  yol.  £6, 1809,  p.  299.    42.531  kilos  per  hectare. 
«  Cited  by  Miller,  locdt 

/  J.  Pirovaroff,  Ann,  geol.  mln.  Russie,  vol.  9, 1906,  p.  274.    19  kilos  per  hectare. 
g  J.  B.  Harrison  and  J.  Williams,  Jour.  Am.  Chem.  Soc.,  vol  19, 1897,  p.  1. 

h  J.  B.  Harrison,  Rept  Dept  8d.  and  Agr.,  British  Guiana,  1909-ia    For  earlier  flguios  see  preceding 
reference. 
i  G.  Gray,  Rept  Australasian  Assoc.  Adv.  Sd.,  vol.  1, 1888,  p.  138. 

1  T.  Schloesing  (Contributions  k  r6tude  de  la  chimie  agrioole,  1888,  p.  55)  estimates  the  average  ammonia 
in  the  atmosphere  at  0.03  milligram  per  cubic  meter.  This  amounts  to  1,600  grams  over  every  hectare  of 
the  earth's  surfeoe. 

On  nitrates  in  the  atmosphere  see  A.  Munts  and  E.  Lainfi,  Compt  Rend.,  voL  152, 1911,  p.  187.  J. 
Hirschwald  (Die  Priif^mg  der  natOrlidhen  Baustelne,  Berlin,  1906,  p.  5)  gives  many  data  for  ammomia 
and  nitrates  in  the  air. 

*  See  T.  M.  Drown,  in  Rept.  Massachusetts  State  Board  of  Health,  etc.,  vol.  1,  December,  1889.  Mrs- 
Ellen  S.  Richards,  who  was  associated  with  Drown  in  this  investigation,  has  since  published,  Jointly  with 
A.  T.  Hopkins,  a  similar  map  of  Jamaica  (Tech.  Quart,  vol.  11, 1898,  p.  227).  For  a  chlorine  map  of  Long 
Island,  see  G.  C.  Whipple  and  D.  D.  Jackson,  Tech.  Quart.,  vol.  13,  1900,  p.  146.  One  of  Connecticut 
appears  in  the  report  of  the  State  Board  of  Health  for  1895.  For  a  general  chlorine  map  of  New  York  and 
New  England,  see  Jackson,  Water^upply  Paper  U.  S.  (3eoL  Survey  No.  144, 1905. 
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Furthermore,  we  have  the  older  researches  of  Pierre,^  whose  anal- 
yses were  made  in  1851  at  Caen,  in  Normandy,  where  each  hectare  of 
soil  was  found  to  receive  annually,  in  rain,  the  following  impurities: 


KCl. . 
MgCl,. 


37.6 
8.2 
2.5 

1.8 


NaaSO* 8.4 

K2SO4 8.0 

CaS04 6.2 

MgSO^ 5.9 


These  citations  are  enough  to  show  the  great  geological  impor- 
tance of  rainfall,  over  and  above  its  ordinary  mechanical  eflPects, 
and  its  value  as  a  solvent  after  it  enters  the  ground.  The  atmos- 
pheric circulation  of  salt  has  received  much  attention,  and  F. 
Podepn;^,'  as  long  ago  as  1877,  attempted  to  show  that  the  sodium 
diloride  of  inland  waters  and  saline  lakes  was  derived  largely  from 
this  source.  Of  late  years  the  same  idea  has  been  strongly  urged 
by  W.  Ackroyd,*  who  has  gone  so  far  as  to  attribute  the  salinity  of 
the  Dead  Sea  to  chlorides  brought  by  winds  from  the  Mediterranean. 
Furthermore,  A.  Muntz  ^  has  pointed  out  that  without  this  circu- 
lation of  salt,  and  its  replenishment  of  the  land,  the  latter  would  soon 
be  drained  of  its  chlorides,  and  living  beings  would  suffer  from  the 
loss.  These  writers  probably  overemphasize  the  importance  of 
'*  cyclic  salts,"  as  they  have  been  called,  but  their  arguments  are 
enough  to  show  that  the  phenomena  under  consideration  are  by  no 
means  insignificant.  Wind-borne  salt  plays  a  distinct  part  in  the 
economy  of  nature;  but  its  influence  is  yet  to  be  studied  in  definite, 
quantitative  terms. 

Apart  from  its  function  in  canying  soluble  salts,  the  atmosphere 
performs  a  great  work  in  mechanicaUy  transporting  other  solids.  Its 
effectiveness  as  a  carrier  of  dust  is  well  understood;  dust  from  the 
explosion  of  Erakatoa  was  borne  twice  around  the  globe,  but  such 
processes  bear  indirectly  upon  chemistry.  In  desert  regions  the  sand- 
storms help  to  disintegrate  the  rocks,  and  so  to  render  them  more  sus- 
ceptible to  chemical  change.  Dust,  also,  whether  cosmic  or  terres- 
trial, furnishes  the  nuclei  around  which  drops  of  rain  are  formed, 
and  so  reinforces  the  activity  of  atmospheric  moisture.* 

1  See  R.  AzigOfl  Smith,  Air  and  rain,  1872,  pp.  223-282.  Pierre  also  dtaa  valuable  data  obtained  by  Banral, 
Binaoa,  Idebig,  Bousslngault,  and  others.  See  also  A.  Bobierre,  Compt  Rend.,  vol.  68, 1864,  p.  766,  for 
tbs  ooniposltion  of  rain  water  coUeoted  at  Nantes  in  1868.  The  average  sodium  chloride  amounted  to  14.00 
grams  per  cubic  meter. 

s  8itx€mg»h.  Akad.  Wien,  vol.  76,  Abth.  1, 1877,  p.  ITOi  See  also  a  discussion  of  this  memoir  by  E.  Tletse, 
Jahrb.  K.-k.  geoL  Relchsanstalt,  voL  27, 1877,  p.  341.  In  a  recent  dismission  of  this  subject  E.  Dubois 
(Arch.  ICuste  Teyler,  2d  ser.,  voL  10, 1907,  p.  441)  has  estimated  the  amount  of  atmospheric  salt  annually 
precipitated  in  ralnfedl  on  two  provhices  of  Holland  as  about  6,000,000  kilograms. 

•  QtoL  Mag.,  4th  ser.,  voL  8,  1900,  p.  446.  Proa  YorkaUre  Oeol.  and  Polyteoh.  Soo.,  voL  14,  p.  406. 
Cbem.  News,  January  8, 1904. 

<Compt.  Rend.,  voL  112, 1801,  p.  440. 

•  See  J.  Aitken,  Proa  Roy.  Boa  Edinburgih,  voL  17, 1800,  p.  193.  An  interesting  lecture  by  A.  Ditto 
(Reme  selent,  5th  ser.,  vol.  2, 1904,  p.  700),  on  metals  in  the  atmosphere,  is  well  worthy  of  notice.  It 
Ms  with  dost,  meteoric  matter,  oyoUo  salts,  ammonhiTn  oompounds,  eto. 
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THE  PRIMITIVE  ATMOSPHERE. 

Although  the  main  purpose  of  this  memoir  is  to  assemble  and 
classify  data,  rather  than  to  discuss  speculations,  a  few  words  as  to 
the  origin  of  our  atmosphere  may  not  be  out  of  place.  Upon  this 
subject  much  has  been  written,  especially  in  recent  years;  but  none 
of  the  widely  variant  theories  so  far  advanced  can  be  regarded  as 
conclusive.  The  problem,  indeed,  is  one  of  cosmology,  and  chemical 
data  supply  only  a  single  line  of  attack.  Physical,  astronomical^ 
mathematical,  and  geological  evidence  must  be  brought  to  bear  upon 
the  question,  before  anything  like  an  intelligent  conclusion  can  be 
reached.  Even  then,  with  every  precaution  taken,  we  can  hardly  be 
sure  that  our  fimdamental  premises  are  soimd. 

One  phase  of  the  discussion,  to  which  I  have  already  referred, 
relates  to  the  constancy  or  variability  of  the  atmosphere.  The  accu- 
mulations of  carbon  in  the  lithosphere,  such  as  the  coal  measures, 
the  limestones,  and  the  like,  have  led  some  geologists  to  asstime  that 
the  atmosphere  at  some  former  time  was  vastly  richer  in  carbonic 
acid  than  it  is  now;  but  the  fossil  records  of  life  suggest  that  the 
diflFerences  could  not  have  been  extreme.  With  a  large  excess  of  car- 
bon dioxide  the  existence  of  air-breathing  animals  would  be  impos- 
sible. Only  anaerobic  organisms  could  live.  It  is  clear  that  the 
stored  carbon  of  the  sedimentary  rocks  was  once  largely  in  the  atmos- 
phere, but  was  it  ever  all  present  there  at  any  one  time  ? 

Such  a  supposition  is  improbable.  The  known  carbon  of  the 
lithosphere,  if  converted  into  carbon  dioxide,  would  yield  nearly  25 
times  the  present  mass  of  the  entire  atmosphere,  and  the  atmospheric 
pressure  at  the  surface  of  the  earth  would  be  enormously  increased.' 
It  is  more  likely  that  carbon  dioxide  has  been  added  to  the  atmosphere 
by  volcanic  agency,  in  some  such  manner  as  this:  Primitive  carbon, 
like  the  graphite  foimd  in  meteorites,  at  temperatures  no  greater 
than  that  of  molten  lava,  reduced  the  magnetite  of  igneous  rocks  to 
metaUic  iron,  such  as  is  found  in  many  basalts,  and  was  itself  thereby 
oxidized.  Then,  discharged  into  the  atmosphere  as  dioxide,  it  became 
subject  to  the  familiar  reactions  which  restored  it  to  the  Uthosphere 
as  coal  or  limestone. 

In  order  to  account  for  the  observed  phenomena,  several  essentially 
distinct  hypotheses  have  been  proposed.  T.  Sterry  Hunt,^  for 
example,  argued  in  favor  of  a  cosmical  atmosphere,  pervading  all 
space,  from  which  a  steady  supply  of  carbon  dioxide  has  been  drawn. 
This  theory,  which  was  also  favored  by  Alexander  Winchell,'  postu- 
lates a  universal,  exhaustless  reservoir  of  carbon,  which  should  be 

1  For  a  curious  speculation  on  the  mass  of  the  atmosphere,  see  R.  H.  McKee,  Science,  vol.  38, 1906,  p.  271. 
He  argues  that  the  present  atmosphere  is  as  great  as  the  earth  is  capable  of  retaining, 
s  Am.  Jour.  Scl.,  3d  sar.,  vol.  19, 1880,  p.  849. 
*  Science,  toI.  2, 1883,  p.  830. 
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able  to  satisfy  all  demands.  But  what  evidence  have  we  that  such  an 
atmosphere  exists?  S.  Meunier,^  criticizing  Hunt,  points  out  that 
some  planets  have  excessive  and  others  deficient  atmospheres,  and 
that  a  cosmic  uniformity  is  therefore  improbable.  Meunier  prefers 
the  volcanic  theory,  for  which  we  have  at  least  some  basis  of  fact. 
We  know  that  gases  are  emitted  from  volcanoes,  even  though  there  is 
no  certain  measure  of  their  quantity,  and  the  question  to  be  deter- 
mined relates  to  the  adequacy  and  the  source  of  the  supply.  That 
question  I  shall  not  now  attempt  to  answer;  but,  obviously,  if  the 
volcanic  hypothesis  be  true,  the  cessation  of  volcanism  would  signify 
the  end  of  life  on  the  globe.  It  would  be  followed  by  the  consumption 
of  all  available  carbon  dioxide,  so  that  plant  Ufe,  and  consequently 
animal  life,  could  no  longer  be  supported.  A  cosmical  atmosphere 
has  no  assignable  linait;  an  atmosphere  of  volcanic  origin  must 
sooner  or  later  be  exhausted.  May  not  the  moon  be  an  example  of 
such  an  atmospheric  death?'  ' 

Another  theory  relative  to  the  atmosphere  is  based  upon  the  beUef 
that  the  imoxidized,  but  oxidizable,  substances  in  the  primitive  rock? 
are  sufficient  in  quantity  to  absorb  all  the  oxygen  of  the  air.  If  our 
globe  solidified  from  a  molten  condition,  and  if,  as  commonly  sup- 
posed, oxidized  compounds  were  the  first  to  form,  the  observed  con- 
ditions are  not  easy  to  explain.  C.  J.  Eoene,  indeed,  assiuned  that 
the  primitive  atmosphere  contained  no  free  oxygen,  and  he  has  been 
followed  of  late  years  by  T.  L.  Phipson,"  J.  Lemberg,*  John  Steven- 
son,® and  Lord  Kelvin.*  Lemberg  and  Kelvin,  however,  do  not  go 
to  extremes,  but  admit  that  possibly  some  free  oxygen  was  present 
even  in  the  earliest  times.  Lemberg  argued  that  the  primeval  atmos- 
phere contained  chiefly  hydrogen,  nitrogen,  volatile  chlorides,  and 
carbon  compounds,  the  oxygen  which  is  now  free  being  then  united 
with  carbon  and  iron.  The  liberation  of  oxygen  began  with  the 
appearance  of  low  forms  of  plant  life,  possibly  reached  a  maximum 
in  Carboniferous  time,  and  has  since  diminished.  Stevenson's  argu- 
ment is  much  more  elaborate,  and  starts  with  an  estimate  of  the 
uncombined  carbon  now  existent  in  the  sedimentary  formations.  In 
the  deposition  of  that  carbon,  oxygen  was  Uberated,  and  from  data  of 
this  kind  it  is  argued  that  the  atmospheric  supply  of  oxygen  is  stead- 
ily increasing,  while  that  of  carbon  dioxide  diminishes.  The  fact 
that  no  oxygen  has  been  found  in  the  gases  extracted  from  rocks  is 

1  Compt.  Rend.,  voL  87, 1878,  p.  641. 

*  It  1b  probable  ttaat  tbeoombustion  of  carbonaoeons  meteorites  in  the  atmoBphere  may  add  carbon  dioxide 
to  It,  but  tbe  quantity  so  aupplied  can  bardly  be  estimated.    It  is  possibly  laige. 

«Cbem.  News,  voL  67, 1893,  p.  135.   Alao  several  notes  in  vols.  68,  69,  and  70.    For  Koene's  work  see  Phip- 
Ko'a  papers,  1899-M. 

*  Zeitschr.  Deatecdi.  geol.  OeselL,  vol.  40, 1888,  pp.  680-684. 

*  PbiL  Mag.,  5th  aar.,  toL  50, 1000,  pp.  812,  309;  0th  aer.,  vol.  4, 1902,  p.  436;  voL  9, 1905,  p.  88;  voL  11, 1900, 
p.226u 

*  FhiL  Uag.,  5th  aer.,  vol.  47, 1890,  pp.  85-89. 
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also  adduced  in  favor  of  the  theory.  First,  an  oxidized  crust  and  no 
free  oxygen  in  the  air;  then  processes  of  reduction  coming  into  play; 
and  at  last  the  appearance  of  lower  forms  of  plants,  which  prepared 
the  atmosphere  to  sustain  animal  life.  The  arguments  are  ingenious, 
but  to  my  mind  they  exemplify  the  result  of  attaching  excessive 
importance  to  one  set  of  phenomena  alone.  It  is  not  clear  that  due 
account  has  been  taken  of  the  checks  and  balances  which  are  actually 
observed.  At  present  the  known  losses  of  oxygen  seem  to  exceed 
the  gains.  For  example,  C.  H.  Smyth  ^  has  estimated  that  the 
oxygen  withdrawn  from  the  air  by  the  change  of  ferrous  to  ferric 
compoimds,  and  so  locked  up  in  the  sedimentary  rocks,  is  equal  to 
68.8  per  cent  of  the  quantity  now  present  in  the  atmosphere. 

But  were  oxidized  compounds  the  first  compounds  to  form?  If 
they  were,  then  the  arguments  just  cited  are  valid,  but  the  premises 
are  doubtful.  If  the  molten  globe  was  as  hot  as  has  been  supposed, 
it  is  likely  that  carbides,  silicides,  nitrides,  etc.,  would  be  generated 
first,  and  in  that  case  all  the  oxygen  of  the  lithosphere  would  be 
atmospheric.  This  supposition  is  based  upon  the  results  obtained 
with  the  aid  of  the  electric  furnace  at  temperatures  which  decompose 
oxygen  compounds. in  the  presence  of  carbon,  silicon,  or  nitrogen, 
substances  of  the  class  just  named  being  then  produced.  Considera- 
tions of  this  kind  have  been  elaborately  developed  by  H.  Lenicque,* 
who,  however,  pushes  them  to  extremes.  He  even  goes  so  far  as  to 
ascribe  great  masses  of  limestone  to  the  atmospheric  oxidation  of 
primitive  carbides.  It  will  be  observed  at  once  that  theories  of  this 
order  are  directly  related  to  the  hypotheses  which  postulate  an  inor- 
ganic origin  for  petroleum — a  subject  which  will  be  more  fully  dis- 
cussed in  the  proper  chapter.  For  the  present  it  is  enough  to  see 
that  cogent  arguments  may  lead  us  to  either  of  two  opposite  beliefs — 
that  the  primitive  atmosphere  was  rich  in  oxygen,  or  that  it  was 
oxygen  free. 

The  balance  or  lack  of  balance  between  carbon  and  oxygen  is,  after 
all,  only  one  factor  in  the  problem.  The  origin  of  the  atmosphere 
as  a  whole  is  a  much  larger  question,  and  our  answers  to  it  must 
depend  upon  our  views  as  to  the  genesis  of  the  solar  system.  If  we 
accept  the  nebular  hypothesis,  we  are  likely  to  conclude  that  the 
atmosphere  is  merely  a  residuum  of  uncombined  gases  which  were 
left  behind  when  the  globe  assumed  its  soUd  form.  That  seems  to  be 
the  prevalent  opinion,  although  it  must  be  modified  by  the  observed 
facts  of  volcanism.  The  outer  envelope  of  the  earth  receives  rein- 
forcements from  within,  whose  sources  will  be  considered  at  length 
in  another  chapter. 

1  Jwr.  Geology,  vol.  13, 1906,  p.  319.  *  Uim.  Soo.  taigte.  aVUa  Fnnoe,  October.  1908,  p.  346. 


Digitized  by  VnOOQ IC 


THE  ATMOSPHEBE.  ,  55 

Quite  a  different  theory  of  the  earth's  origin  has  lately  been  de- 
veloped by  T.  C.  Chamberlin/  who  imagines  a  planet  built  up  by 
slow  aggregations  of  small,  solid  bodies.  Each  of  these  particles, 
or  meteorites,  carried  with  it  entangled  or  occluded  atmospheric  ma- 
terial. In  time  the  accumulation  of  originally  cold  matter  developed 
pressure  enough  to  raise  the  central  portions  of  the  mass  to  a  high 
temperature,  and  gases  were  then  expelled.  Thus  the  atmosphere 
was  generated  froiA  within  the  globe  instead  of  remaining  as  a 
residuum  around  it.  We  know  that  meteorites  contain  occluded 
gases,  and  that  gases  are  also  extractable  from  igneous  rocks,  and 
these  facts  lend  to  the  hypothesis  a  certain  plausibility.  The  gases 
thus  obtainable  from  the  lithosphere  are  equivalent  to  many  potential 
atmospheres,  although,  as  we  have  already  seen,  oxygen  is  not  among 
them.  On  Chamberlin's  hypothesis  the  atmosphere  has  grown  from 
small  beginnings;  the  nebular  conception  assumes  that  it  was  largest 
at  first.  E.  H.  L.  Schwarz,'  who  accepts  Chamberlin's  views,  con- 
cludes that  the  primitive  atmosphere  is  actually  represented  to-day 
by  the  gases  extractable  from  meteorites.  Hydrogen,  nitrogen,  me- 
thane, and  both  oxides  of  carbon  are  the  gases  in  question,  but  there 
is  no  free  oxygen. 

One  curious  speculation,  which  may  be  connected  with  the  theory 
just  described,  relates  to  the  nature  of  the  earth's  interior.  From 
the  known  fact  that  the  temperature  rises  as  we  descend  into  the 
crust  of  the  earth,  calculations  have  been  made  to  show  that  the  tem- 
perature of  the  centrosphere  must  be  enormously  high.  In  fact, 
if  the  rate  of  increase  is  constant,  the  temperature  must  reach  a 
degree  far  above  the  critical  point  of  any  known  element.  Matter 
in  the  interior  of  the  earth,  then,  should  be  gaseous  or  quasi-gaseous. 
This  suggestion  was  first  offered  by  Herbert  Spencer,'  later  by  A. 
Hitter,*  and  has  been  more  recently  developed  by  S.  Arrhenius.*  It 
has,  however,  only  speculative  value,  for  it  rests  upon  assumptions 
which  can  not  be  tested  experimentally,  and  which  may  never  be 
verified.  A  discussion  of  the  subject  falls  without  the  scope  of  this 
memoir,  and  only  these  brief  references  to  it  are  admissible  here.* 

1  Jour.  Geology,  voL  5, 1897,  p.  663;  vol.  6, 1808,  pp.  459, 809;  vol.  7, 1899,  pp.  546, 867, 751.  See  also  H.  L. 
FaircfaUd,  Am.  Oeologlst,  vol.  33, 1904,  p.  94. 

>  Causal  geology,  London,  1910,  p.  93. 

«  See  his  essays  on  the  nebular  hypothesis  (1868)  and  the  constitution  of  the  sun  (1866).  Cited  from  New 
York  ediUon  of  1802. 

4  Wied.  Annaten,  vol.  6, 1S78,  p.  405. 

«  Oeol.  FOren.  FOrfaandl.,  vol.  22, 1900,  p.  395. 

*  For  a  historical  summary  relative  to  the  supposed  gaseous  interior  of  the  earth  see  8.  Qflnther,  Jahres- 
ber.  Oeog.  Gesell.  Mflnchen,  1800^1,  Heft  14,  p.  1.  See  also  the  monograph  by  H.  Thiene^  Temperatur 
and  Zustand  dea  Erdinnem,  Jena,  1907. 
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CHAPTER  III. 

LAKES  AND  RIVERS. » 

ORIGIN. 

When  rain  falls  upon  the  surface  of  the  earth,  bringing  with 
it  the  impurities  noted  in  the  preceding  chapter,  part  of  it  sinks 
deeply  underground  to  reappear  in  springs.  Another  part  runs  off 
directly  into  streams,  a  part  is  retained  as  the  groimd  water  of  soils 
and  the  hydration  water  of  clays,  and  a  portion  returns  by  evapora- 
tion to  the  atmosphere.  According  to  an  estimate  by  Sir  John  Mur- 
ray,* the  total  aimual  rainfall  upon  all  the  land  of  the  globe  amounts 
to  29,347.4  cubic  miles,  and  of  this  quantity  6,524  cubic  miles  drain 
off  through  rivers  to  the  sea.  A  cubic  mile  of  river  water  weighs 
4,205,650,000  tons,  approximately,  and  carries  in  solution,  on  the 
average,  about  420,000  tons  of  foreign  matter.  In  all,  about 
2,735,000,000  tons  of  soUd  substances  are  thus  carried  aimually  to 
the  ocean.^  Suspended  sediments,  the  mechanical  load  of  streams, 
are  not  included  in  this  estimate;  only  the  dissolved  matter  is  con- 
sidered, and  that  represents  the  chemical  work  which  the  percolating 
waters  have  done. 

Although  the  minerals  which  form  the  rocky  crust  of  the  earth  are 
relatively  insoluble,  they  are  not  absolutely  so.  The  feldspars  are 
especially  susceptible  to  change  through  aqueous  agencies,  yielding 
up  their  lime  or  alkalies  to  percolating  water  and  forming  a  residue 
of  clay.  Rain  water,  as  we  have  already  seen,  contains  carbonic  acid 
in  solution,  and  that  impurity  increases  its  solvent  power,  particu- 
larly with  regard  to  limestones.  The  moment  that  water  leaves  the 
atmosphere  and  enters  the  porous  earth  its  chemical  and  solvent  activ- 
ities begin,  and  continue,  probably  without  interruption,  until  it 
reaches  the  sea.  The  character  and  extent  of  the  work  thus  done 
varies  with  local  conditions,  such  as  temperature,  the  nature  of  the 
minerals  encountered,  and  so  on;  but  it  is  never  zero.  Sometimes 
larger  and  sometimes  smaller,  it  varies  from  time  to  time  and  place 
to  place.  The  entire  process  of  weathering  wiU  be  considered  more 
fully  later;  we  have  now  to  study  the  nature  of  the  dissolved  matter 
alone,  or,  in  other  words,  the  composition  of  rivers  and  lakes.    The 

1  Excluding  those  belonging  to  dosed  basins. 

3  Scottish  Geog.  Mag.,  vol.  3,  p.  66, 1887. 

*  Estimates  by  F.  W.  Clarke,  A  prelimlnaiy  study  of  <;hemlcal  denudation,  Smithsonian  Misc.  Coll., 
vol.  £6,  No.  5, 1910.  Mumy's  figures  are  782,587  tons  per  cflibic  mile,  and  nearly  6,000,000,000  tons  in  the 
total  run-off.   His  analytical  data  were  too  few  and  too  limited  in  range  for  a  dtose  oomputatiou. 
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data  are  abundant,  but  unfortunately  complicated  by  a  lack  of  uni- 
formity in  the  methods  of  statement,  which  latter  are  often  unsatis- 
factory and  even  misleading.  The  analysis  of  a  water  can  be  reported 
in  several  different  ways,  as  in  graips  per  gallon  or  parts  per  loillion; 
in  oxides,  in  supposititious  salts,  or  in  radicles;  so  that  two  analyses 
of  the  same  material  may  seem  to  be  totally  dissimilar,  although  in 
reality  they  agree.  Before  we  can  compare  analyses  one  with 
another  we  must  reduce  them  to  a  common  standard,  for  then  only 
do  their  true  differences  appear.  The  task  of  reduction  may  be 
tedious,  but  it  is  profitable  in  the  end. 

STATEMENT  OF  ANALYSES. 

In  the  usual  statement  of  water  analyses  an  essentially  vicious 
mode  of  procedure  has  become  so  firmly  established  that  it  is  difficult 
to  set  aside.  For  example,  a  water  is  found  to  contain  sodium,  potas- 
sium, calcium,  magnesium,  chlorine,  and  the  radicles  of  sulphuric 
and  carbonic  acids;  or,  in  ordinary  parlance,  three  acids  and  four 
bases.  If  these  are  combined  into  salts  at  least  twelve  such  com- 
poujids  must  be  assumed,  and  there  is  no  definite  law  by  which  their 
relative  proportions  can  be  calculated.  A  combination,  however,  is 
commonly  taken  for  granted,  and  each  chemist  allots  the  several  acids 
to  the  several  blu^es  according  to  his  individual  judgment.  The 
twelve  possible  salts  rarely  appear  in  the  final  statement;  all  the 
chlorine  may  be  assigned  to  the  sodium  and  all  the  sulphuric  acid  to 
the  Ume,  and  the  result  is  a  meaningless  chaos  of  assumptions  and 
uncertainties.  We  can  not  be  sure  that  the  chosen  combiaations  are 
correct,  and  w©  know  that  in  most  analyses  they  are  too  few. 

But  are  the  radicles  combined  ?  This  is  a  point  at  issue.  Although 
no  complete  theoiy,  covering  all  the  phenomena  of  solution,  has  yet 
been  developed,  it  is  the  prevalent  opinion,  at  least  among  physical 
chemists,  that  in  dilute  solutions  the  salts  are  dissociated  into  their 
ions,  and  that  with  the  latter  only  can  we  legitimately  deal. 
Whether  this  theory  of  dissociation  shall  ultimately  stand  or  fall  is 
a  question  which  need  not  concern  us  now;  we  can  use  it  without 
danger  of  error  as  a  basis  for  the  statement  of  analyses,  putting  our 
results  in  terms  of  ions  which  may  or  may  not  be  actually  combined.^ 
Upon  this  foundation  all  water  analyses  can  be  rationally  compared, 
with  no  imjustifiable  assumptions  and  with  all  the  real  data  reduced 
to  the  simplest  uniform  terms.  We  do  not,  however,  get  rid  of  all 
difficulties,  and  some  of  these  must  be  met  by  pure  conventions.  For 
example,  Is  silica  present  in  coUoidal  form,  or  as  the  sihcic  ion  SiO,? 
Are  ferric  oxide  and  alumina  present  as  such,  or  in  the  ions  of  their 

I  The  fonlc  form  of  statement  has  been  used  in  theS^i^ile/laboratory  since  1883.  In  Europe  it  has  liad 
ttimg  advocacy  from  Prof.  C.  von  Thaa,  Min.  pQf%^0l^f  vol.  11,  p.  4Sr,  1890.  It  is  now  rapidly  supplant- 
ing the  older  system.  On  the  geochemica)  iotirpiietatlon  of  water  analyses  see  Chase  Palmer,  BuU.  U.  S. 
Oeol.  Survey  No.  479, 1911. 
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salts  ?  The  iron  may  represent  ferrous  carbonate,  the  alumina  m&y 
be  equivalent  to  alum;  but  as  a  rule  the  quantities  found  are  so 
trivial  that  the  true  conditions  can  not  be  determined  from  the 
ratios  bet^reen  acidic  and  basic  radicles.  The  unavoidable  errors 
of  analysis  are  commonly  too  large  to  permit  a  final  settlement  of 
these  questions;  and  only  in  exceptional  cases  can  definite  conclu- 
sions be  draiipi.  For  convenience,  then,  v(e  may  regard  these  sub- 
stances as  colloidal  oxides  and  tabulate  them  in  that  form.  The 
procedure  may  not  be  rigorously  exact,  but  the  error  in  it  is  usually 
very  small.  If  ^e  consider  an  analysis  as  representing  the  compo- 
sition of  the  anhydrous  inorganic  matter  ^hich  is  left  when  a  water 
has  been  evaporated  to  dryness,  the  difficulty  as  regards  iron  dis- 
appears, for  ferrous  carbonate  is  then  decomposed  and  ferric  oxide 
remains.  A  similar  difficulty  in  respect  to  the  presence  of  bicar- 
bonates  also  vanishes  at  the  same  time,  for  the  bicarbonates  of  calcium 
and  magnesium  can  only  exist  in  solution  and  not  in  the  anhydrous 
residues.  If,  in  a  given  water,  notable  quantities  of  lime,  magnesia, 
and  carbonic  acid  are  found,  bicarbonic  ions  must  be  present,  for 
without  them  the  bases  could  not  continue  dissolved;  but  after  evapo- 
ration only  the  normal  salts  remain.  Sodium  and  potassium  bicar- 
bonates are  not  so  readily  broken  down;  but  even  with  them  it  is 
better  to  compare  the  monocarbonates,  so  as  to  secure  a  imiformity 
of  statement.  In  fact,  some  analysts  report  only  normal  salts,  and 
others  bicarbonates;  so  that  for  the  comparison  of  different  analyses 
we  are  compelled  to  adopt  an  adjustment  such  as  that  which  is  here 
proposed.  In  other  words,  we  eliminate  the  variable  factors,  and 
study  the  constants  alone. 

One  other  large  variable  remains  to  be  considered — the  variation 
due  to  dilution.  A  given  solution  may  be  very  dilute  at  one  time,  and 
much  more  concentrated  at  another,  and  yet  the  mineral  content  of 
the  water  is  possibly  the  same  in  both  cases.  For  example,  average 
ocean  water  contains  3.5  per  cent  of  saline  matter,  while  that  of  the 
Black  Sea  carries  Uttle  more  than  half  as  much;  and  yet  the  salts 
which  the  two  waters  yield  upon  evaporation  are  nearly  if  not  quite 
identical.  In  some  cases,  as  we  shall  presently  see^  it  is  deisdrable  to 
compare  waters  directly;  but  in  most  instances  it  is  also  convenient 
to  study  the  composition  of  the  solid  residues  in  percentage  terms. 
In  that  way  essential  similarities  are  brought  to  l^ht  and  the  data 
become  most  inteUigible. 

Before  proceeding  farther,  it  may  be  well  to  consider  a  single 
water  analysis,  in  order  to  illustrate  the  various  methods  of  state- 
ment. For  this  purpose  I  will  take  W.  P.  Headden's  analysis  of 
water  from  Platte  River  near  Greeley,  Colorado,^  which  he  himself 
states  in  several  forms.     In  the  first  colunm  of  the  subjoined  table 

1  BnU.  Oolonulo  Aff.  Kxgtt,  Sta.  No.  82, 1903,  p.  66. 
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the  results  are  given  in  oxides,  etc.,  as  in  a  mineral  analysis,  and  in 

grains  to  the  imperial  gallon.    In  the  second  column  they  are  stated 

in  terms  of  salts,  and  I  have  here  recalculated  Headden's  figures  into 

parts  per  million  of  the  water  taken.    Finally,  in  a  third  column,  I 

give,  as  proposed  in  the  foregoing  pages,  tiie  composition  of  the 

residue  in  radicles  or  ions,  and  in  percentages  of  total  anhydrous 

inoi^anic  solids. 

Analytis  o/tvater  Hated  in  different  forms. 

Qnins 

per 
Imperial 
gallon. 

SiOa 0.891 

80, 32.601 

CO, 4.554 

CI 2.681 

NajO 11.463 

K^ 355 

CaO 13.117 

MgO 5.530 

(FeAl)a08 189 

Md,0, 189 

Ignition 2.397 


Le8B0»Cl. 


73.967 
.604 


73.363 


Parts  per 
mUUon. 

CaSO^ 457.7 

MgSO^ 236.0 

K,S04 ».4 

Na^^O^ 62.5 

NaCl 63.2 

NaaCO, 156.9 

21.9 

2.7 

2.7 

34.2 

1.3 


Na:^iO,. 

(FeAl),0,. . . 

MnjO, 

Ignition 

Excess  SiOa. 


1,048.5 


Per 
cent. 

SiOj 1.26 

SO4 55.28 

CO, 8.78 

CI 3.79 

Na 12.02 

K 41 

Ca 13.24 

Mg 4.69 

R,0, 53 

100.00 
^'Ignition''  omitted. 
Salinity,  1,014  parts  per 
million. 


So  far  as  appearance  goes,  these  statements  might  represent  three 
different  waters;  and  yet  the  analytical  data  are  the  same.  A  change 
in  the  last  column  of  SiO,  into  the  radicle  SiO,  would  affect  the  other 
figures  but  slightly.  The  compactness  and  simplicity  of  the  ionic 
form  of  statement  are  evident  at  a  glance.  Under  it,  as  "salinity," 
I  have  given  the  concentration  of  the  water  in  terms  of  parts  per 
million.  One  million  parts  of  this  water  contain  in  solution  1,014 
parts  of  anhydrous,  inorganic,  solid  matter. 

SPRINGS. 

When  water  first  emerges  from  the  earth  as  a  spring  its  mineral 
composition  is  dependent  upon  local  conditions.  Some  spring  waters 
are  exceedingly  dilute;  others  are  heavily  chai^ged  with  saline  im- 
purities. To  the  subject  of  "mineral"  springs,  a  separate  chapter 
will  be^given,  and  only  a  few  analyses  of  spring  water,  all  taken 
from  the  records  of  the  United  States  Geological  Survey,  need  be 
given  here.  They  represent  the  beginnings  of  streams,  and  are  there- 
fore significant  in  this  connection.  All  these  analyses  are  reduced 
to  a  uniform  standard,  in  accordance  with  the  rules  laid  down  in  the 
preceding  pages.^ 

1  Lmamanble  analyses  of  wells,  spiinss.  and  nndarground  waters  fBiieraUy  are  to  be  found  soattered 
tim^gh  the  litaratore.  See  ftir  example,  B.  W.  MbCalUe,  Boll.  Oeol.  Banrey  Georgia  No.  15,  IQOB,  and 
£.  Bartcyw,  BnU.  UniY.  nUnois,  vol.  6,  No.  3, 1908. 
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Ancdyaea  of  spring  water. 


A.  Spring  near  Magnet  Gove,  Arkansas.    Analysis  by  H.  N.  Stokes. 

B.  Spring  1  mile  west  of  Santa  Fe,  New  Mexico.    Analysis  by  F.  W.  Clarke. 

C.  Spring  near  Mountain  City,  Tennessee.    Analysis  by  T.  M.  Chatard. 

D.  Caledonia  Spring,  Caledonia,  New  York.    Analysis  by  H.  N.  Stokes. 

E.  Spring  3  miles  west  of  Lowesvllle,  North  Carolina.    Analysis  by  F.  W.  Clarke. 

F.  Spring  near  Mount  Mica,  Paris,  Maine.    Analysis  by  F.  W.  Clarke. 


CO3... 
SO4.. 
CI. .  .  . 

Ca 

Mg... 
Na. .. 
K.... 
SiOo.. 

AlA- 
FegOa. 


Salinity,  parts  per  million . 


53.69 
3.40 
1.36 

30.96 

3.45 

1.08 

.63 

5.55 


47.14 
6.67 
4.18 

22.67 
6.17 
5.32 

7.86 


100.00 
224 


100.00 
280 


27.29 

16.37 

1.50 

14.39 

2.23 

5.72 

3.97 

27.17 

trace 

1.36 


100.00 
80 


11.73 

31.62 

22.28 

19.49 

3.25 

10.62 

.34 

.67 


12.15 

51.86 

.45 

23.58 

1.47 

4.16 

.34 

5.99 


I 


100.00 
925 


100.00 
642 


6.22 
60.97 
trace 
22.37 

2.62 

4.32 
.21 

2.80 


.49 


100.00 
606 


Some  of  these  waters  yield  carbonates  on  evaporation,  one  yields 
mainly  sulphates,  and  between  the  two  extremes  the  carbonic  and 
sulphuric  radicles  vary  almost  reciprocally.  One  water  is  character- 
ized by  its  high  proportion  of  chlorine,  and  another  by  its  lai^e  per^ 
centage  of  silica;  but  in  all  of  them  calcium  is  the  dominant  metal.  In 
salinity  they  differ  somewhat  widely,  but  the  most  concentrated 
example  contains  only  925  parts  per  million,  or  52  grains  to  the 
United  States  gallon,  of  foreign  soHds.  It  will  be  seen  as  we  go 
farther  that  carbonate  waters  are  the  most  common,  for  the  reason 
that  rain  water  brings  carbonic  acid  from  the  air,  and  that  substance 
is  most  active  as  a  solvent  of  mineral  matter. 

CHANGES  OF  COMPOSITION. 

As  spring  water  flows  from  its  source  it  rapidly  changes  in  char- 
acter. It  receives  other  water  in  the  form  of  rain  or  of  ground  water 
flowing  from  the  soil,  and  it  blends  with  other  rivulets  to  produce 
larger  streams.  Under  certain  conditions  a  part  of  its  dissolved  load 
may  be  precipitated,  and  the  composition  of  a  river  as  it  approaches 
the  sea  represents  the  a^regate  effect  of  all  these  agencies.  A  river 
is  the  average  of  all  its  tributaries,  plus  rain  and  ground  water,  and 
many  rivers  show  also  the  effects  of  contamination  from  towns  and 
factories.  Small  streams  are  the  most  affected  by  local  conditions,  and 
show  the  greatest  differences  in  composition;  large  rivers,  as  a  rule, 
resemble  one  another  more  neaily. 

How  rapidly  and  how  profoimdly  the  composition  of  a  river  may 
be  modifled  are  well  illustrated  in  Headden's  bulletin,  which  I  have 
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already  cited.^  Cache  la  Poudie  River  in  Colorado  flows  first  through 
a  rocky  canyon,  over  bowlders  of  schist  and  granite,  and  thence 
emerges  upon  the  plains.  Its  waters  are  then  diverted  into  ditches 
and  reservoirs  for  purposes  of  irrigation,  and  finally  reach  the  Platte 
near  Greeley.  In  performing  the  work  of  irrigation  they  acquire  a 
new  load  of  solid  matter,  and  the  progressive  changes  in  their  com- 
position are  clearly  shown  by  Headden's  analyses.  Some  of  the  latter 
I  will  cite,  first  as  Headden  gives  them  in  grains  to  the  imperial 
gallon,  and  then  in  a  second  table  reduced  to  ions  and  percentages. 
Analysis  B  is  the  one  cited  on  page  59  to  show  different  forms  of 
statement.  In  all  cases  I  omit  Headden's  figures  for  ''ignition," 
and  deal  with  the  anhydrous  residues  alone. 

Analy8e8  of  water  from  Colorado  rivers. 

A.  Cache  la  Pondre  River  above  the  north  fork. 

B.  Cache  la  Poadre  River  water  from  fouoet  in  laboratory  at  Fort  ColUna. 

C.  Cache  la  Poudre  River  2  miles  above  Greeley. 

D.  Gacdie  la  Poudre  River  3  miles  below  Greeley. 

E.  Platte  River  below  mouth  of  the  Cache  la  Poudre. 

Qralaa  per  imperial  galloa. 


A 

B 

C 

D 

E 

COa 

0.6029 
.1946 
.1037 
.5238 
trace 
.1257 
.3750 
.0855 
.6053 
.0113 
.0018 

2.  3731 
1.  8699 
.1055 
3.0364 
.0223 
.8857 
.6631 
.1921 
.6245 
.0171 
.0112 

5.920 
54.970 

2.770 
18.  938 

5.087 
30.374 

2.145 
14. 087 

4.554 

so". 

32.601 

aV..::::;...: 

2.681 

CaO 

13. 117 

SrO 

M«K) 

12.190 

14.590 

.451 

1.035 

.079 

trace 

5.592 
9. 117. 
.372 
.951 
.039 
.078 

5.530 

N^;.;;;::: 

11.  463 

.355 

SiO*.'..' 

.891 

(AlFe^oO. 

.189 

)Szo"  f:::::::^ 

.189 

Lees  0=C1 

2.6296 
.0234 

9.8009 
.0238 

no.  943 
.624 

67.842 
.483 

71.  570 
.604 

2.6062 

9.  7771 

110. 319 

67.  359 

70.  966 

Reduced  analTsei,  in  pereeatases. 


CO, 

81.91 
9.07 
4.03 

14.53 

33.68 

23.36 

1.10 

22.58 

.19 

5.53 

5.12 

1.66 

6.49 

.29 

7.34 
59.99 

2.52 
12.31 

10.34 

54.33 

3.19 

15.00 

8.78 

80-           

55.28 

a.. 

3.79 

Ca 

13.24 

Sr               

Me    '    

2.93 
10.80 

2.72 

23.50 

.51 

6.65 

9.84 

.34 

.94 

.07 

5.00 
10.09 

.46 
1.42 

.17 

4.69 

nI:  :::...::: 

12.02 

K 

.41 

SiO,      

,    1.26 

Kpi    '••'-' 

.53 

**jv^3- •••••••••-•  * 

Salinitv   narts  Der  million 

100. 00  I  100. 00 
37           137 

100.00 
1,571 

100.00 
958 

100.00 
1,011 

1  BuU.  Colorado  Agr.  Ezper.  Sta.  No.  82, 1003. 
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We  have  here,  first,  a  very  pure  mountain  water,  relatively  high 
in  carbonates  and  rich  in  sihca.  At  the  end  of  the  series  we  have 
waters  in  which  sulphates  predominate  and  the  proportion  of  silica 
is  very  low.  The  change  is  extremely  great  in  all  respects,  and  is 
due  to  the  use  of  the  water  for  irrigating  an  originally  arid  soil 
containing  much  soluble  matter.  Probably  when  the  soil  shaU  have 
been  thoroughly  leached  by  long  periods  of  cultivation  the  changes 
in  the  water  will  be  less  exaggerated.  A  similar  alteration  is  also 
shown  in  Headden's  analyses  of  water  from  Arkansas  River,  first  at 
Canon  City,  where  it  emerges  from  the  mountains,  and  second  at 
Rockyford,  nearly  100  miles  below.'  The  analyses  are  as  foUows,  re- 
duced to  the  common  standard  adopted  in  this  memoir.  Headden 
regards  the  silica  as  present  partly  in  the  form  of  alkaline  silicates,  a 
supposition  which  is  probably  correct.  For  present  purposes,  however, 
the  diflference  between  SiO,  and  the  SiO,  radicle  may  be  neglected. 

Analyses  of  water  from  Arkansas  River  at  tioo  points  in  Colorado. 


CO,.. 
SO4.. 
CL... 
Ca.... 
Mg... 
Na... 
K.... 
SiOa-. 


2.65 


Salinity,  parts  per  million. 


100.00 
2,134 


Changes  of  a  different  order  are  shown  by  the  waters  of  the  River 
Ch61if,  in  Algeria,  according  to  the  investigation  by  L.  Ville.*  This 
stream  flows  through  an  arid  region,  in  which  incrustations  or 
efflorescences  of  salt  and  gypsum  abound.  Lower  in  its  course  it 
receives  affluents  much  poorer  in  mineral  matter,  and  its  character, 
at  least  as  regards  salinity,  is  modified.  Yille's  analyses  reduced  to 
a  modem  standard  are  as  follows: 

1  Bull.  Colorado  Agr.  Exper.  Sta.  No.  82, 1008.  Headden  also  gives  analyses  of  water  from  St.  Vrain, 
Big  Thompson,  Boulder,  and  Clear  creeks,  and  from  many  reservoirs,  irrigating  ditches,  and  vrells.  See 
also  Am.  Jour.  Sci.,  4th  ser.,  vol.  16, 1903,  p.  109. 

*  Bull.  Soc.  g6oI.  France,  2d  ser.,  vol.  14, 1857,  p.  352.  A  later  analysis  by  Balland  is  given  hi  Jour.  Chem. 
Soc.,  vol.  36, 1879,  p.  690,  abstract.  Still  another,  by  F.  de  Marigny,  is  cited  by  Roth.  In  Annales  des 
mines,  5th  ser.,  vol.  11, 1857,  p.  667,  Marigny  gives  analyses  ol  two  other  Algerian  rivers. 
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Analyses  oftoaterfrom  River  OUlif,  Algeria, 

A.  Sample  taken  at  Esar-Bogharl  during  extreme  low  water. 

B.  Sample  taken  at  the  aame  point  a  few  days  later,  after  a  rise. 

C.  Sample  from  OrleansvUle,  much  farther  downstream. 
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CO, 

SO4 

Cl 

Ca 

Mg 

Na 

SiOj 

Fe,0, 

Salinity,  parts  per  million 


0.93 

40.36 

26.40 

7.46 

4.12 

20.64 

.06 

.03 


100.00 
6,670 


1.11 

25.87 

39.28 

6.63 

4.42 

22.61 

.04 

.04 


100.00 
6,342 


9.31 
29.64 
26.54 
11.85 

4.11 

17.03 

.34 

1.18 


100.00 
1,182 


The  effect  of  dilution  by  affluents  is  shown  by  analysis  C;  but  the 
interesting  feature  of  the  series  is  the  difference  between  high  and 
low  water  at  EIsar-Boghari.  Yille  attributes  this  difference  to  the 
fact  that  salt  is  much  more  soluble  than  gypsum  and  that  therefore 
during  a  flood  it  is  dissolved  out  more  freely  and  more  rapidly  from 
the  soil.  At  low  water  sulphates  are  in  excess  of  chlorides;  at  high 
water  the  reverse  is  true. 

The  examples  thus  far  cited  serve  to  show  the  danger  of  attempting 
to  dra^r  general  conclusions  from  a  single  analysis  of  a  water,  espe- 
cially ^rhen  the  latter  is  collected  at  only  one  point.  If  we  wish  to 
determine  the  total  load  carried  by  a  river  to  the  ocean,  the  samples 
should  be  taken  as  near  as  possible  to  its  mouth,  but  far  enough  up- 
stream to  avoid  tidal  contamination;  and  the  analyses  should  be 
numerous  enough  to  give  a  fair  average  result.  Without  such  pre- 
cautions no  valid  conclusions  can  be  reached.  The  data  must  be  ade- 
quate to  the  purpose  in  view — a  condition  which  is  not  always 
fulfiUed. 

ANAIiTSES  OF  RIVER  WATERS. 

Many  analyses  of  river  and  lake  water  are  to  be  found  scattered 
through  chemical  and  geological  literature.  Only  a  part  of  the  mate- 
rial can  be  considered  here,  and  preference  will  be  given,  but  not 
exclusively,  to  analyses  not  cited  in  the  classical  works  of  J,  Roth  and 
6.  Bischof .  Many  of  the  analyses  were  made  in  the  laboratories  of 
the  United  States  Geological  Survey  and  especially  in  those  of  the 
water-resources  branch.  The  work  of  that  branch,  in  this  particular 
direction,  is  mainly  but  not  exclusively  represented  by  three  publi- 
cations,* in  which  a  large  number  of  American  rivers  have  been 
studied  with  remarkable  exhaustiveness.  For  each  river  or  lake 
many  analyses  were  made,  in  such  a  manner  as  to  give  its  average 

1  Water-supply  Papers  No.  236,  by  R.  B.  Dole,  1909;  No.  237,  by  Walton  Van  Winkle  and  F.  M.  Eaton, 
1910;  No.  239,  by  W.  D.  CoUins,  1910.  Water«upply  Paper  274,  by  Herman  Stabler,  also  oontalns  many 
BoalyMs  of  river  waters. 
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composition  for  an  entire  year.  As  a  rule,  samples  of  water  were 
taken  daily,  and  combined  into  composite  samples  of  seven  to  ten 
which  were  analyzed.  The  analyses,  however,  some  thousands  in 
number,  are  not  absolutely  complete.  Alumina,  for  example,  was 
not  determined,  and  the  alkalies,  as  a  rule,  were  weighed  together 
and  calculated  as  all  sodium.  Later  work,  by  Chase  Palmer,  cor- 
rected the  latter  omission,  and  I  have  been  able  to  recalculate  the 
published  analyses  with  the  introduction  of  Palmer's  figures^  for 
Na  and  K.  All  the  analyses  cited  in  the  following  pages  have  been 
reduced  to  the  uniform  standard  which  was  outiined  in  the  preceding 
pages;  but  the  original  figures  can  usually  be  found  through  the 
references  to  the  literature. 


THE  ST.  LAWBBNOE  BASIN.  ^ 

For  geological  purposes  a  r^onal  classification  of  the  data  would 
seem  to  be  the  most  practicable,  for  the  members  of  a  river  sjrstem 
belong  naturally  together.  Taking  North  American  rivers  first  in 
order,  let  us  b^in  with  the  St.  Lawrence  and  its  tributaries.  The 
selected  analyses  are  as  follows: 

Analyses  of  water  from  the  Great  Lakes  and  the  St.  Lawrence. 

A.  Lake  Superior  at  Sault  Ste.  Marie.  Mean  of  11  analyses  of  samples,  taken  monthly  between  Sep- 
tember 22, 1906,  and  Augtist  22, 1907.  Other  analyses  of  Lake  Superior  water  have  been  made  by  W.  A. 
Noyes,  Eleventh  Ann.  Rept.  Minnesota  Geol.  Survey,  1882,  p.  174;  by  W.  F.  Jackman,  cited  by  A.  C. 
Lane  in  Water-Supply  Paper  U.  S.  Geol.  Survey  No.  31, 1899,  p.  27;  and  by  O.  L.  Heath,  Rept.  State  Board 
Oeol.  Survey  Michi^,  1903,  p.  119. 

B.  Lake  Michigan  at  St.  Ignaoe.  Mean  of  11  samples  taken  between  September  20, 1906,  and  August 
20, 1907.  Analyses  of  Lake  Mtehlgan  water  at  Milwaukee  and  of  Milwaukee  River,  by  O.  Bode,  are  pub- 
lished in  Geology  of  Wisconsin,  vol.  1, 1883,  p.  308.  Another  analjrsis  of  the  lake  water,  by  J.  H.  Long,  is 
given  in  Report  on  the  boiler  waters  of  the  Chicago,  Burlington  &,  Quincy  Ralhroad,  published  by  that 
company  in  1888. 

C.  Lake  Huron  at  Port  Huron.    Mean  of  9  samples  taken  between  September  21 ,  1906,  and  June  21, 1907. 

D.  Lake  Erie  at  Buffalo.    Mean  of  11  samples  taken  between  September  19, 1006,  and  August  28, 1907. 
£ .  The  St.  Lawrenoe  at  Ogdensburg.    Mean  of  11  samples  taken  between  September  18, 1906,  and  August 

19, 1907. 
Analyses  A  to  E  by  R.  B.  Dole  and  M.  G.  Roberts.    See  Water-Supply  Paper  U.  S.  Geol.  Survey  No.  2%. 

F.  The  St.  Lawrenoe  at  Polnte  des  Cascades,  near  Vaudreuil,  above  Montreal.  Analysis  by  T.  Sterry 
Hunt,  Phil.  Mag.,  4th  ser.,  vol.  13, 1857,  p.  239. 

G.  The  St.  Lawrence  opposite  Montreal.  Analysis  by  Norman  Tate,  cited  by  T.  MeUard  Reade,  in 
Evolution  of  earth  structure,  1903. 


A 

B 

C        1       D 

E 

F 

G 

COj 

47.42 

3.62 

1.89 

.86 

22.42 

5.35 

1    5.52 

12.76 
.16 

49.45 

6.15 

2.31 

.26 

22.21 

7,01 

\    4.02 

J 

8.54 
.05 

47.26 

5.77 

2.42 

38 

22.33 

6.52 

1     4.10 

11.16 
.06 

44.70 

9.83 

6.58 

,23 

23.45 

5.75 

1     4.92 

^    4.46 
.08 

45.70 

9.15 

5.87 

.23 

23.66 

5.49 

1     4.81 

5.03 
.06 

41.66 
5.19 
L51 

44.43 

so. 

1L17 

CI      

2.41 

N0« 

tJ      8 

Ca 

20.08 

4.52 

3.20 

.72 

23.12 

20.67 

Me 

6.44 

Nf:::::::::.:.: 

4.87 

K        

SiOa 

10.01 

FgoO, 

Salinity,  parts  per  mil- 
lion   

100.00 
0.60 

100.00 
118 

100.00 
108 

100.00 
133 

100.00 
^^^134 

100.00 
160 

100.00 
148 

i  Supplied  by  Chase  Palmer.    For  details  see  Bull. 
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The  following  analyses  represent  tributaries  to  the  St.  Lawrence:  ^ 

Analyses  of  water  from  trihitaries  to  the  St.  Lawrence. 

H.  Pigeon  River,  MinneBOte.  Analysis  by  W.  A.  Noyes,  Eleyenth  Ann.  Rept.  Minnesota  Qeol.  Surrey- 
18S2,p.  174. 

I.  Grand  River  at  Grand  Rapids,  Michigan.  Mean  of  34  oompoeltes  of  samples  taken  between  October 
1, 1906,  and  October  5, 1907.    Analyses  by  R.  B.  Dole,  M.  O.  Roberts,  C.  Palmer,  and  W.  D.  Collins. 

J.  Kalamasoo  River  near  Kalamacoo,  Michigan.  Mean  of  35  composites,  September  19, 1906,  to  Sep- 
tsmber  21, 1907.   Same  analysts  as  under  I. 

E.  Manmfie  River  at  Toledo,  Ohio.  Mean  of  36  oomposites,  between  September  9, 1906,  to  October  7, 
1907.    Dole,  Roberts,  and  Palmar,  analysts. 

L.  Genesee  River  at  Rochester,  New  York.  Analysis  by  C.  F.  Chandler,  cited  by  I.  C.  Russell  in  Mon* 
U.  S.  Geol.  Survey,  vol.  11. 1885,  opp.  p.  176. 

M.  Oswegatchie  River  at  Ogdensburg,  New  York.  Mean  of  36  oomposites,  September  9, 1906,  to  Sep- 
tember 9, 1907.    Same  analjrsts  as  under  I  and  S. 

N.  OtUwa  River  at  Ottawa,  Canada.  High  water,  July,  1907.  Analysis  by  F.  T.  Shutt  and  A.  G. 
Spencer,  Trans.  Roy.  See.  Canada,  3d  ser.,  vol.  2, 190S,  p.  175.    Another  incomplete  analysis  is  also  given. 

O.  Lake  Champlahi.  Average  of  five  analyses  of  samples  taken  in  the  broad  lake,  by  M.  O.  Leighton, 
Water-supply  Paper  U.  S.  Geol.  Survey  No.  121, 1905.  This  paper  contains  analyses  of  water  fh>m  the 
upper  end  of  the  lake,  of  Bouquet  River,  and  of  Ticonderoga  Creek. 

Analyses  I,  J,  K,  and  M,  lh>m  Water-Supply  Paper  236,  contain  corrections  for  the  alkalies  as  furnished 
by  Palmer.  An  earlier  analysis  of  water  from  the  Manmee,  by  Chandler,  and  one  of  the  Ottawa,  by  T.  S. 
Hunt,  are  given  in  the  former  edition  of  this  book  (Bulletin  330). 


CO,... 
SO4... 

CI 

NO,... 

Ca 

Mg.... 

Na 

K.... 
SiOj... 
Fe,0,. 
A1,0,. 


Salinity,     parts     per 
million 


42.00 
4.69 
6.09 


18.08 
5.74 
5,13 
2.55 

14.16 
1.57 


100.00 
51 


44.37 

12.88 

3.00 

.89 

21.85 

7.42 

3.20 

.89 

5.46 

.04 


100.00 
258 


47.32 
9.54 
1.41 

.79 

22.82 

7.47 

2.87 

.70 
7.05 

.03 


100.00 
242 


29.63 

16.25 

13.55 

1.52 

19.29 

5.44 

6.79 

1.62 

5.78 

.13 


100.00 
298 


37.94 
25.29 

1.41 


24.48 

5.29 

2.59 

1.35 

.82 

I     .83 


100.00 
170 


N 


39.10 

12.24 

.59 

.59 

19.40 

5.23 

6.57 

1.80 

14.03 

.45 


100.00 

77 


35.44 

8.57 
1.42 


16.58 
4.74 
4.51 
1.59 

20.03 

7.12 


Y 


100.00 
45 


45.81 

11.03 

1.78 


21.19 

4.21 

t  8.80 


58 
60 


100.00 
67 


•  Includes  small  amounts  of  PO4  and  MntO^. 

Between  these  waters  there  are  distinct  resemblances,  in  that  car- 
bonates are  the  predominating  salts  and  calcium  is  the  chief  metal. 
Ottawa  River  is  characterized  by  high  silica;  but  the  Genesee  and  the 
Maumee,  which  flow  through  areas  of  sedimentary  rocks,  contain  a 
larger  proportion  of  sulphates.  The  increase  in  salinity  or  concen- 
tration in  passing  from  Pigeon  River,  at  the  head  of  Lake  Superior, 
to  the  St.  Lawrence  at  Montreal  is  also  noteworthy.  The  two  Mont- 
real analyses,  F  and  G,  are,  however,  far  from  concordant  and  can 
not  be  given  much  weight. 

1  Other  tiibatarlfis  that  have  been  analyzed  are  as  follows:  Ooose  Lake^  Michigan  ( Geol.  Survey  Michigan, 
VOL  8,  pt.  Z,  1008,  p.  235);  Tofoh  Lake,  Portage  Lake,  Pine  River,  Thunder  River  (Rept.  State  Board 
Geol.  Survey  Michigan,  1903);  Traveise  Bay,  Detroit,  Shiawassse,  Grand,  Csss,  Chippewa,  Tittabawassee, 
sod  Boardman  rivers,  Manistee  and  Muskegon  lakes,  cited  by  A.  C.  Lane  in  WaterSupply  Paper  U.  S. 
GeoL  Survey  No.  31, 1903. 

101381**— BuU.  491—11 5 
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According  to  estimates  made  by  engineers  of  the  United  States 
Army,  the  flow  of  the  St.  Lawrence  past  Ogdensburg  is  248,518  cubic 
feet  per  second.  This,  with  a  salinity  of  134  patrts  per  million,  cor- 
responds to  a  transport  of  dissolved  matter  of  29,722,000  metric  tons 
annually.  The  area  drained,  exclusive  of  water  surface,  is  286,900 
square  miles,  and  from  each  square  mile  103.6  tons  are  removed  in 
solution  each  year. 

THE  ATLANTIC  SLOPS. 

For  the  rivers  and  lakes  of  the  Atlantic  slope  south  of  the  St.  Law- 
rence the  data  are  now  fairly  abundant.  The  subjoined  analyses  are 
the  most  useful.  In  all  of  them  bicarbonates  are  reduced  to  normal 
form,  and  organic  matter  is  omitted  from  the  calculation. 

Analyses  of  waters  from  AtUmHc  slope — J. 

A.  Mowehead  Lake,  Maine. 

B.  Rangeley  liake,  Maine. 

C.  Androaooggln  River  at  Brunswick,  Maine,  above  the  Calls.  Avenge  of  38  analjreea  of  weekly  samples, 
taken  between  April  26, 1905,  and  January  16»  1906.  Analyses  A,  B,  and  C  made  by  F.  C.  Robinson,  for 
the  water-resouroes  branch  of  the  United  States  Qeologlcal  Survey.  C  as  recakmlated  by  Dole  in  Water- 
Supply  Paper  230.    The  undetermined  C0|  is  computed  to  satisfy  bases. 

D.  Merrimac  Riverabove  Concord,  New  Hampshire.  Analysis  by  H.  B.  Baniard  Ibr  the  water-resonroes 
branch  of  the  Geological  Survey. 

£.  Hudson  River  at  Hudson,  New  York.  Mean  analysis  of  36  weekly  composites,  taken  between  Sep- 
tember 16, 1906,  and  September  22, 1907.  .\nalyses  by  R.  B.  Dole,  M.  O.  Roberts,  C.  Palmer,  and  W.  D. 
Collins,  Water-Supply  Paper  236, 1909.  Analyses  by  C.  F.  Chandler  of  water  from  the  Hudson,  and  Its 
tributaries,  the  Mohawk  and  the  Croton,  are  cited  in  the  former  edition  of  this  book  (Bulletin  830). 

F.  Raritan  River  at  Bound  Brook,  New  Jersey.  Mean  of  35  composite  samples,  taken  between  Sep- 
tember 10, 1906,  and  September  12, 1907.  Same  analysts  and  reference  as  under  E.  Analyses  of  several 
New  Jersey  streams  are  given  by  A.  U.  Chester  in  the  Report  on  water  supply.  New  Jersey  Oeol.  Survey, 
1894.  An  analysis  of  water  from  Passaic  River,  by  E.  N.  Horsford,  is  published  in  Geology  of  New  Jersey, 
p.  703, 1868;  and  another  by  H.  Wurtz  in  Am.  Chemist,  vol.  4,  pp.  90, 133.    1873. 

G.  Delaware  River  at  Lambertville,  New  Jersey.  Mean  of  34  composite  samples,  September  8, 1906, 
to  September  12, 1907.  Same  analysts  and  reference  as  under  £.  A  similar  average  analysis  of  the  Lehigh 
is  also  given  by  Dole.  For  an  earlier,  single  analysis  of  Delaware  water  see  H.  Wurti,  Am.  Jour.  Soi., 
2d  ser.,  vol.  22, 1856,  p.  125.  Analyses  of  water  from  the  Schuylkill  are  given  by  C.  M.  Cresaon  in  a  report 
entitled  '<  Results  of  ezaminabons  of  water  from  the  River  SchuylkiU,"  Philadelphia,  1875. 

H.  Susquehanna  River,  at  Danville,  Pennsylvania.  Mean  of  36 composite  samples,  September  10, 1906, 
to  September  17, 1007.  Same  analysts  and  referenoe  as  under  B.  Similar  annual  averages  for  the  river  at 
West  Pittston  and  Williamsport  are  also  given  by  Dole.  The  Susquehanna  shows  the  effects  of  contamina- 
tion by  coal-mine  drainage. 

In  aiial>'ses  E,  F,  G,  and  H  the  alkalies  are  given  as  corrected  by  Palmer. 


CO3... 
SO4... 
CI.... 
NO,... 

Ca 

Mg.... 
Na.... 

K 

SiO,... 

Fe^O,. 


Salinity,  parte  per  mil- 
lion  


26.83 
14.46 
13.83 


14.94 
1.80 

12.79 
4.29 
9.68 
1.38 


B 


26.53 
13.08 
12.72 


14.78 
1.69 

11.63 
4.42 

13.33 

I  1.82 


100.00 
14.5 


100.00 
16.5 


20.29 

24.85 

4.76 


15.33 
2.27 
5.17 
2.07 

18.63 

^  6.63 


100.00 
48.3 


28.15 

12.78 

8.78 


17.14 
4.18 
6.16 
trace 
18.14 
1.34 
3.33 


100.00 
170 


E 


35.45 

15.84 

3.96 

.79 

20.79 
3.76 
6.53 
1.78 

10.90 


.20 


100.00 
108 


29.48 

14.08 
5.52 
2.23 

14.08 
4.58 
9.27 
1.76 

18.77 


.23 


100.00 
85 


.15 


100.00 
70 


H 


23.54 
27.63 
7.19 
3.02 
18.64 
4.08 
6.84 
1.33 
7.72 


.11 


100.00 
112 


Digitized  by  VnOOQ IC 


LAKBS  AND  BIVEB8. 


67 


Analyses  A  and  B  are  remarkable  because  of  their  relatively  high 
content  in  alkaline  chlorides.  These  waters,  however,  are  very 
dilute,  and  the  absolute  quantity  of  chlorides  in  them  is  probably  no 
more  than  they  would  receive  from  rainfall.  The  Androscoggin 
rises  in  the  Rangeley  Lakes,  but  the  composition  of  its  water  is  pro- 
foundly modified  by  drainage  from  factories  and  pulp  miUs.  Its  head- 
waters, flowing  from  a  region  of  crystalline  rocks,  mainly  granitic, 
are  remarkably  pure. 

Analyses  oftoatersfrom  Atlantic  slope — 11. 

I.  Potomac  River  at  Cmnberland,  Maryland.  Mean  oompo8itiouol36  composite  samples,  taken  between 
September  11, 1906,  and  September  14, 1007.    Analyses  by  Dole,  Roberts,  Palmer,  and  CoiUns. 

J.  Shenandoah  River  at  MlUvlUe,  West  Virginia.  Composite  of  36  samples,  September  12,  1906,  to 
September  0, 1907.    Same  analysts  as  under  I. 

K.  Potomao  River  above  Oieat  Falls,  Maryland.  Average  of  twelve  samples  taken  at  intervals  of  one 
month,  between  April,  1904,  and  April,  1906.  Analyses  by  Raymond  Outwater,  Water-Supply  Paper 
U.  S.  OeoL  Survey  No.  192, 1907,  pp.  286-297.  This  report  contains  thirty-four  other  analydss  of  water 
Imm  the  upper  Potomac  and  its  important  tributaries. 

L.  Jamea  River  at  Richmond,  Virginia.  Composite  of  36  samples,  September  10, 1906,  to  September 
9, 1907.  Some  analysts  as  under  I.  A  thesis  by  A.  F.  White,  Washington  and  Lee  University,  1906,  oon- 
tiiDs  partial  analyses  of  tributaries  of  the  James  near  Lexington,  Virginia.  See  also  an  analysis  of  James 
River  water  by  W.  H.  Taylor,  Rept  to  Richmond  Board  of  Health,  1877,  cited  in  the  former  edition  of 
this  book  (Bulletin  330). 

M.  Dan  River  at  South  Boston,  Virginia.  Composite  of  21  samples,  September  3, 1906,  to  May  2, 1907. 
Dole,  Roberts,  and  Palmer,  analysts. 

N.  Roanoke  River  at  Randolph,  Vtarginia.  Composite  of  20  samples,  September  7, 1906,  to  May  12, 1907. 
Same  analysts  as  under  M. 

O.  Neiue  River  at  Raleigh,  North  Carolina.  Composite  of  36  samples,  October  1, 1906,  to  October  10, 
»iJ07.   Same  analysts  as  under  L 

AH  the  analyses  in  this  table,  except  K,  are  recalculated  fh>m  Water-Supply  Paper  236,  with  the  alkali 
determinations  as  oonected  by  Palmer.    Each  composite  sample  represents  ten  daily  oolleotions. 


Z 

J 

K 

L 

M 

N 

0 

CO, 

13.69 

44.85 

4.95 

.70 

18.56 

3.56 

6.11 

1.08 

6.35 

47.22 
4.43 
2.14 
1.86 

22.85 
5.86 
3.86 
1.00 

10.71 

44.37 
7.68 
4.44 

'*27."46* 

4.08 

2.83 

.55 

4.56 

}    4.09 

36.02 

8.67 

2.81 

.37 

17.10 
3.66 
7.20 
1.34 

21.98 

25.43 
5.34 
5.03 
1.73 
8.79 
2.35 
9.10 
2.04 

37.68 

34.99 

5.90 

2.95 

.67 

12.74 
4.69 
6.70 
1.47 

28.15 

24.93 

80^ 

4.90 

a 

6.34 

NO, 

.43 

t.^'*"                     

Ca 

8.50 

Me 

2.59 

Nf::: : 

10.09 

K    

1.87 

SiOa 

37.47 

ALO,    

FcO- 

.15 

.07 

.85 

2.51 

1.74 

2.88 

Salinity,     parts     per 
million 

100.00 
130 

100.00 
140 

100.00 
115 

100.00 
89 

100.00 
71 

100.00 
79 

100.00 
73 

The  first  three  analyses  in  the  foregoing  table  are  peculiarly  sug- 
gestive. The  Potomac,  at  Cumberland,  shows  the  eflfect  of  drainage 
from  coal  mines.  The  Shenandoah  adds  to  the  Potomac  a  large 
volume  of  water  which  is  little  contaminated,  and  which  represents 
to  a  considerable  extent  the  influence  of  a  limestone  country.  At 
Great  Falls,  the  Potomac,  modified  by  its  numerous  affluents, 
approaches  the  normal  or  average  type  of  river  waters.    According 
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to  estimates  made  by  Outwater^  the  Potomac  amiually  carries  past 
Point  of  Rocks  771,000,000  kilograms  of  dissolved  matter  and 
212,000,000  kilograms  of  solids  in  suspension,  or  sediments.  The 
sum  of  the  two  quantities  is  983,000  metric  tons,  or  a  little  over  102 
metric  tons  per  square  mile  of  the  territory  drained.  The  dissolved 
matter  corresponds  to  80  tons  per  square  mile. 


Analyses  of  waters  of  Atlantic  slope — III. 

P.  Cape  Fear  River  at  Wilmiiigton,  North  Carolina.  Mean  analysis  of  30  oomposlte  samples,  taken 
between  October  2,  1906,  and  October  9,  1907.  Dole,  Roberts,  Palmer,  and  Collins,  analysts.  Water 
probably  modified  by  tidal  contamination. 

Q.  Pedee  River  near  Pedee,  North  Carolina.  Mean  of  24  compoeites,  October  26, 1906.  to  October  19, 
1907.    Dole,  Palmer,  Collins,  and  J.  R.  Evans,  analysts. 

R.  Saluda  River  near  Columbia,  South  Carolina.  Mean  of  16  composites,  October  27, 1906,  to  May  8, 
1907.    Evans,  analyst. 

S.  Wateree  River,  near  Camden,  South  Carolina.  Mean  of  34  composites,  Ootol)er  21, 1906,  to  October 
25, 1907.    Dole,  Evans,  Palmer,  and  Collins,  analysts. 

T.  Savannah  River  near  Augusta,  Georgia.  Mean  of  34  comiKJSttes,  October  25, 1906,  to  October  22, 1907. 
Same  analysts  as  under  Q. 

U.  Ocmulgee  River  near  Macon,  Oeoigia.  Mean  of  33  oomxxMltes,  October  19, 1906,  to  October  21, 1907. 
Same  analysts  as  under  Q. 

V.  Oconee  River  near  Dublin,  Oeocgia.  Mean  of  32  composites,  October  18, 1906,  to  October  17,  1907. 
Same  analysts  as  under  Q.  All  the  analyses  in  this  table  are  ttom.  Water-Supply  Paper  236.  Potassium 
determinations  supplied  by  Palmer. 


COg 

S04 

CI 

NO, 

Ca 

Mg 

Na 

K 

SiO- 

FeA 

Salinity,     parts     per 
million 


26.57 

6.91 

12.52 

.43 

10.80 

3.24 
14.04 

1.95 
21.38 

2.16 


100.00 
57 


23.33 

5.95 

4.60 

.89 

10.25 
1.93 

10.99 
2.82 

38.65 
.59 


100.00 


26.01 

8.01 

5.61 

.69 

13.46 
2.08 
9.62 

33.65 
.87 


100.00 
62 


25.15 
6.33 
4.22 
.60 
9.49 
2.71 

10.84 
2.41 

37.65 
.60 


100.00 
73 


22.49 
9.12 
3.19 
.91 
8.67 
1.22 

14.42 
4.12 

34.95 
.91 


100.00 
60 


21.06 
7.48 
4.28 
1.07 
9.62 
1.83 

10.23 
2.90 

39.70 
1.83 


100.00 


26.00 
8.86 
4.86 
1.43 

12.14 
2.29 

10.14 
2.85 

30.00 
1.43 


100.00 


Analyses  of  eastern  tributaries  to  the  Gulf  of  Mexico. 

A.  Flint  River  near  Albany,  Georgia.  Mean  analysis  of  20  composite  samples,  taken  between  Ootobei 
23, 1906,  and  May  12, 1907.    J.  R.  Evans,  analyst. 

B.  Chattahoochee  River  at  West  Point,  Georgia.  Mean  of  34  composites,  October  26, 1906,  to  October  18, 
1907.    Dole,  Evans,  Palmer,  and  Collins,  analysts. 

C.  Ooetanaula  River  near  Rome,  Georgia.  M^an  of  31  composites,  October  21, 1906,  to  October  28, 1907. 
Same  analysts  as  under  B. 

D.  Cahaba  River  near  Birmingham,  Alabama.  Mean  of  30  con^xwites,  November  1 ,  1906,  to  November 
1, 1907.  Same  analysts  as  under  B.  For  a  single  analysis  of  water  from  the  Cahaba  see  R.  S.  Hodges, 
Geol.  Survey  Alabama,  Underground  water  resoorces,  1907.  This  report  contains  many  analyses  of  springs 
and  wells. 

E.  Alabama  River  at  Setana,  Alabama.  Mean  of  33  compoeites,  November  5, 1906,  to  October  17, 1907. 
Evans,  Dole,  Palmer,  Collins,  and  W.  Van  Winkle,  analysts. 

F.  Tombigbee  River  near  Epes,  Alabama.  Mean  of  33  composites,  October  24, 1906,  to  October  24, 1907. 
Same  analysts  as  under  B. 
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O.  Peari  Rhrer,  near  Jackson,  Mlsslsstppl.  Mean  of  32  oompoeites,  Oetober  16, 1900,  to  October  19, 1907. 
Same  analysts  as  under  B. 

AO  the  analyses  in  this  table  are  recalctilated  from  Water-Supply  Paper  230,  including  later  alkali  deter- 
minations by  Palmer. 


CO, 

SO4 

CI 

NO, 

Ca 

Mg 

Na 

K 

SiOj 

Fe,6, 

Salinity,     parts     per 
million 


22.73 

8.95 

4.17 

.90 

13.12 
2.09 

10.44 

35.77 
1.83 


100.00 
67 


21.32 
8.49 
3.96 
1.32 
9.06 
1.51 

12.08 
3.40 

37.73 
1.13 


100.00 
52 


32.06 

5.04 

2.21 

.50 

14.74 
3.19 
9.60 
1.96 

29.48 
1.22 


100.00 
82 


32.53 

11.18 

2.79 

.76 

16.52 
3.17 
8.78 
3.18 

20.33 
.76 


100.00 
76 


27.86 
10.63 

2.72 

.83 

15.35 

3.42 
11.33 

2.12 

24.79 

.95 


100.00 
82 


33.34 

6.37 

3.03 

.61 

18.18 
1.82 
8.18 
2.32 

25.25 
.90 


100.00 
94 


25.29 
10.31 

5.48 

1.12 
11.43 

1.77 
11.59 

3.22 

28.99 

.80 


100.00 
59 


A  glance  at  the  foregoing  table  and  the  two  immediately  preceding 
it  reveals  a  remarkable  similarity  between  the  waters  of  the  southern 
rivers  from  the  James  to  the  Pearl  inclusive.  All  are  low  in  salinity 
and  relatively  high  in  silica  and  the  alkalies.  In  several  of  the 
analyses  the  alkaline  radicles  are  in  excess  of  calcium.  River 
waters,  in  short,  seem  to  exhibit  distinct  regional  peculiarities, 
which,  in  most  cases,  if  not  in  all,  are  due  to  the  geology  of  the  region 
traversed.  These  waters,  with  one  or  two  exceptions,  flow  from 
areas  of  crystalline  schists,  and  owe  much  less  to  sedimentaiy 
environments. 

THE  MISSISSIPPI  BASIN. 

For  the  great  river  system  of  the  Mississippi  the  chemical  data  are 
abundant,  but  of  very  unequal  value.  The  river  itself  has  been 
studied  from  near  its  source  to  near  its  mouth,  and  the  waters  of 
many  tributaries  have  also  been  analyzed.  Taking  the  Mississippi 
itself  first,  the  useful  data  are  as  follows,  arranged  in  order  going 
southward: 
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AnalyHs  ofwaUrfrom  Mimstippi  River. <^ 

A.  Mbsiasippl  River  at  Bnliiezd,  Minnesota.  Analysis  by  C.  F.  SIdener,  Thirteenth  Aon.  Kept  Oeol. 
Nat.  Hist  Surrey  Iflnnesota,  1884,  p.  102. 

B.  Mississippi  River  at  Minneapolis,  Minnesota.  Average  of  35  analyses,  by  W.  M.  Barr,  H.  S.  Spauld- 
Ing,  and  W.  Van  Winkle,  of  samples  eaoh  formed  by  ten  dally  collections  between  September  10, 1906,  and 
September  11,  1907. 

C.  Mlssl8Bii»pl  River  near  Moline,  niinois.  Mean  of  18  composite  samples,  taken  between  February  1 
and  July  31, 1906.    W.  D.  Collins,  analyst. 

D.  Mississippi  River  near  Quincy,  Bllnols.  Mean  of  36  composite  samples,  taken  between  Angnst  1, 
1906,  and  July  31, 1907.    W.  D.  Collins,  analyst. 

E.  Mississippi  River  near  Chester,  Illinois.    Mean  of  31  composite  samples,  taken  between  August  1, 

1906,  and  July  31, 1907.    W.  D.  CoUlns,  analyst. 

F.  Mississippi  River  at  Memphis,  Tennessee.    Mean  of  35  composite  samples,  taken  between  January  10, 

1907,  and  January  1, 1908.    Analyses  by  J.  R.  Evans,  W.  Van  Winkle,  R.  B.  Dole,  Chase  Palmer,  and 
W.  D.  Collins.    Later  alkali  determinations  by  Palmer. 

O.  Mississippi  River  above  CarroUUm,  Louisiana.  Analysis  by  C.  H.  Stone,  Science,  vol.  22,  p.  472, 
1905.    Sample  taken  6  feet  below  surface.    Recalculated  from  bicarbonates. 

H.  Mississippi  River  at  New  Orleans.  Mean  of  Si  composite  samples,  taken  dally  between  April  29, 
1905,  and  April  28, 1906.    J.  S.  Porter,  analyst 

The  analyses,  except  A  and  O,  are  recalculated  ftom  the  figures  given  by  Collins  in  Water-Supply  Paper 
239  and  Dole  in  Water^upply  Paper  236. 


CO,.... 

S04. . . . 

CI 

N03... 

PO,.... 
Ca 

Mg. . . . 

Na 

K 

SiO«... 
AI2O3 . . 

Mn,04. 


Salinity,     parts     per 
million 


51.65 

1.06 

.48 


22.94 
4.09 
5.14 
1.75 
9.40 
2.01 
1.49 


100.00 
195 


48.03 

9.35 

.83 

.73 


20.77 

7.27 

I  5.19 

7.78 


.05 


100.00 
200 


42.27 

13.58 

2.09 

1.01 


18.68 

7.36 

I  5.65 

9.09 


100.00 
179 


43.16 

12.55 

2.21 

1.10 


18.06 

8.03 

I  6.52 

9.03 


.35 


100.00 
203 


33.23 

21.74 

3.79 

1.06 


17.08 

6.22 

I  8.16 

8.64 


.20 


100.00 
269 


30.23 

20.50 

4.10 

.81 


17.16 
5.72 
8.09 
1.62 

11.44 


.43 


100.00 
202 


30.27 

34.98 

19.69 

15.37 

11.06 

6.21 

1.60 

.27 

20.25 

4.66 

6.86 

1.57 

6.07 

.12 

.08 

.11 


100.00 
146 


20.50 
6.38 
I  8.33 

7.05 
.45 
.13 


100.00 
166 


a  For  two  analyses  of  Mississippi  water,  taken  above  and  below  Minneapolis,  see  J.  A.  Dodge,  Tenth 
Ann.  Rept  Oeol.  Nat  Hist  Survey  Minnesota,  1882,  p.  207.  These  analyses  are  f^ven  in  the  former  edition 
of  this  book.  Bailey  WUUb  (Jour.  Geology,  vol.  1, 1833,  p.  500)  cites  some  imperfect  analyses  of  the  Missis- 
sippi and  Missouri  near  St  Louis.  Iowa  Geol.  Survey,  vol.  6,  1896,  p.  365),  contains  other  analyses  of 
Ml^ssippl  water,  and  also  of  Missouri.  Cedar,  Des  Mohies,  Coon,  Boyer,  Wapslplnlcon,  Skunk,  Charlton, 
Grand,  Nodaway,  and  West  Nishnabotna  rivers.  These  too  are  moomplete.  The  early  analyses  of  Missis- 
sippi water  by  Avequin  and  by  Jones  are  of  no  value  for  present  purposes.  Partial  analyses,  containing 
some  useful  data,  are  given  in  Report  of  the  sewage  and  water  board,  New  Orleans,  1903.  These  relate  to 
the  lower  Mississippi  near  New  Orleans. 

This  table  tells  a  definite  story.  The  upper  Mississippi  is  low  in 
sulphates  and  chlorides,  which  tend  to  accumulate  in  the  lower 
stream.  The  chlorides  come  in  part  from  human  contamination,  a 
subject  to  be  considered  later;  but  more  largely,  together  with  sul- 
phates, from  western  tributaries.  At  New  Orleans,  also,  there  is 
probably  some  '* cyclic  sodium"  brought  in  rainfall  from  the  Gulf  of 
Mexico.  On  the  whole,  carbonates  predominate  in  the  Mississippi 
water,  with  all  elso  subordinate. 
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If  we  accept  the  figures  given  by  J.  L.  Greenleaf/  who  puts  the 
average  outflow  of  the  river  at  664,000  cubic  feet  per  second,  the 
mean  salinity  of  166  parts  per  million  corresponds  to  a  total  trans- 
port of  material  in  solution  of  98,369,000  metric  tons  annually.  This 
is  equivalent  to  a  little  over  78  metric  tons  from  each  square  mile 
of  territory  drained.  It  is  the  contribution  of  the  entire  Mississippi 
Valley  to  the  salinity  of  the  ocean,  but  it  is  subject  to  some  correc- 
tions that  need  to  be  determined  hereafter. 

The  next  table  gives  analyses  of  waters  tributary  to  the  upper 
Mississippi  within  the  States  of  Minnesota  and  Wisconsin.' 

Analyses  ofwaUrs  trihtUary  to  upper  Mississippi  River. 

A.  Lake  Mixmetonka.    Analysis  by  W.  A.  Noyes,  Qeolosy  ol  liinneBotai  vol.  2, 1888,  p.  311. 

B.  liUlelacs  Lake.    Analysis  by  J.  A.  Dodge,  Geology  of  MimieBoto,  vol.  4, 1809,  p.  38. 

C.  Bigstone  Lake.  Analysis  by  C.  F.  Sidener,  Thirteenth  Ann.  Rept.  Geol.  Nat.  Hist.  Survey  Minne- 
sota, 1884,  p.  08.    Empties  into  Minnesota  River. 

D.  Heron  Lake.  Analysis  by  Noyes,  Eleventh  Ann.  Rept.  Oeol.  Nat.  Hist.  Survey  Minnesota,  1882, 
p.  173.    Empties  into  Des  Moines  River. 

E.  Rock  River  at  Luveme,  Minnesota.  A  tributary  of  Sioux  River.  Analysis  by  Noyes,  Geology  of 
Minnesota,  vol.  1, 1884,  p.  &50. 

F.  Minnesota  River  at  Shakopee,  Minnesota.  Mean  analysis  of  30  composite  samples,  taken  between 
September  24,  ig06,  and  October  1, 1907.  W.  M.  Barr,  H.  8.  Spanlding,  W.  Van  Winkle,  R.  B.  Dole, 
C.  Palmer,  and  W.  D.  Collins,  analysts.    Alkali  determinations  as  corrected  by  Palmer. 

G.  ChipiMwa  River  near  Eau  Claire,  Wisconsin.  Mean  of  35  composites,  September  14, 1906,  to  Sep- 
temberl2, 1907.    Barr,  Spauldlng,  and  Van  Winkle,  analysts. 

H.  Wisconsin  River  near  Portage,  Wisconsin.   Mean  of  24  composites,  September  11, 1906,  to  May  17, 
1907.    Same  analysts  as  under  G . 
Analyses  F,  O,  H,  are  recalculated  from  the  figures  given  by  Dole  in  Water-Supply  Paper  236. 


A 

B 

C 

D 

E 

F 

0 

H 

CO, 

58.81 

59.03 
.88 
.59 

20.13 

34.36 

1.65 

42.65 
18.62 
1.14 
1.39 
20.71 
8.00 
2.94 
1.32 
2.61 

}    .62 

47.94 

8.64 

.44 

'26.'5i' 
7.43 
3.31 

.51 
7.65 
3.21 

.36 

31.59 

31.26 

1.02 

.43 

17.81 

7.61 

4.12 

1.15 

4.99 

.02 

30.49 

18.09 

1.42 

.78 

16.80 

6.07 

no.  46 

15.50 
.39 

31.43 

S04          

18.74 

CI 

.72 

2.31 

NO. 

.99 

t2   ^ 

Ca            

25.52 
7.23 
1.03 
2.32 
4.37 

15.25 
10.71 
6.68 
2.24 
2.97 
1.66 

8.00 
8.61 
6.69 
1.01 
19.26 
.29 

15.44 

Me        

7.50 

nI::;..  .::: : 

18. 93 
14.33 

K                

SiO,       

Fe^O, 

.33 

ALO,        

Salinity,  parte  per  mil- 
lion  

100.00 
110 

100.00 
144 

100.00 
554 

100.00 
272 

100.00 
275 

100.00 
480 

100.00 
90 

100.00 
98 

1  Am.  Jour.  Sci.,  4th  ser.,  vol.  2, 1896,  p.  29.  Greenleaf  gives  detailed  data  ibr  the  important  tributaries 
of  the  MJssiasippL    The  area  drained  by  the  river  is  put  at  1 ,259,000  square  miles. 

t  For  analysea  of  several  other  Minnesota  waters,  see  Water-Supply  Paper  U.  8.  Geol.  Survey  No.  193, 
1907,  p.  133. 
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The  following  table  gives  analyses  of  waters  tributary  to  the  Mis- 
sissippi in  Illinois  and  Iowa: 

Analyges  of  tributarUs  in  IllinoU  and  Iowa. 

A.  Rock  River  near  Sterling,  niinois.    Mean  analysis  of  86  composite  samples,  taken  between  August  1, 

1906,  and  July  31, 1907.    W.  D.  Collins,  analyst.    Collins  also  gives  a  similar  annual  average  for  the  river 
at  Rockford. 

B.  Illinois  River  near  Kampsville,  Illinois.  Mean  of  36  composites,  August  1, 1906,  to  July  31, 1907. 
Collins,  analyst.    He  also  gives  similar  analyses  for  the  river  near  Lasalle  and  Peoria. 

C.  Kaskaskia  River  at  Carlyle,  Illinois.  Mean  of  34  composites,  August  1 ,  1906,  to  July  31 ,  1907.  CoUins, 
analyst.    A  similar  average  is  given  for  the  river  near  Shelbyville. 

D.  Cedar  River  near  Cedar  Ri^ids,  Iowa.    Mean  of  37  composites,  September  6, 1906,  to  September  17, 

1907.  W.  M.  Barr,  H.  S.  Spaulding,  and  W.  Van  Winkle,  analysts. 

£.  Iowa  River  at  Iowa  City,  Iowa.  Mean  of  36  composites,  September  6, 1906,  to  September  16, 1907. 
Same  analysts  as  under  D. 

F.  Des  Moines  River  at  Keosauqua,  Iowa.  Mean  of  36  composites,  September  10, 1906,  to  September  9, 
1907.    Same  analysts  as  under  ^* 

Analyses  A,  B,  and  C  are  recalculated  from  the  figures  given  by  Collins  in  Water-supply  Paper  239;  the 
others  are  from  Dole,  Watei^upply  Paper  236. 

Collins  also  gives  annual  averages  for  the  composition  of  the  waters  of  Kankakee,  Fox,  Vermilion, 
Sangamon,  Muddy,  Embarrass,  Little  Wabash  and  Cache  rivers.  In  all,  19  rivers  were  studied ,  including 
the  Mississippi. 


COa 

SO4 

CI 

NOj 

Ca 

Mg 

Na 

K 

SiOj. 

Fe,0, 

Salinity,  parts  per  million 


48.56  , 

9.34 

2.06 

1.42 

18.30 

10.09 

5.60 
.15  I 


38.42 
16.30 
5.82 
1.67 
18.24 
7.76 
6.98 

4.65 
.16 


100.00 
267 


100.00 
267 


42.13 
13.64 
2.77 
1.92 
18.86 
8.02 
5.62 

6.84 
.20 


44.80 
13.08 
1.48 
1.35 
20.91 
6.97 
5.23 

6.10 
.08 


42.17 
14.70 
1.47 
1.15 
20.00 
6.94 
5.67 

7.76 
.14 


34.96 
23.37 
1.58 
1.09 
19.09 
6.91 
5.59 

7.24 
.17 


100.00 
248 


100.00 
228 


100.00  i  100.00 
247     312 


In  the  following  table  I  give  analyses  of  waters  which  reach  the 
Mississippi  from  the  eastward  by  way  of  the  Ohio.^  For  the  Ohio 
itself  I  have  found  no  satisfactory  data. 

Analyses  of  waters  tribtUary  to  Ohio  River. 

A.  Allegheny  River  at  Kittanning,  Pen  nsylvania.  Mean  analysis  of  36  composite  samples  taken  betweeo 
September  13, 1906,  and  September  10, 1907.    R.  B.  Dole,  M.  G.  Roberts,  and  C.  Pabner,  analysts. 

B.  Monongahela  River  at  Elizabeth,  Pennsylvania.  Mean  of  37  composites,  August  25, 1906,  to  Septem- 
ber 2, 1907.  Same  analysts  as  under  A.  Dole  also  gives  an  annual  average  for  the  composition  of  Youghio- 
gheny  water. 

C.  Muskingum  River  at  Zanesviile,  Ohio.  Mean  of  27  composites.  September  3, 1906,  to  September  13, 
1907.    Same  analysts  as  under  A. 

D.  Miami  River  at  Dayton,  Ohio.  Mean  of  34  composites,  September  16,  1906,  to  September  17, 1907. 
Dole,  Roberts,  Palmer,  and  Collins,  analysts. 

£.  East  Fork  of  White  River  near  Azalia,  Indiana.  Mean  of  37  composites,  September  12,  1906,  to 
October  3, 1907.    Barr,  Spaulding,  Van  Winkle,  Dole,  Palmer,  and  Collins,  analysts. 

F.  West  Fork  of  White  River  near  Indianapolis,  Indiana.  Mean  of  35  composites,  September  8, 1906, 
to  September  12, 1907.    Barr,  Spaulding,  and  Van  Winkle,  analysts. 


>  An  analysis  of  Monongahela  water  by  C.  D.  Howard  and  one  of  water  from  the  Cumberland  by  N.  T. 
Lupton  are  given  in  the  former  edition  of  this  book  (Bulletin  390). 
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G.  Wabash  River  at  Vlnoeniiea,  Indiana.  Mean  of  81  oompoaitoi,  Beptembar  9,  VM,  to  Saptamber  16, 
1007.    Same  analysts  as  under  F. 

H.  Kentucky  River  at  Fianklart,  Kentooky.  Ifjean  of  36  oamposf tea,  Aogast  38, 1906,  to  September  4, 
1907.    Same  analysts  as  under  D. 

I.  Camberiand  River  at  Kattawa,  Kentucky.  Mean  of  34  oomposites,  January  11, 1907,  to  January  11, 
1906.    Evans,  Dole,  Palmer,  and  €k>lUns,  analysts.    Another  average  is  given  for  the  water  near  Nashville, 


J.  Tennessee  River  near  OUbertsville,  Kentucky.  ICean  of  33  oompoaites,  October  24, 1906,  to  October 
24, 1908.  Van  Winkle,  Dole,  Palmer,  and  Collins,  analysts.  Another  average  is  given  for  the  vater  at 
Knoxvllle,  Tennessee. 

All  the  analyses  in  this  series  are  recalculated  from  the  flguxes  given  by  Dole  in  Water^upply  Paper 
236,  as  oorrected  by  the  later  alkali  determinations  of  Palmer. 


A 

B 

C 

D 

£ 

CO, 

21.51 

11.47 

24.71 

43.64 

47.85 

S04 

19.55 

42.52 

18.36 

13.88 

10.58 

CI. 

16.10 

4.12 

17.07 

1.42 

1.10 

N03 

.82 

2.32 

.69 

2.98 

1.97 

Ca.. 

16.10 

15.47 

18.36 

20.46 

21.51 

Mg 

3.46 

2.84 

4.06 

8.33 

8.11 

Na 

11.04 

8.12 

9.39 

2.49 

2.75 

K 

2.09 

1.42 

1.28 

.83 

.77 

SiO, 

Fe,6, 

9.09 

10.82 

5.98 

5.89 

5.29 

.24 

.90 

.10 

.08 

.07 

100.00 

100.00 

100.00 

100.00 

100.00 

Salinity,  parts  per  million 

87 

81 

244 

289 

279 

F 

G 

H 

I 

J 

CO, 

31.76 
12.88 
17.32 

1.36 
16.44 

6.44 
\  10.66 

/ 

3.10 
.04 

34.09 

16.57 

10.84 

1.93 

18.37 

*     6.63 

1    7.56 

3.92 
.09 

38.51 
8.32 
2.01 
2.51 

21.06 
3.71 
5.82 
1.41 

16.05 
.60 

40.57 
7.85 
2.43 
1.46 

22.67 
3.48 
4.29 
2.34 

14.59 
.32 

34.57 

SO, 

10.74 

CI 

2.93 

NO, 

1.17 

Ca.         

18.56 

Mg 

4.00 

nS : 

5.08 

K 

2.83 

SiO, 

19.54 

Fe,0, 

.58 

100.00 

100.00 

100.00 

100.00 

100.00 

Salinitv.  "nftrts  "Dflr  million 

450 

336 

104 

124 

101 

For  the  largest  tributary  of  the  Mississippi — the  Missouri — ^several 
analyses  are  available.  They  are  given  in  the  following  table,  together 
with  analyses  of  its  affluents.* 

1  Two  analyses  of  water  from  the  Missouri,  not  used  here,  are  given  in  the  former  edition  of  this  book. 
Another  analysis  by  F.  W.  Traphagen  is  cited  in  £.  W.  Hilgard's  Bolls,  p.  23,  but  the  pohit  of  collection 
is  not  I 
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Analyses  of  water  from  Missouri  River  and  tributaries. 

A.  HisBOori  River  near  Fkvenoe,  Nebraska.  Mean  analysis  of  86  oomposlte  samples,  taken  between 
October  1, 1906,  and  October  14, 1907.    Barr,  Spauldlng,  Van  Winkle,  Dole,  Palmer,  and  Colllne,  analysts. 

B.  Missooil  River  near  Kansas  City,  Missouri.  Mean  of  88  oompositee,  October  4, 1906,  to  October  21, 
1907.    Same  analysts  as  under  A. 

C.  Missouri  River  near  Ruegg,  Missouri.  Mean  of  36  oompoeites,  September  24, 1Q06»  to  October  6, 1907. 
Same  analysts  as  under  A. 

D.  North  Platte  River  at  Nortb  Platte,  Nebraska.  Mean  of  29  composites,  September  10, 1906,  to  June 
80, 1907.    Barr,  Spauldlng,  and  Van  Winkle,  analysts. 

£.  Platte  River  at  Fremont,  Nebraska.  Mean  of  33  oompoeites,  October  10, 1906,  to  November  2, 1907. 
Barr,  Van  W  inkle,  Dole,  Palmer,  and  Collins,  analysts.  Another  series  of  analyses  of  the  water  at  Columbus 
is  also  given.  An  analysis  of  the  Platte  at  Greeley,  Colorado,  is  given  on  p.  fiO,  ante,  together  with  some 
of  its  tributary.  Cache  la  Poudre  River. 

F.  Laramie  River  20  miles  above  Laramie,  Wyoming.  Average  of  three  analyses  by  £.  E.  Slosson, 
Bull.  Wyomhig  Exper.  Sta.  No.  24, 1895. 

O.  Laramie  River  50  miles  below  Laramie.  Analysis  by  E.  E.  Slosson,  loc.  cit.  Slosson  also  gives 
analyses  of  Pope  Agio  and  Little  Goose  creeks.  Another  analysis  of  the  Laramie  is  printed  in  Fifth  Rept. 
Bur.  Soils,  U.  S.  Dept.  Agr.,  1903. 

H.  Yellowstone  Lake.  Analysis  by  J.  E.  Whitfield,  Bull.  U .  S.  Geol.  Survey  No.  47, 1888.  This  buUetin 
also  gives  analyses  of  Firehole  and  Gardiner  rivers. 

Analyses  A  to  E  are  recalculated  from  Dole's  Water-Supply  Paper  236,  with  potassium  determinations 
communicated  by  Palmer. 


'       A 

B 

C 

D 

E 

F 

G 

H 

CO, 

S04 

a. 

22.42 

37.69 

1.99 

.40 

14.58 

4.48 

9.64 

1.70 

24.23 

32.  74  • 

3.15 

.54 

15.04 

4.37 

9.22 

1.50 

25.63 

30.44 

3.52 

.85 

15.22 

4.68 

9.07 

1.90 

24.13 
32.77 

3.15 

.53 

15.05 

4.37 

no.  68 

29.43 

22.18 

2.18 

.33 

15.80 

3.67 

8.06 

2.42 

27.35 

11.16 

3.11 

19.59 

37.48 

6.32 

20.93 
7.12 
7.96 

NO3 

Ca 

13.75 

2.45 

7.34 

.85 

15.07 
5.10 
8.82 
1.96 

7.29 

Me 

.25 

Na;.":;:::::;.:::.... 

13.22 

K 

3.99 

NH. 

.34 

SiOo 

6.95 

8.97 

8.49 

8.98 

15.80 

31.73 
|2.26 

4.54 
}  1.12 

35.51 

AloO. 

3.39 

Fe,0« 

.15 

.24 

.20 

.34 

.13 

Salinity,     parts     per 
millioTt-  -  

100.00 
454 

100.00 
426 

100.00 
346 

100.00 
426 

100.00 
302 

100.00 
212 

100.00 
429 

100.00 
118 

In  all  but  three  of  these  waters  sulphates  predominate  over  car- 
bonates, and  calcium  is  less  conspicuous  than  in  the  analyses  preceding 
this  group.  The  high  silica  of  the  Yellowstone  Lake  and  the  upper 
Laramie  is  also  noticeable. 

For  one  other  tributary  of  the  Missouri  a  particularly  interesting 
^group  of  analyses  is  at  hand.  The  Kansas  or  Kaw  River,  with  its 
chief  affluents,  has  been  studied  by  E.  H.  S.  Bailey  and  E.  C.  Franklin,^ 
whose  data,  reduced  as  usual,  are  given  below.  It  should  be  observed, 
however,  that  the  analyses  are  not  complete;  the  sodium  was  calcu- 
lated and  the  potassium  not  considered  at  all.  The  localities  men- 
tioned are  all  in  the  State  of  Kansas,  and  the  arrangement  of  the 
streams  is  from  the  west,  eastward. 

Univ.  Quart.,  vol.  3, 1884,  p.  91. 
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Analy9e$  of  water  from  Kamas  River  and  tributaries, 

A.  Smoky  Hill  River  below  SaUoa. 

B.  Saline  River  above  New  Cambria. 

C.  Solomon  River  above  Solomon. 

D.  Republloan  River  above  Junction  City. 
B.  Blue  River. 

F.  Delaware  River  at  PerryviUe  (not  to  be  oonAued  with  the  eastern  river  of  the  same  name).  Analysis 
by  J.  E.  Carry. 

O.  Wakarosa  River  south  of  Lawrence.    Analysis  by  J.  £.  Curry. 

H.  Kansas  River,  average  of  two  analyses,  one  sample  taken  above  Topeka,  the  other  above  Lawrence. 
The  two  are  fiftlrly  concordant. 


CO, 

SO4 

CI 

Ca 

Mr 

d 

SiO,. 

(Atfe),0, 

Salinity,     parts     per 
million 


16.07 
24.52 
22.41 
13.86 

2.62 
17.81 

2.03 


100.00 
1,017 


13.70 

16.94 

34.61 

5.62 

1.88 

26.07 

.98 

.20 


100.00 
2,323 


14.12 
23.36 
24.55 
11.58 

2.16 
20.15 

3.63 
.45 


100.00 
1,105 


D  • 


31.41 
13.71 
10.02 
15.62 

3.19 
13.06 
11.61 

1.38 


100.00 
554 


35.41 
16.17 
6.48 
18.90 
4.91 
7.89 
8.59 
1.65 


100.00 
436 


44.54 
11.28 
6.03 
23.14 
5.49 
4.76 
3.39 
1.37 


100.00 
396 


42.66 
7.59 
6.69 

23.27 
3.12 

12.81 
2.77 
1.09 


100.00 


23.83 
18.15 
18.80 
14.76 

3.51 
15.45 

4.83 
.67 


100.00 
766 


The  four  westernmost  of  these  streams  flow  from  a  relatively  arid 
region  and  are  characterized  by  high  salinity.  They  are  pecuUariy 
poor  in  carbonates  but  rich  in  sodium  and  chlorine,  conditions  which 
may  b^  correlated  with  the  great  abundance  of  salt  in  Kansas.  In 
the  Blu«  Kiver  carbonates  begin  to  predominate;  and  in  the  eastern- 
most rivers  of  the  group,  the  Delaware  and  the  Wakarusa,  there  is  a 
close  approximation  in  chemical  character  to  the  streams  of  the  At- 
lantic slope.  The  Kansas  River  itself  represents  a  blending  of  all  the 
waters  which  flow  into  it. 

Two  analyses  of  water  from  the  Arkansas  River,  by  Headden, 
have  already  been  cited,  but  it  seems  well  to  reproduce  them  here, 
with  others  of  the  same  important  stream  and  also  of  the  Red  River, 
as  follows:^ 

1  Partial  analyses  of  about  60  streams  in  Oklahoma  may  be  found  in  Water-Supply  Paper  U.  S.  Qeol. 
Survey  No.  14B,  1905.  A  pajter  by  J.  H.  Norton  on  the  drainage  of  Richland  Creek,  Arkansas,  appeared 
in  Jour.  Am.  Chem.  Boo.,  vol.  90, 1908,  p.  1186.  For  recent  analyses  of  Kansas  waters  see  H.  N.  Parker, 
Water^upply  Paper  273, 1911.    They  should  supplant  the  analyses  cited  above. 
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ATialyaes  of  water  from  ArhtMos  River  and  tributaHea. 

A.  Arkansas  River  at  Canon  City,  Colorado. 

B.  Arkansas  River  at  Rockyford,  Colorado.  Analyses  A  and  B  by  W.  P.  Headden,  Ball.  Colorado  Agr. 
Exper.  SU.  No.  82, 1003. 

C.  Arkansas  River  at  Little  Rock,  Arkansas.    High  water,  December  20, 1888. 

«  D.  Arkansas  River  at  Little  Rock.  Low  water,  August  22, 1888.  Analyses  C  and  D  by  R.  N.  Brackett, 
Ann.  Rept.  Arkansas  Oeol.  Survey,  1891,  vol.  2,  pp.  160, 160.  Recalculated  here  to  standard  torm.  Ac- 
cording to  J.  C.  Branner  (idem,  p.  164),  the  river  carries  in  solution  past  Little  Rock  6,828,350  tons  annuaUy. 

E.  Arkansas  River  at  Little  Rock.  ICean  analysis  of  22  composite  samples,  taken  between  Kovem- 
opr  1,  1006,  and  October  24, 1907.  Ban*,  Spauldlng,  Van  Winkle,  Dole,  Palmer,  and  Colllna,  analysts. 
Recalculated  from  Water-Supply  Paper  236. 

F.  Neosho  River  at  Chanute,  Kansas.  A  tributary  of  the  Arkansas.  Analysis  by  C.  F.  Oustavaen, 
Elansas  Univ.  8cl.  Bull.,  vol.  2, 1903,  p.  243.    Reduced  from  bicarbonate  form. 

O.  Red  River  near  Shreveport,  Louisiana.  Average  of  34  composites  March  10, 1906,  to  March  19, 1906, 
Dole,  Pahner,  Collins,  and  Evans,  analysts.  Recalculated  from  Water-Supply  Paper  236,  with  later 
alkali  determinations  by  Palmer. 


A 

B 

C 

D 

E 

F 

G 

CO, 

37.55 

14.62 

3.77 

2.65 

60.69 

4.89 

20.92 

8.15 

22.21 

10.80 
12.61 
38.55 

1L89 

15.19 

33.17 

.33 

8.99 

2.13 

\  23. 53 

J 

4.57 

'■'".'26' 

2L74 
16.08 

2.78 

"i5.*76' 

.10 

7.91 

"26.62' 
}    9.61 

13.01 

so. 

25.65 

CL. 

NO,    

22.16 
.07 

Ca 

20.24 

5.13 

9.57 

.60 

8.19 

}      .33 

12.78 
3.76 

14.50 
.28 
.45 

7.20 

1.75 
19.83 

3.68 

12.00 

.61 

3.65 

7.60 

1.67 

25.92 

.74 

1.81 

.24 

.06 

13.56 

Mff 

3.12 

Na.:;.. 

15.74 

K    

.91 

Si02 

5.49 

AloO. 

FeA 

.29 

Salinity,     parts      per 
million 

100.00 
148 

100.00 
2,134 

100.00 
109 

100.00 
794 

100:00 
630 

100.00 
306 

100.00 
561 

SO  U TU WK  STEBN  BIVEBS. 

A  few  of  the  rivers  of  the  southwestern  United  States  have  been 
studied  with  much  care.  The  subjoined  analyses  represent  this 
group.*  I 

1  An  analysiB  of  Rio  Qrande  water  by  O.  Loew  is  given  in  Rept.  U.  8.  Oeog.  Sorveys  W.  looth  Mer., 
vol.  3, 1875,  p.  576.  In  the  annual  report  of  the  same  Survey  for  1870  Loew  gives  an  analysis  of  water  from 
Virgin  River,  a  tributary  of  the  Colorado.  For  two  analyses  of  the  Pecos  see  B.  S.  Tilson,  Bull.  QeoL 
Survey  Texas  No.  2, 1010.  Analyses  of  Rio  Grande  water  by  Fraps  and  Tilson  are  cited  in  Circular  103, 
Office  Ejcper.  Sta.,  U.  S.  Dept.  Agr.,  1911. 
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Analytes  ofvxUerJrom  saiUhwesUm  rivers. 

A.  Bmos  River  at  Waco,  Texas.  Mean  azialysls  of  30  oomposlte  aamplea  taken  between  Deoember 
14,  1906,  and  November  10,  1907.  Barr,  Spauldlng,  Van  Winkle,  Dole,  Palmer,  and  Collins,  analysts. 
Recalculated  trom  Wate^Supply  Paper  236,  with  later  alkali  determinations  by  Palmer. 

B.  Colorado  River  of  Texas,  at  Austin.  Mean  of  30  composites,  August  1 ,  1906,  to  July  27, 1906.  W.  H. 
Heileman,  analyst,  Water-Supply  Paper  236. 

C.  Rio  Grande  at  Laredo,  Texas.  Mean  of  37  oomposttes,  August  1, 190S,  to  August  2, 1906.  Heileman, 
analyst,  loc.  dt. 

D.  Rio  Grande  at  Mesilla,  New  Mexico.  Average  composition  for  an  entire  year,  June,  1893,  to  June, 
1804.  Analysee  by  Arthur  Gees,  BuU.  New  Mexico  Agr.  Exper.  Bta.  No.  34, 1900.  This  bulleUn  also 
cootalns  anatyses  of  water  from  Animas  River,  Santa  Fe  River,  and  Rio  Bonito. 

E.  Peooa  River,  New  Mexico.    Average  of  six  samples  analysed  by  Ooss,  loc.  dt. 

F.  Colorado  River  at  Yuma,  Arizona.  Average  of  seven  composite  samples,  covering  collections  made 
between  January  10, 1900,  and  January  24, 1901.  Analyzed  by  R.  H.  Forbes  and  W.  W.  Skinner,  Bull. 
Univ.  Arizona  Agric.  Exper.  Sta.  No.  44, 1902.    The  average  composition  of  the  water  dining  a  year. 

0.  GUa  River  at  head  of  Florence  canal,  below  The  Buttes,  Arizona.  Average  of  four  analyses,  by 
Forbes  and  Skinner,  representing  twenty-one  weekly  composites.  Samples  taken  between  Novemb^ 
28, 1890,  and  November  5, 1900. 

H.  Salt  River  at  Mesa,  Arizona.  Average  of  six  analyses  covering  forty  weekly  composites,  of  water 
taken  between  August  1,1899,  and  August  4, 1900.  Analyses  by  Forbes  and  Skinner,  loc.  dt.  Salt  River 
and  the  Gila  are  tributaries  of  the  Colorado.  Forbes  and  Skinner  report  their  silica  as  the  silicate  radide 
810k.    This  Is  reduced  to  SiOi  in  the  table. 


CO,... 
8O4... 
CI 

N03... 

Ck 

Mg.... 
Na.... 
K 

SiO,.. 


Salinityi     parts    per 
million 


7.09 

25.49 

30.87 

.20 

11.06 

1.74 

20.83 

.67 

2.01 


.04 


100.00 
1,136 


28.60 
12.48 
17.52 


15.46 
5.14 

13.07 
1.50 
5.32 

\    .92 


100.00 
321 


11.56 
30.10 
21.65 


13.73 
3.03 

14.78 

.85 

3.83 

[    .48 


100.00 
791 


17.28 
31.33 
13.55 


14.78 
2.05 

14,43 
1.95 

4.63 


100.00 


1.54 
43.73 
22.56 


13.43 

3.62 

14.02 

.77 

.33 


100.00 
2,384 


13.02 
28.61 
19.92 


10.36 
3.14 

19.75 
2.17 
3.04 


100.00 
702 


12.10 
16.07 
29.78 


8.03 
2.52 
24.53 
2.31 
4.66 


100.00 
1,023 


9.61 

8.29 

41.56 


7.15 
2.69 
26.38 
1.38 
2.94 


100.00 
1,234 


These  waters  are  characterized,  as  is  evident  on  inspection  of  the 
table,  by  high  salinity,  the  predominance  of  alkaline  sulphates  and 
chlorides,  and  a  deficiency  of  carbonates  and  of  lime.  From  figures 
given  by  Forbes  I  have  computed  that  the  Colorado  carries  to  the 
Gulf  of  California  annually,  in  solution,  13,416,400  metric  tons  of 
salts,  or  about  59.6  metric  tons  from  each  square  mile  of  its  basin. 

NOBTHWBSTBBN  BIVBB8. 

The  following  table  contains  analyses  of  waters  tributary  to  the 
Pacific  Ocean  north  of  California. 
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Analytes  of  northwestern  waters. 

A.  Yukon  River  at  Eagle,  Alaska.  Analyria  by  O.  Stelger.  Reported  by  F.  W.  Clarke,  Jour.  Am. 
Chem.  Soc.,  vol.  27, 1905,  p.  111. 

B.  Cedar  River,  Washington.  Analysia  by  H.  G.  Knight,  Rept.  Washington  GeoL  Survey,  voL  1, 1901, 
p.  285. 

C.  Snake  River,  Blackfoot  area,  Idaho. 

D.  Powder  River  near  Baker  City,  Oregon.  Analyses  C  and  D  made  under  the  direction  of  F.  K.  Cam- 
eron, Fifth  Rept.  Bur.  Soils,  U.  S.  Dept.  Agr.,  1903.  An  analysis  of  Powder  River  at  a  diflerent  point  is 
also  given  in  this  report. 

E.  Columbia  River  at  Mayger,  Oregon.  Analysis  by  B.  PiUdngton.  Reported  by  C.  E.  Bradley,  Jour. 
Ind.  Eng.  Chem.,  vol.  2, 1910,  p.  294. 

F.  Willamette  River  at  Corvallls,  Oregon.  Pilktngton,  analyst,  loc.  dt.  Reoaksolated  with  the  aid  of 
a  correction  on  p.  496  of  the  same  Journal. 

G.  Lost  River,  Klamath  County,  Oregon.  AnalysiB  by  A.  L.  Knisely,  Ann.  Rept.  Irr.  and  Drainage 
Investigations,  U.  S.  Dept.  Agr.,  1904,  p.  254. 


CO,... 
SO4... 

CI 

PO,... 

Ca 

Mg.... 
Na.... 

K 

NH4... 
SiOo... 

AlA- 
Fe,0,. 


Salinity,  parts  per  mil- 
lion  


46.16 

10.75 

.41 


22.21 
4.71 
6.14 

trace. 


7.78 
1.84 


100.00 


32.66 

11.85 

4.86 


26.68 

1.27 

.81 


5.81 
16.07 


100.00 
31 


26.31 
13.36 
17.01 


16.20 
3.64 

15.38 
8.10 


100.00 
247 


3.17 

64.28 

.34 


1.69 

1.49 

28.09 

.94 


100.00 
1,481 


31.66 

10.62 

10.62 

.15 

16.80 

4.83 

7.72 

7.91 

.81 

4.63 


4.25 


100.00 
51.8 


24.07 

10.29 

9.63 

.17 

8.31 

2  19 

10.72 
6.13 
1.14 

26.48 


.87 


100.00 
45.7 


52.64 
3.37 
1.46 


14.12 

12.06 

2.78 

.78 

10.42 


2.37 


100.00 
220 


BIVEBS  OF  CAUFOBNIA. 

For  the  river  waters  of  California  the  data  are  now  very  abundant, 
but  only  a  sxnall  part  of  them  can  be  utilized  here.  A  number  of 
individual  analyses  are  to  be  found  in  the  former  edition  of  this 
book;  *  the  following  table  is  recalculated  from  the  figures  reported 
by  W.  Van  Winkle  and  F.  M.  Eaton  in  Water-Supply  Paper  237, 
1910.  In  that  paper  the  average  composition  of  a  river  water  is 
ascertained  by  many  analyses  of  composite  samples,  representing 
daily  collections,  as  was  done  in  the  investigations  under  Dole  and 
Collins  which  have  already  been  freely  cited.  The  composition  of 
each  water  is  thus  determined  for  a  sufficiently  long  time  to  give  the 
figures  real  significance  in  geochemical  research.  Van  Winkle  and 
Eaton,  by  this  general  method,  studied  37  rivers  of  California. 

1  Clear  Lake,  analysis  by  T.  Price,  cited  in  Water-Supply  Paper  U.  S.  Qeol.  Survey  Ko.  46, 1001.  Feather 
River,  by  E.  W.  Hilgard,  Rept.  Agr.  Exper.  Sta.,  Univ.  California,  1898-1901.  San  honaio  River,  by 
A.  Seidell,  Field  Operations  Bur.  Soils,  U.  S.  Dept.  Agr.,  1001.  Santa  Clara  River,  by  B.  E.  Brown,  same 
reference  as  the  preceding.  Santa  Ynes  River  and  three  of  its  tributaries,  by  J.  A.  Dodge,  Water-Supply 
Paper  U.  S.  Qeol.  Survey  No.  116, 1004. 
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Andfyiee  of  water  from  rivers  of  Caltfomia, 

A.  Rnaslaii  Riv«r  near  Ukiah.  Mean  analysis  of  37  composite  samples,  tak»a  between  Deoember  81, 
1907,  and  Deoember  31, 1006. 

B.  Sacramento  River  above  Sacramento.  Mean  of  two  series  of  analyses  covering  the  yean  1906  and 
190S.  Potassium  was  separately  detennlned  during  the  first  balf  of  1906,  and  the  same  Is  true  of  total 
FesOi+AltOs.  In  recalculating,  these  determinations  are  assumed  to  be  fair  averages.  Van  Winkle  and 
Eaton  also  give  annual  averages  for  Feather,  Yuba,  and  American  rivers  and  Cache  Creeks  all  tributaries 
of  the  Bacramento. 

C.  San  Joaquin  River  at  Lathrop.  Mean  of  two  series,  1906  and  1908,  recalculated  as  In  the  case  of  the 
SttCfamento.  Similar  averages  for  one  year  or  less  are  given  for  the  tributary  riven  Mokelumne,  Stanislaus, 
ToolamnB,  Merced,  and  Kem. 

D.  Salinas  River  at  Paso  Robles.  Mean  of  30  composites  taken  In  1908.  From  about  July  18  to  October 
1  the  river  bed  was  dry.    Data  are  given  for  several  tributaries  of  the  Salinas. 

£.  Santa  Maria  River  25  miles  above  Santa  Maria.  Mean  of  36  composites,  covering  the  year  1906.  K 
and  total  RsOt  were  only  determined  during  the  flnt  half  year. 

F.  Santa  Ynes  River  at  Santa  Barbara.  Mean  of  33  compoaltes,  covering  the  year  1906.  K  and  RtOa 
only  determined  durhig  the  flnt  half  year. 

O.  San  Gabriel  River  near  Rivera.  Mean  of  37  composites,  covering  the  year  1906.  Another  average 
is  given  for  the  river  at  Azusa. 

H.  Santa  Ana  River  above  Mentone.  Mean  of  two  aeries,  1906  and  1906.  K  and  RiOi  determined 
during  the  first  half  of  1906.    Another  annual  average  is  given  for  the  river  near  Corona. 


CO,... 

S04... 
a 

NO,... 
Ca.... 
Mg... 

Na.... 

K 

SiO,... 

Fe,0,. 


Salinity,  parts  per  mil- 
lion  


39.07 
10.81 

4.70 

.77 

14.61 

7.62 
1 10. 17 


12.07 

"".'is 


100.00 
145 


30.14 

12.21 

5.79 

.48 

11.45 
5.59 
9.78 
1.68 

19.12 

3.36 

.41 


100.00 
118.5 


18.43 

J7.41 

20.62 

.54 

10.13 

4.82 

15.81 

1.08 

9.38 

1.56 

.22 


30.66 
21.35 

8.59 

.16 

13.21 

6.17 
12.99 


6.82 


.05 


100.00 
183 


100.00 
448 


5.82 

58.35 

4.89 


14.07 

6.19 

8.94 

.37 

1.12 

.24 

.01 


100.00 
2,412 


19.33 

42.58 

3.71 


14.98 

6.68 

8.10 

.51 

3.56 

.53 

.02 


100.00 

714 


40.54 
12.62 

3.22 

.73 

21.04 

4.59 
I  8.41 

"8."  79' 


.06 


100.00 
246 


35.78 
11.34 

3.70 

.50 

17.02 

4.00 
10.67 

1.33 
13.68 

1.86 
.12 


100.00 
152 
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THB   SASKATCHEWAN  STSTEH. 

This  complex  river  system  comprises  a  number  of  important 
branches,  which  finally  unite  in  the  Nelson  River  and  empty  into 
Hudson  Bay.  The  following  analyses  represent  waters  from  this 
great  drainage  basin: 

Analyses  of  waters  from  Sashaichetoan  system. 

A.  Red  River  of  the  North  at  Fergus  Falls,  Minnesota.    Analysis  by  W.  A.  Noyes*  Eleventh  Ann. 
Rept.  Minnesota  Geol.  Nat.  Hist.  Survey,  1884,  p.  173. 

B.  Red  River  of  the  North  at  St.  Vincent,  Minnesota,  near  Che  Canadian  boundary.    Analysis  by  W.  A. 
Noyes,  op.  cit.,  p.  172. 

C.  Red  River  of  the  North  below  the  Asshilboine. 

D.  Assiniboine  River  above  its  Junction  with  the  Red.    Analyses  D  and  E  by  F.  D.  Adams,  Rept. 
Progress  Geol.  Survey  Canada,  1878-79,  p.  10  H. 

E.  Nelson  River  near  its  mouth. 

F.  Hayes  River  opposite  York  Factory.    This  stream  enters  Hudson  Bay  near  the  Nelson.    Analyses 
F  and  Q  by  W.  Dittmar,  Rept.  Progresc  Geol.  Survey  Canada,  1879-80,  p.  77  C. 


CO3. 
SO4. 
CI... 
PO,. 
NO, 
Ca.. 
Mg.. 
Na.. 
K... 
Li.. 
SiO. 


32.52 

25.56 

.69 


30.39 


1.97 
1.19 


(Ai:?'e)a6g 


.60 
7.08 


41.20 

15.71 

4.89 

.19 

.28 

17.55 

8.23 

5.64 

1.37 

.02 

4.57 

.35 


31. 

22. 

8. 


39.70 

16.52 

5.58 


16.78 

41.85 

4.68 


50.36 


3.08 


12. 
7. 
9. 
1. 


13.59 
7.72 

11.08 
1.16 


15.91 

5.65 

6.22 

.97 


21.88 
5.24 
4.22 
1.37 


.72 
.24 


4.41 
.24 


7.30 
.64 


11.48 
2.37 


Salinity,  parts  per  million. 


100.00 
202 


100.00 
284 


100.00 
551 


100.00 
509 


100.00 
180 


100.00 
115 


The  following  table  gives  analyses  of  the  Bow  River  and  its  tribu- 
taries, the  Bow  being  the  main  western  branch  of  the  Saskatchewan. 
All  of  these  streams  are  in  the  Alberta  district,  Northwest  Territory, 
Canada.  The  analyses  were  made  by  F.  G.  Wait.*  The  samples 
were  collected  at  low  water. 

>  Rept.  Geol.  Survey  Canada,  new  ser.,  vol.  0,  WS,  pp.  39-46  R. 
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U.  Bow  River  at  Calgary. 

L  Elbow  River  at  Calgary. 

J.  Highwood  River  at  High  River. 


K.  Fish  Creek  at  McLeod  Trail. 
L.  Sheep  River  near  Dowdney. 


H 

Z 

J 

K 

L 

CO, 

48.21 

14.69 
.94 

25.23 
6.95 
2.42 

trace 
1.56 

trace 

44.66 

18.80 

.56 

24.39 

6.55 

2.77 

.42 

1.85 

trace 

47.78 

13.22 
.65 

24.48 
6.23 
3.28 

trace 
4.36 

trace 

53.57 

5.59 

.51 

18.82 
7.57 
7.14 
1.34 
5.46 

trace 

45.55 

so, 

17.13 

CI. : 

.57 

Ca 

23.69 

Mg 

6.32 

Na:::::,.;; 

3.92 

K ; 

.43 

SiOa 

2.39 

Fe,0, 

trace 

^^8*  ••••---•--- 

Salinity,  partu  "p^v  inillion 

100.00 
128 

100.00 
217 

100.00 
183 

100.00 
238 

100.00 
209 

ST7MMABT  FOB  NOBTH  AMEBICA. 

If  now  we  look  back  over  the  analyses  of  North  American  rivers, 
we  shall  see  that,  in  spite  of  all  differences,  certain  general  tendencies 
are  manifest.'  In  the  first  place,  practically  all  of  the  waters  from 
east  of  the  Missouri  River,  with  one  or  two  minor  exceptions,  are 
waters  in  which  carbonates  are  largely  in  excess  of  sulphates  and 
chlorides,  and  calcium  is  the  dominating  metal.  The  same  rule 
holds  for  the  extreme  northern  rivers;  but  the  western  tributaries  of 
the  Missoini,  in  general,  teU  a  different  story.  So  also  do  the  waters 
of  New  Mexico  and  Arizona.  Here  sulphates  are  in  excess  of  car- 
bonates, and  calcium,  although  sometimes  dominant,  is  not  always 
so.  In  short,  where  the  rainfall  is  abundant  and  the  soil  is  naturally 
fertile,  carbonate  waters  are  the  rule;  in  arid  regions  sulphates  and 
chlorides  prevail.  This  statement  applies  to  the  evidence  now  in 
hand,  and  must  not  be  construed  too  sweepingly.  We  are  dealing, 
not  with  invariable  laws,  but  with  tendencies. 

The  condition  thus  indicated  is  probably  the  outcome  of  various 
causes,  but  one  of  the  latter  is  easily  found.  In  a  fertile  region 
organic  matter  is  abundant  and  great  quantities  of  carbonic  acid  are 
generated  by  its  decay.  This  carbonic  acid,  absorbed  by  the  ground 
water  of  the  soil,  acts  as  a  solvent  of  mineral  matter,  and  carbonate 
are  carried  into  the  streams  more  abundantly  than  other  salts.  In 
arid  regions  there  is  less  organic  decomposition,  less  carbonic  acid, 
and  a  smaller  proportion  of  carbonates  is  found.  Water  from  a 
swamp  or  forest  is  very  different  from  water  which  has  leached  a 
desert  soil.  In  the  Kansas  River  and  its  tributaries  the  passage  from 
one  set  of  conditions  to  the  other  is  clearly  apparent.  Western  Kan- 
sas is  relatively  arid,  and  the  western  branches  of  the  river  are  poor 
lOlSSl"*— Bull.  491—11 6 


Digitized  by  VnOOQ IC 


82  THE  DATA  OF  QE0CHEMI8TBY. 

in  carbonates.  Eastern  Kansas  is  fertile,  and  the  eastern  affluents 
reflect  its  character.  It  must  be  borne  in  mind,  however,  that  we  are 
now  considering  relative  proportions  of  substances  and  not  absolute 
amounts.  The  lower  course  of  a  stream  is  a  blend  of  many  waters; 
and  the  change  from  one  type  to  another  does  not  necessarily  imply 
that  anything  has  been  lost.  Precipitation  may  have  taken  place, 
but  in  many  cases  the  transformation  from  sulphate  to  carbonate  is 
probably  due  to  an  overwhelming  influx  of  the  latter.  The  Missis- 
sippi itself,  in  its  course  southward,  must  receive  carbonates  more 
freely  than  sulphates;  and  its  final  character  as  it  enters  the  Gulf  of 
Mexico  shoudd  be  that  of  a  carbonate  water.  So  much  at  least  can 
be  safely  inferred  from  the  data  abeady  in  hand.  To  small  streams, 
it  must  be  remembered,  these  considerations  do  not  always  apply. 
Local  conditions  are  operative  in  such  cases,  and  a  river  issuing  from 
a  region  rich  in  gypsum,  or  fed  by  brooks  affected  by  beds  of  pyrite, 
may  have  a  sulphate  character  quite  independent  of  the  climatic 
influences  which  otherwise  seem  to  rule. 

These  local  peculiarities  of  river  water  have  been  the  subject  of  a 
considerable  number  of  geochemical  and  hydrochemical  investiga- 
tions, some  of  which  will  be  noticed  later.  La  general  it  may  be  said 
that  a  water  at  or  near  its  source  reflects  in  some  measure  the  com- 
position of  the  rocks  from  which  it  rises.  We  have  abeady  seen 
the  remarkable  uniformity  of  character  displayed  by  the  rivers  of  the 
South  Atlantic  and  eastern  Gulf  States.  The  waters  of  Illinois  and 
Iowa,  flowing  through  a  rich  agricultural  area,  underlain  by  sedi- 
mentary rocks  exclusively,  show  a  similar  uniformity  of  composi- 
tion. Water  from  Umestone  is  rich  in  lime,  that  from  dolomite  con- 
tains more  magnesia,  that  from  granite  is  characterized  by  rela- 
tively higher  sUica  and  alkalies.  In  small  streams  these  resemblances 
appear  quite  clearly;  in  large  rivers  the  commingling  of  the  tribu- 
taries tends  to  produce  an  average  composition  which  may  be  called 
that  of  a  normal  water.  The  great  continental  rivers  resemble  one 
another  much  more  nearly  than  do  their  component  branches. 

BIVEBS  OF  SOUTH  AMERICA. 

The  river  waters  of  South  America,  except  in  the  Argentine 
Republic,  seem  to  have  received  very  little  attention  from  chemists. 
A.  Muntz  and  V.  Marcano  *  have  described  certain  waters,  from 
unnamed  tributaries  of  the  Orinoco  and  Amazon,  which  are  colored 
nearly  black  by  organic  acids  but  contain  not  over  16  parts  per 
million  of  nuneral  matter,  and  from  which  lime  is  practically  absent. 
Apart  from  a  few  scattered  memoirs  I  have  found  little  of  value 
relating  to  the  northern  part  of  the  continent.  The  following  table 
gives  the  available  data  for  the  Amazon  and  its  tributaries: 

I  Compt.  Rend.,  v<A.  107,  1S88,  p.  906.    See  alto  J.  Reindl,  Nator.  Wochenachr.,  vol.  20, 1906,  p.  3U. 
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Analysea  ofwaterfrom  Amazon  River  and  tnbutanes. 

A.  The  Amaion  between  the  NanowB  and  Santarem.  Analjrsie  by  P.  F.  Frankland,  cited  by  T.  Mel- 
lard  Reade  in  Evolution  of  Earth  Stroctore. 

B.  The  Amason  at  Obidoe.  ICean  of  two  analyaea  by  F.  Kataer.  See  GnmdxHge  der  Geologle  des 
uoteren  Amasonasgebletee,  Lelpsig,  1903.  Katser  estlmctee  that  the  Amason  carries  annually  past  Obidos 
618,515,000  metric  tons  of  dissolved  and  suspended  matter. 

C.  The  Xingu.    Analysis  by  Katser,  loo.  clt. 

D.  The  Tapajos.  Analysis  by  Katnr,  loc.  cit.  Katser  also  gives  analyses  of  water  from  Paiana-mirim, 
the  Mae^uni.  the  JtapacurA-mirim,  and  several  fiesh-water  lakes  or  lagoons. 


CO, 

S04 

CI 

Ca 

Mg 

Na 

K 

SiO,. 

(Alfe),03 

Salinity,  parts  per  miUion 


a4.76 
7.37 
3.85 

21.12 
2.57 
1.94 
2.31 

18.80 
7.29 


100.00 


24.15 
2.26 
6.94 

14.69 
1.40 
4.24 
4.76 

28.59 

12.97 


100.00 
37 


2a  78 

10.57 
6.96 

15.77 
3.92 
2.08 
4.18 

21.15 
8.59 


100.00 
45 


29.60 
7.39 
5.77 

16.84 
3.60 
1.80 
3.67 

24.02 
7.31 


100.00 
38 


From  the  southern  parts  of  South  America  the  following  waters 
have  been  analyzed: 

Analyses  of  toater  from  rivers  in  southern  part  ofSouXh  America. 

A.  River  Plata  5  miles  above  Buenos  Ayies.    Analysis  by  J.  J.  Kyle,  Cham.  News,  vol.  38, 1878,  p.  28. 

B.  River  Plata  near  Buenos  Ayxes.  Analysis  by  R.  Schoeller,  Ber.  Deutsch.  ohem.  Qesell.,  vol.  20, 
18S7,  p.  1784.  Water  possibly  aflteted  by  tidal  contamination.  For  other  data  relative  to  the  Plata  and 
the  Mercedes,  see  If.  Pulggari,  An.  800.  cient.  Argentina,  vol.  13,  p.  49, 1882. 

C.  The  Parana  5  miles  above  its  entry  into  the  Plata.    Analysis  by  Kyle,  loc.  olt. 

D.  The  Umgnay  midstream  opposite  Salto.    Analysis  by  i^le,  loc.  olt. 

E.  The  Umgnay  above  Fray  Bentos.    Analysis  by  Sohoeller,  locdt. 

F.  Rio  Negro  above  Meroedes.  Analysis  by  Schoeller,  loc.  dt.  An  analysis  of  Rio  Negro  by  Will  is 
cited  by  S.  Rivas,  An.  Soo.  cient.  Argentina,  vol.  1,  p.  326, 1877. 

G.  Colorado  River,  Aisentina.  Analysis  by  Kyle,  An.  80c.  cient.  Argentina,  vol.  43,  1807,  p.  10.  In 
this  memoir  Kyle  gives  analyses  of  numeroos  Argentine  rivers.  The  nomenclature,  however,  is  confusing, 
for  descriptive  names,  ameh  as  Negro,  Colorado,  Salado,  Saladillo,  etc.,  are  applied  to  more  than  one  stream 
in  Argentina,  and  it  is  not  always  easy  to  identify  the  river  to  which  a  given  analysis  applies. 


F 


CO,.. 

804... 
a... 

NO,.. 
Ca... 
Mg... 
Na.... 
K.... 
SiO,. . 

^^«- 


17.46 

7.69 

12.59 


6.18 
3.31 

17.34 
3.09 

21.32 
6.62 
4.41 


11.59 

17.97 

18.11 

6.68 

3.71 

1.42 

24.89 


17.73 
10.13 
15.92 


10.82 
4.81 


7.27 
2.78 

14.96 
4.06 

20.73 
3.21 
3.21 


24.23 
3.90 
.61 
5.50 
9.82 
2.85 
3.75 
3.12 

46.22 


21.59 
6.15 
5.12 


10.01 
2.97 
5.92 


39.10 
1.23 
4.43 
1.95 

17.82 
1.96 

10.24 


8.19 
30.58 
24.51 


16.24 

1.46 

15.78 


44.32 
3.92 


21.75 
1.52 


3.24 


Salinity,  parts  per  mil- 
lion  


100.00 
91 


100.00 
206 


100.00 


100.00 
40 


100.00 
66 


100.00 
132 


100.00 
651 
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Analyses  ofvxBterfrom  rivers  in  southern  part  of  South  ^ntmoo— Continued. 

H.  Rio  Primero,  Angentlxia. 

I.  Rio  de  lo8  Papa^yos,  Angentliia.  Analyaes  TT  and  I  by  H.  Siewert,  in  R.  Napp's  The  Aigaotiiie 
Republic,  1876,  pp.  242,  244. 

J.  Rio  SaladUlo,  Angentlna.    Analjrsie  by  A.  Doerlng. 

K.  Rio  de  Arias,  Salto,  Argentina.    Analjrsls  by  M.  Slewert. 

L.  Rio  de  los  Reyes,  Jujuy,  Argentina.  Analjrsia  by  M.  Siewert.  For  analyses  J,  K,  and  L,  see  Bol. 
Acad.  nac.  clen.  Cdrdoba,  vol.  5, 1883,  p.  440. 

If.  Rio  Frio,  district  of  Taltal,  Chile.  Analysis  by  A.  Dietae,  cited  by  L.  Darepdcy  in  Das  Departement 
Taltai,  Berlin,  1900,  p.  98. 

N.  Rio  Copiapo,  Chile.  Analysis  by  P.  Lemfttayer,  cited  by  F.  J.  San  RomAn  in  Deslerto  i  CordiUaraa 
de  Atacama,  vol.  3,  Santiago,  1902,  p.  191. 


H 

Z 

J 

K 

L 

If 

N 

CO. 

39.47 
5.76 
6.41 

.06 
31.81 
32.63 

9.94 
27.75 
21.51 

39.13 

13.24 

2.77 

28.27 

18.17 

5.53 

18.06 

24.45 

8.04 

6.46 

so. 

36.50 

CL. 

NO, 

trace 

*;  ^3 

Ca 

16.53 
3.27 
9.09 
4.67 
8.58 
1.10 
5.12 

8.01 

.36 

26.48 

.49 

11.29 
2.87 

16.12 
4.41 
6.11 

19.63 
5.20 
1.82 
5.75 

11.57 

13.20 

2.53 

7.19 

10.20 

12.33 

.49 

2.09 

14.93 

2.63 

15.37 

"is."  22* 

■'3."36" 

6.61 

Mk 

3.52 

Nf::;.;;:::::::::::::: 

8.96 

K 

.36 

SiO, 

35.39 

ALOa 

}    2.20 

***2^3 

FcOs 

.89 

s^^';:::;::::::;:::: 

.16 

Salinity,  parte  per  mil- 
lion   

100.00 
160 

100.00 
9,185 

100.00 
1,213 

100.00 
127 

100.00 
104 

100.00 
186 

100.00 
731 

These  waters  show  the  same  order  of  variation  as  those  of  North 
America.  The  water  of  the  Amazon,  flowing  through  forests  and 
in  a  humid  climate,  is  characterized  by  dominant  carbonates  and  low 
salinity.  In  Argentina  many  of  the  streams  flow  through  semiarid 
plains.  In  their  waters  sulphates  and  chlorides  predominate  and  the 
alkalies  are  commonly  in  excess  of  lime.  The  Uruguay  is  peculiar 
because  of  its  high  proportion  of  silica — a  condition  which  will  be 
discussed  later  in  the  chapter. 

LAKES  AND  BIVEBS  OF  ETTBOPE. 

Both  Bischof  and  Roth  cite  numerous  early  and  often  incomplete 
analyses  of  European  river  waters,  but  it  is  not  necessary  to  reproduce 
all  of  them  here.  They  tell  the  same  story  as  that  told  by  the  eastern 
rivers  of  the  United  States.  The  predominance  of  calcium  and  the 
carbonic  radicle  is  clearly  shown  in  most  cases.  For  present  pur- 
poses it  is  well  to  begin  with  British  waters,  and  then  to  pass  on 
eastward. 
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Analyses  of  British  waters. 

A.  Loch  Baile  a  GbobhaJnn,  Lbmore  Island,  Sootland.  Analysis  by  W.  E.  Tetlow,  Proc.  Roy.  Soc. 
Edinburgh,  vol.  25,  1905,  p.  070.  Organic  matter  not  incloded  In  this  reoaloulation.  A  typical  calciam 
carbonate  water  springing  from  limestone. 

B.  River  Dee  near  Aberdeen,  Scotland. 

C.  River  Don  near  Aberdeen. 

Analyses  B  and  C  by  J.  Smith,  Jour.  Chem.  Soc.,  vol.  4, 1850,  p.  123.    Organic  matter  rejected. 

D.  The  Thames  at  Thames  Ditton. 

E.  The  Thames  at  Kew. 

F.  The  Thames  at  Barnes. 

Analyses  D,  E,  F,  by  T.  Graham,  W.  A.  MOler,  and  A.  W.  Hofmann,  Jour.  Chem.  Soc.,  vol.  4, 1850,  p. 
37&  Analyses  are  also  given  of  the  Thames  at  Batteisea  and  Lambeth,  of  the  New  River  and  several  springs. 
For  other  analyses  of  the  Thames  see  J.  M.  Ashley,  Jour.  Chem.  Soc.,  vol.  2, 1848,  p.  74;  and  O.  F.  Clarke 
idem,  vol.  1, 1848,  p.  155.  Also  R.  D.  Thomson,  Jour.  Chem.  Soc.,  vol.  8, 1856^  p.  07,  and  H.  li.  Witt,  Phil. 
Mag.,  4^  ser.,  vol.  12, 1856,  p.  114. 

Q.  Lough  Neagh,  Ireland.  Analysis  by  J.  F.  Hodges,  Chem.  News,  vol.  80, 1870,  p.  108.  An  analysis  of 
the  river  Bann  is  also  given. 

See  also  C.  M.  Tidy,  Jour.  Chem.  Soc.,  vol.  37, 1880,  p.  268,  for  partial  analyses  of  the  Thames,  Lea,  Severn, 
and  Shannon.  E.  Hull,  Geol.  Mag.,  1883,  p.  171,  cites  analyses  of  ThMmeie,  Bala  Lake,  and  the  Severn, 
which  I  am  unable  to  trace  to  the  orlgfaial  publications.  In  T.  E.  Thorpe's  Manual  of  Inorganic  chemistry, 
vol.  1 ,  p.  207,  analyses  of  the  Clyde  and  Loch  Katrine  are  given.  For  analyses  of  the  River  Trent,  see  Jour. 
Soc.  Chem.  Ind.,  vol.  30, 1011,  p.  70. 


CO,... 
SO4... 

CI 

NO,... 
PO,... 
Ca.... 
Mg.... 

nL... 

K 

SiO,.. 

Fe,0,. 


57.49 

trace. 
1.41 

trace. 
.02 

37.77 
.25 
.94 

1.62 


23.35 
15.70 
17.08 


23.15 
18.29 
14.19 


41.86 

11.82 

5.20 

.84 


39.53 

14.72 

4.57 

trace. 


33.90 

18.10 

5.70 

trace. 


35.23 

10.68 

9.62 


.50 


17.22 

2.98 

13.60 

6.41 
3.66 


16.32 
3.54 
9.17 

10.62 
6.72 


30.10 
1.95 
2.26 
2.25 
3.26 

.46 


28.57 
1.82 
3.28 
1.55 
2.36 

3.60 


27.00 
1.70 
3.70 
1.10 
5.00 

3.80 


17.71 

1.31 

15.41 

"3.' 32 

'*6."72 


Salinity,  parts  per  mil- 
lion  


100.00 
160 


100.00 
31 


100.00 
81 


100.00 
272 


100.00 
266 


100.00 
286 


100.00 
155 


The  high  chlorine  and  sodium  in  some  of  these  analyses  is  probably 
due  in  part  to  the  proximity  of  the  ocean.  In  the  Thames  the  regular 
increase  in  these  radicles  as  we  follow  the  stream  downwards  is  quite 
evident.  The  Thames^  however,  rises  in  the  midland  counties  of 
England,  where  the  waters  issuing  from  the  ooUte  are  relatively  rich 
in  chlorides.^ 

The  next  group  of  analyses'  relates  to  the  waters  of  western  Europe, 
namely  of  Belgium,  France  and  Spain.  Some  Swiss  waters  are 
mcluded,  as  tributary  to  the  Rhone. 

1  See  W.  W.  Fisher,  The  Analyst,  vol.  29, 1004,  p.  29. 

>  J.  Thoiilet  (Bull.  Soc.  gteg.,  7th  ser.,  vol.  16, 1894,  p.  667)  gives  partial  analyses  of  lakes  in  the  Vosges. 
For  Fiench  lakes  in  general,  see  A.  Delebecque,  Les  lacs  frangais,  Paris,  1898.  See  also  A.  Delebecque  and 
L.  Doparc,  Compt.  Rend.,  vol.  114,  1802,  p.  964;  and  Arch.  sci.  phys.  nat.,  3d  ser.,  vol.  27, 1892,  p.  509; 
yoL  2^1802,  p.  B02. 
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AnahfMS  of  waters  in  western  Europe. 

A.  The  Meuse  at  Ll^,  Belgium.  Computed  trom  date  given  by  W.  Spring  and  E.  Prost,  Ann.  Soc. 
gtel.  Belg.,  vol.  11, 1884,  p.  123.  The  lieose  carries  past  Lidge,  in  solution,  nearly  1,082,000  metric  tons  of 
solids  annually,  or  139  tons  from  each  square  mile  of  territory  drained.  Earlier  analyses  of  the  Meuae  by 
J.  T.  P.  Chandelon  and  J.  W.  Ounning  are  cited  by  Bischof. 

B.  The  Seine  at  Bercy.  Analysis  by  H.  Sainte-Claire  Devllle,  Annales  chim.  phys.,  3d  ser.,  vol.  23, 
184S,  p.  42. 

C.  The  Loire  near  Orleans.    Analysis  by  Devllle,  loc.  cit. 

D.  The  Oaronne  at  Toulouse.    Analysis  by  Devllle,  loc.  dt. 

E.  The  Doubs  at  Rivotte.    Analysis  by  Deville,  loo.  cit. 

F.  The  Istee.  Analysis  by  J.  Orange,  Annates  ohim.  phys.,  3d  ser.,  vol.  34, 1848,  p.  406.  Orange  also 
gives  analyses  of  several  small  tributaries,  and  correlates  them  with  their  geological  surroundings. 

O.  The  Rhone  at  Oeneva.    Analysis  by  Devllle,  loc.  dt. 

H.  The  Rhone.  Average  of  live  analyses  by  L.  Lossler,  Arch.  soL  phys.  nat.,  2d  ser.,  voL  82, 1S78,  p.  220. 
Organic  matter  rejected. 

L  The  Arve.    Average  of  six  analyses  by  Lossier,  loc.  dt. 

J.  Lac  Leman.  Analysis  by  R.  Brandenbourg,  dted  by  F.  A.  Forel  in  li6m.  Soc.  Helv^t.,  vol.  29, 1884. 
Forel  dtes  several  other  analyses  of  Lao  Leman.  See  also  Rlsler  and  Walter,  Bull  Soc.  Vaud.,  voL  12, 1878, 
p.  175. 

K.  Lac  d'Anneoy.    Analysis  by  L.  Duparo,  Compt.  Rend.,  vol.  114, 1872,  p.  248. 

L.  The  Douro.   Analysis  dted  in  Hem.  Com.  mapa  geoL  Espafla,  Prov.  Salamanca    Analyst  not  named. 


CO,.... 
SO4.... 

CI 

NO,... 

Ca 

Mg 

Na.... 

K 

Li 

SiOo... 
A1,0,. 


36.48 

13.13 
3.83 
2.86 

28.90 
2.68 
2.24 

.    .87 

.05 

6.02 

2.94 


39.78 

8.57 

2.95 

4.44 

29.13 

.63 

2.87 

.86 


30.92 
1.72 
2.16 


33.07 
5.59 
1.40 


14.31 
1.34 
6.93 
1.64 


18.99 

.67 

4.42 

2.50 


50.41 

1.53 

.74 

2.35 

33.20 

.40 

1.53 

.70 


34.14 

24.11 

4.53 


25.40 
3.67 

4.32 


9.59 
.19 
.99 


31.59 
5.29 
4.10 


29.53 


2.28 
1.55 


6.91 

.92 

1.31 


1.97 

1.86 

trace. 


Salinity,  parts  per  million . 


100.00 


100.00 
254 


100.00 
134 


100.00 
137 


100.00 
230 


100.00 
188 


CO,... 
SO4.. 

CI 

NO,.. 
PO,... 

Ca 

Mg.... 
Na..-. 

K 

SiOo.. 

FeaO,. 


27.92 

23.18 

.55 

3.13 


24.89 

1.48 

2.75 

.88 

13.08 
2.14 


Salinity,  parts  per  million . 


100.00 
182 


36.69 

26.68 

.71 

.31 


42.37 

18.81 

1.46 

.32 


33.87 

26.66 

.52 


59.14 
trace. 


33.73 

23.37 

7.74 


26.42 
3.66 
3.98 

1.55 


29.64 
3.17 
2.53 

1.70 


27.81 

2.23 

2.53 

.25 

5.63 

.50 


34.-40 
3.06 
trace 
trace 
2.71 

traces 


.41 
23.93 
6.05 
2.00 
1.64 
1.03 

.10 


100.00 
170 


100.00 
192 


100.00 
152 


100.00 
144 


100.00 
195 


In  the  mountain  complex  of  the  Alps,  includmg  the  Bavarian  and 
Austrian  highlands,  several  great  rivers  of  western  and  central  Europe 
take  their  rise.     At  their  headwaters  are  many  small  lakes,  and  these 
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have  been  exhaustively  studied.  In  an  elaborate  thesis  by  F.  E. 
Bourcart/  analyses  are  given  of  33  Alpine  lakes,  and  each  one  is  dis- 
cussed in  the  light  of  its  geologic  relations.  The  following  table  gives 
a  selection  from  this  mass  of  material. 

Analyses  of  water  from  Alpine  lakes. 

A.  Lac  Taney,  Canton  Valftis.    In  the  Cretaceous.    A  typical  calcareous  water.    Drains  Into  the  Rbone. 

B.  Lac  deChampex,  Canton  Valals.    Inmlcrogranuliteandprotoglne.    A  type  of  the  water  derived  from 
igneous  rocks.    Drains  into  the  Rhone. 

C.  Lac  Noir,  Canton  Fribourg.    In  the  Flysch»  but  also  fed  by  waters  from  the  Trias.    Drains  through 
the  Aar  into  the  Rhine. 

D.  Lac  d'AmsoIdlngen,  Canton  Berne.    In  the  Flysdii  and  Molasse.    Drains  Into  the  Aar. 

E.  Lac  Ritom,  above  Alrolo,  Canton  Tidno.    SurfAoe  water. 

F.  Lac  Rltom,  lower  layer  of  water,  below  13  meters  depth.    This  lake  drains  southward  into  Italy. 


A 

B 

C 

D 

E 

F 

COs 

53.21 

5.29 

.87 

33.74 

1.99 

.75 

.74 

2.37 

L04 

29.96 

n.93 
9.96 

19.15 
L32 
8.32 
4.00 

13.93 
1.43 

26.94 

38.35 

.57 

29.65 

2.27 

.64 

.38 

.71 

.49 

53.84 

3.32 

L77 

33.30 

L76 

L80 

.93 

3.03 

.25 

20.00 
47.27 

2.29 

804 

69.89 

ZLT* 

CI 

CSa 

22.12 
5.47 
L22 
L64 
2.28 
trace 

22.15 

Me 

4.96 

nI.:..:;::: 

.09 

K 

.15 

SiOj 

.42 

Al_0_4.Fe,0,a 

.05 

Salinity,  parts  per  million 

100.00 
122 

100.00 

27 

100.00 
270.5 

100.00 
20L7 

100.00 
122.5 

100.00 
2,373 

a  Including  traces  of  manganese. 

Analyses  A  to  D  well  illustrate  the  differences  in  origin  of  the 
waters.  E  and  F  represent  a  lake  of  extraordinary  character.  It 
contains  two  distinct  layers  of  water  of  quite  dissimilar  nature. 
The  upper  layer  is  merely  the  water  of  its  affluents,  which  flows  over 
the  denser  water  below.  The  latter  is  essentially  a  strong  solution  of 
calcium  sulphate,  derived  from  neighboring  beds  of  gypsum.  The 
two  layers  do  not  commingle,  and  the  lower  one  has  a  distinctly 
higher  temperature  than  the  upper,  except  at  the  surface.  At  11 
meters  depth  the  temperature  is  5.1°;  at  the  bottom  it  is  6.6°.  A 
similar  phenomenon,  but  even  more  strongly  marked,  is  shown  by  the 
niyfis  Lake  in  Hungary,  which  will  be  described  later. 

The  following  table  contains  recalculated  analyses  of  water  from 
several  lakes  in  the  Bavarian  and  Austrian  highlands.'  They  belong 
to  the  basin  of  the  Danube,  into  which  they  drain  through  the  valleys 
of  the  Isar,  Inn,  and  Traun.  One  Italian  lake  is  included  in  this  table 
on  account  of  its  Alpine  relationship. 

1  Thesis,  Univ.  Oeneva,  1906.  Les  laos  alpines  suisses,  4e,  130  pp.  A  few  selected  analyses  appear  In 
Arch.  scL  phys.  nat.,  4th  ser.,  toL  15, 1903,  p.  467. 

*  See  also  Incomplete  analyses  of  the  Stamberger,  Kochel,  and  Wakhen  lakes  by  J.  0«bblng,  Jabresber. 
Geog.  GeseU.  MtUichai.  1901-2,  p.  56.  Also  W.  Ule's  monograph  on  the  Wflrmsee,  pablished  by  the  Verein 
(Or  Erdkonde,  Lfl^lMig,  hi  1901. 
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Analyses  of  water  from  Bavarian  and  Atistrian  lakes, 

A.  Walcbensee. 

B.  Kochelaee. 

C.  Stamberger- or  Wttmuee. 

D .  Tegemsee.    Mean  of  two  analyBes. 

E.  Sohliersee.    Mean  of  two  analyaes. 

F.  Chiemsee.    Mean  of  five  analyses. 

0.  KGnlgsee.    Mean  of  two  analyses. 

Analyses  A  to  O  by  A.  Schwager,  Oeognost.  Jahreshefte,  1804,  p.  91;  1807,  p.  ftS.  All  these  lakes  are  in 
the  Bavarian  highlands. 

H.  Hallst&ttersee,  Upper  Austria.  Mean  of  two  analyses,  summer  and  winter  samples,  by  N.  von  Lorens, 
Mitt.  Oeog.  Oes.  Wi«n,  vol.  41, 1898,  p.  1. 

1.  Traun-or  Omundenersee,  Upper  Austria.  Analysis  by  R.  Oodeffroy ,  Jahresber.  Chemie,  1882, p.  1823. 
Organic  matter  rejected. 

J.  Lago  di  Oarda,  northern  Italy.  Analysis  by  Schwager,  Oeognost.  Jahreshefte,  1804, p. 91.  Analyses 
of  Italian  waters  seem  to  be  rare.  For  partial  analyses  of  three  small  streams  near  Oderso,  in  northwestern 
Italy,  see  M.  Spica  and  O.  Halagian,  Oau.  chim.  ital.,  vol.  17, 1887,  p.  317. 


CO... 

S04.. 

SI... 

N03. 

Oa. 


Mg.... 

Na.... 

K 

SiOo... 


Salinity,  parts  per  million. 


50.83 

11.62 

.58 


26.49 

7.00 

.99 

.58 

1.00 

.91 


100.00 
121 


B 


48.46 

14.78 

.48 


24.66 

6.17 

1.52 

1.52 

1.60 

.73 

.04 

.04 


100.00 
227 


54.69 

4.73 

1.57 

.07 

24.09 

7.98 

.96 

2.14 

1.26 

2.44 

.07 


100.00 
139 


48.25 

15.24 

.58 


26.17 
6.56 
1.10 
.88 
.44 
.73 
.05 


100.00 
207 


£ 


50.74 

11.15 

.55 


26.94 
5.78 
L05 
1.07 
1.62 
1.05 
.05 


100.00 
190 


CO,... 
SO4... 

a 

PO,... 
Ca.... 
Mg.... 
Na.... 

K 

SiOj... 

FeaOa- 


Salinity,  parts  per  million. 


49.58 

12.09 

1.92 


23.22 
8.17 
2.18 
.97 
.92 
.89 
.06 


100.00 
191 


I 


50.59 
6.54 

.65 

.05 

32.65 

3.41 

.70 
1.24 
1.73 
2.33 

.11 


38.48 

9.43 

10.94 


51.68 
8.99 
2.44 


53.29 
4.17 
3.13 


26.37 
3.88 
6.50 
2.77 
1.31 
.37 


27.54 
5.21 
2.82 


}'■ 


24.56 
6.66 
2.49 
2.01 
2.33 
1.21 
.15 


100.00 
98 


100.00 
137.5 


100.00 
99 


100.00 
178 


These  lakes  are  surrounded  by  sedimentary  rocks,  and  all  except 
that  of  Hallst&tt  are  much  alike  chemically.  Magnesium,  with  two 
exceptions,  is  decidedly  above  its  average  amoimt  in  lake  and  river 
waters,  a  fact  which  is  due  to  the  presence  of  much  dolomite  in  the  lake 
region.  The  high  chlorine  and  sodium  of  the  Hallstatt  lake  are 
derived  from  neighboring  salt  beds. 

For  the  Rhine  and  its  tributaries  a  good  number  of  analyses  are 
available.*  The  table  following  contains  a  part  of  them,  recalculated 
to  modem  standards,  with  organic  matter  rejected. 

1  For  an  imperfect  analysis  of  the  Bodensee  (Lake  of  Constance)  see  H.  Bauer  and  H.  Vogel,  Jahresh. 
Ver.  vaterl.  Naturk.  WurttemberK,  vol.  48 ,  1892,  p.  13.  Many  partial  analyses  of  waters  from  Rhine  tribu- 
taries are  given  by  E.  Egger,  Notizbl.  Ver.  Erdkunde,  Darmstadt,  1906,  p.  105;  1909,  p.  87.  These  two 
papers  are  on  the  hydrochemistry  of  the  Rhhie. 
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Analyses  o/toaterfrom  the  Rkine  and  its  tributanes, 

A.  Lake  of  Zurich.  Analyses  by  Moldenhauer,  1857,  cited  by  Roth,  AUgemeine  und  ohemtoohe  Qeologle, 
ToL  1,  p.  456. 

B.  The  Aar  at  Bern.    Analysis  by  J.  8.  F.  Pagenstecher,  1837,  cited  by  Roth. 

C.  The  Rhine  at  Baael.    Analysis  by  Pagenstecher,  loc.  olt. 

D.  The  Rhine  at  Strasbuzg.  Analysis  by  H.  Salnte-Clalre  Devllle,  Annales  chlin.  phys.,  3d  ser.,  vol.  23, 
1848,  p.  42. 

E.  The  Rhine  near  Mains.  Analysis  by  E.  Egger,  Notlsbl.  Ver.  Erdkunde,  Darmstadt,  1887,  p.  9.  An 
earlier  analysis  Is  In  the  yoliime  for  1886,  p.  21. 

F.  The  Rhine  at  Cologne.    Mean  of  seven  analyses  by  H.  Vohl,  Jahresber.  Chemle,  1871,  p.  1323. 

G.  The  Rhine  at  Amheim.    Analysis  by  J.  W.  Oonnlng,  Jahresber.  Chemle,  1854,  p.  767. 
H.  The  White  Main. 

I.  The  Red  Main. 

J.  The  united  Main.  Analyses  H,  I,  and  J  by  B.  Spaeth,  Inaug.  Diss.  Eriangen,  1889.  Spaeth  also 
gives  analyses  of  water  from  the  Rodach,  Haslach,  and  Kronach,  tributaries  of  the  Main. 

K.  The  Main  above  Offenbach.    Analjrsis  by  C.  Men,  Jahresber.  Chemle,  1866,  p.  987. 

L.  The  Main  at  Frankfort.  Analysis  by  O.  Kemer.  Cited  by  F.  C.  Noll,  Inaug.  Diss.  Tflblngen,  1866, 
from  a  report  published  at  Frankfort  in  1861. 

M.  The  Main  above  its  mouth.    Anal3rsls  by  E.  Egger,  Notlsbl.  Ver.  Erdkunde,  Darmstadt,  1886,  p.  17. 

N.  The  Nahe  at  Blngen.    Analysis  by  Egger,  idem,  1887,  p.  6. 


A 

B 

C 

D 

£ 

F 

0 

CO. 

51.64 

7.90 

.59 

48.60 

14.63 

.08 

53.05 

7.96 

.57 

36.69 

8.38 

.52 

1.00 

41.12 

11.13 

3.65 

1.63 

(«) 

31.81 
3.95 
2.08 
L05 
2.69 

46.96 

12.95 

4.22 

35.79 

S04 

12.23 

~Lr*  -..- 

CI 

7.10 

NOa 

PO* 

.24 

26.48 

6.15 

2.73 

.02 

.16 

.04 

.06 

ca!;;..;... 

29.10 
5.11 
1.60 
2,00 
2.06 

30.54 

4.71 

1       .18 

/ 

1.26 

33.53 

2.87 

}  •" 

1.29 

26.30 

.61 

2.17 

.66 

21.07 

1.09 

2.51 

26.18 

Me             

3.84 

Nf:;v.v.:::.: :. 

6.34 

K 

4.04 

SiOo 

3.69 

ALO 

1  ■" 

FcoO. 

A  ^v/3.  .....••••- 

Salinity,  parts  per  mil- 
lion  

100.00 
141 

100.00 
213 

100.00 
166 

100.00 
232 

100.00 
178 

100.00 
190 

100.00 
159 

H 

I 

J 

K 

L 

M 

N 

CO,         

36.15 

16.33 

5.60 

1.66 

41.83 

14.89 

5.00 

.71 

39.69 

15.46 

4.76 

1.43 

34.39 

26.41 

4.69 

35.85 

24.69 

1.91 

29.43 

22.43 

8.39 

1.12 

19.57 
5.77 
6.64 
1.44 
4.12 
.99 
.10 

35.43 

so! 

7.91 

Cl 

15,37 

NO.     

2.61 

po!. 

.41 

S.V..;;;;... 

22.58 
4.26 
4.10 
1.66 
6.47 

}    1.19 

23.91 
5.85 
2.64 
1.75 
3.10 

}      .32 

23.07 
5.52 
2.86 
2.04 
4.69 

} .« 

23.56 
6.90 
1.73 

"i.'96' 

}  •« 

21.81 
7.30 
1.25 

trace 
6.67 

}      .52 

18.64 

Me               

5.54 

Nf    ;.::;:: 

4.28 

K 

5.40 

SiO. 

4.05 

AlA    

}      .36 

p^oV///////.. 

*  V2^^3'  -•••-•---• 

Salinity,  parts  per  mil- 
lion         ............. 

100.00 
126 

100.00 
194 

100.00 
147 

100.00 
240 

100.00 
221 

100.00 
299 

100.00 
182 

a  Included  with  AltOi,  etc. 


Digitized  by  VnOOQ IC 


90  THE  DATA  OF  OEOCHSMISTBY. 

These  analyses  are  evidently  of  very  unequal  value.  The  high 
siUca  found  in  the  Rhine  by  Deville  is  suspicious,  and  yet  Deville  was 
an  accurate  manipulator. 

One  of  the  most  thorough  hydrochemical  studies  ever  made  of  any 
river  system  is  that  of  the  Elbe  and  its  Bohemian  tributaries  by 
J.  Hanamann.^  In  two  memoirs  upon  the  waters  of  Bohemia  he 
gives  over  one  himdred  and  twenty  analyses,  tracing  neariy  all  of  the 
important  streams  in  the  upper  Elbe  basin  to  their  sources,  cor- 
relating each  one  with  the  geological  formations  in  which  it  rises, 
and  showiBg  the  effect  produced  by  their  imion.  Of  the  Elbe  itself 
thirteen  analyses  are  given;  of  the  Eger,  eight;  of  the  Iser,  six, 
and  so  on.  From  this  wealth  of  material  only  a  small  part  can  be 
reproduced  here,  recalculated  as  usual  to  our  imiform  standard  and 
beginning  with  the  tributaries.  A  few  analyses  are  also  given  from 
a  rich  mass  of  data  derived  from  other  authorities.' 

Analyses  of  the  Elbe  and  its  tributaries, 

A.  Tbe  Moldau  abovB  PiBgue.  Meui  of  three  analyaeB  by  A.  Bfilohoubek,  Bltsungsb.  K.  btthm.  GeselL 
Win.,  1876,  p.  27. 

B.  The  lioldau  below  Kralup. 

C.  The  Adler  near  its  mouth. 

D.  The  laer  at  its  sooroe. 
S.  The  laer  near  its  mouth. 

F.  The  Eger  at  its  source.    Analysis  by  E.  Spaeth,  Inaug.  Diss.,  Erlangen,  1880. 

0.  The  Eger  above  KOnigsbeig. 

H.  The  Eger  near  its  mouth,  at  Bauschowlts. 

1.  The  Saale  near  its  source.    Analysis  by  Spaeth,  loc.  cit. 

J.  The  Saale  at  Blankenstein.  Analysis  by  A.  Schwager,  Geognost.  Jahreshefte,  1801,  p.  01.  Schwager 
also  gives  analyses  of  the  Saale  at  three  other  points,  of  its  tributaries  the  Pulsnitz,  SchwesnitE,  Reenitz, 
and  Selblts,  of  the  Eger,  and  of  the  upper  Main. 

K.  The  Weisswasser,  one  of  the  two  chief  sources  of  the  Elbe. 

L.  The  Elbe  at  Celakowits,  above  the  mouth  of  the  Iser. 

li.  The  Elbe  at  If  elnlk,  above  the  mouth  of  the  Moldau. 

N.  The  Elbe  at  Leitmerltz,  above  the  Eger. 

O.  The  Elbe  at  Lobosits,  below  the  Eger. 

P.  The  Elbe  at  Tetschen,  near  the  Bohemian  frontier. 

The  analyses  are  by  Hanamann,  except  where  otherwise  stated. 

1  Archiv  Natur.  Lendesdurchforschung  B5hmen,  vol.  9,  No.  4, 1894;  vol.  10,  No.  5, 1898. 

>  Other  data  relative  to  the  Elbe  and  its  tributaries  are  given  by  J.  J.  Breitenlohner  (Verhandl.  K.-k. 
geol.  Reichsanstalt,  1876,  p.  172)  and  F.  Ullik  (Abhandl.  K.  bOhm.  Oesell.  Wlss.,  6th  ser.,  vol.  10, 1880). 
For  analyses  of  the  Elbe  at  lAuenburg,  Hamburg,  and  Neufeldt,  see  H.  SOssenguth,  cited  by  F.  Schucht, 
Jahrb.  K.  Preuss.  geol.  Landesanstalt,  vol.  25, 1897,  p.  442.  An  analysis  of  the  Moldau  at  Prague  by  F.  Stolba 
is  given  in  Jour.  Chem.  Soc,  vol.  27, 1874,  p.  971.  For  an  analysis  of  River  Radbusa  above  Pllsen,  see  the 
same  author,  Jahresber.Chemie,  1880,  p.  1521.  According  to  A.  Schwager  (Geognost.  Jahreshefte,  1801,  p.  35), 
the  Saale  carries  out  of  Bavaria,  annually,  17,380,000  kilograms  of  dissolved  matter  and  the  Eger  carries 
UJOOOJOOO  kilograms.  For  additional  data  on  the  waters  of  the  Elbe  and  the  Saale,  see  R.  Eolkwits  and 
F.  Ehrlich,  Mitt.  K.  PrOfungsanstalt  fdr  Wasserversorgung,  Heft  9,  Berlin,  1907,  p.  1. 
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CO, 

S04 

CI 

NO, 

PO4 

Ca 

Mg 

Na 

K 

SiCU 

(Alfe),03. 


Salinity,  X'^^'^  P^  ^^1~ 
lion 


32.86 
11.95 
10.69 


.47 
13.52 
4.88 
10.22 
5.19 
8.96 
1.26 


100.00 
74 


34.52 

10.20 

10.17 

1.76 

.36 

16.71 

4.64 

8.40 

4.05 

4.99 

4.20 


100.00 
104 


46.23 
7.44 
3.20 
1.43 


26.73 
2.45 
4.29 
2.38 
5.53 
.32 


21.29 
6.94 

11.08 
1.24 


47.74 
6.55 
3.00 

.78 


8.14 

2.19 
13.86 

5.54 
28.39 

1.33 


100.00 
195 


100.00 
16 


28.15 
2.47 
3.71 
2.01 
4.96 
.63 


100.00 
183 


11.68 

7.06 

23.85 


6.79 

2.24 
11.93 

6.71 
26.07 

3.67 


100.00 
17 


100.00 
80 


26.64 

19.-22 

8.16 

.50 


12.86 
3.51 

11.66 
2.98 

12.19 
2.28 


26.84 

27.45 

6.55 

.46 


15.42 
4.05 

10.46 
3.50 
4.17 
1.10 


100.00 
176 


CO.... 
SO4... 

a..... 

NO,... 
NO,... 

Ca 

Mg.... 

Na.... 

K 

SiOo... 

Fe,0,. 


Salinity,  parts  permil- 
lion 


14.71 

5.84 

19.40 


4.02 
6.37 
9.90 
4.66 
35.10 

itracee 


100.00 
17 


27.01 

20.94 

10.34 

.43 

1.62 

14.19 

5.98 

8.98 

2.99 

4.79 

1.88 

.85 


100.00 
117 


16.84 

12.86 

7.61 


45.87 
8.95 
3.27 


4.28 
8.76 
2.19 

11.06 
2.01 

31.21 

\  3.18 


.90 
26.41 
3.21 
3  93 
2.46 
4.09 

\    .91 


100.00 
13 


100.00 
221 


45.04 
8.88 
3.56 


.94 
26.37 
2.77 
4.02 
3.06 
4.66 

\    .70 


100.00 
205 


N 


40.27 

10.86 

5.00 


38.41 

12.45 

5.96 


1.22 
22.87 
3.24 
5.62 
2.79 
7.27 

!^    .86 


1.28 
22.19 
3.23 
6.35 
2.87 
6.42 

\    .84 


100.00 
157 


100.00 
153 


35.88 

14.88 

5.87 


1.40 
20.92 
3.63 
6.09 
3.16 
7.13 

[  1.04 


100.00 
148 


At  their  sources  these  streams  are  characterized  by  very  low 
salinity  aad  a  high  proportion  of  silica  and  alkalies.  They  grad- 
ually increase  in  salinity;  and  by  blending  one  with  another,  approach 
more  and  more  nearly  the  normal  type  of  river  waters.  The  Eger 
is  unusually  rich  in  alkalies  and  chlorine.  The  minor  tributaries  of 
the  Elbe  vary  widely  in  composition,  but  in  general  calcium  and  car- 
bonates are  the  chief  constituents.  In  the  Schladabach,  however^ 
a  small  affluent  of  the  Eger,  sodium  and  the  sulphuric  radicle  pre- 
dominate, and  in  the  Chodaubach,  another  tributary  of  the  same 
river,  there  is  a  solution  of  gypsum  with  no  carbonates.  When  the 
Schladabach  enters  the  Franzensbad  moor  it  carries  94  parts  per 
million  of  fixed  mineral  matter;  it  leaves  the  moor  with  a  load  of 
1,542  parts.  This  change  serves  to  show  the  importance  of  ground 
water  in  modifying  the  chemical  character  of  a  stream — a  point 
aheady  noticed  in  studying  the  rivers  of  Colorado.  For  details  con- 
cerning these  and  many  other  small  tributaries  of  the  Elbe  basin, 
Hanamann's  original  memoirs  should  be  consulted.  They  will  well 
repay  careful  study. 


Digitized  by  VnOOQ IC 


92 


THE  DATA  OP  QEOCHEMISTBY. 


One  table  of  analyses  given  by  Hanamann  is  peculiarly  instruc- 
tive. It  consists  of  averages,  showing  the  composition  of  Bohemian 
waters  as  related  to  the  rocks  from  which  they  flow.  These  averages, 
reduced  to  the  standard  herein  adopted,  are  as  follows: 

Average  composition  of  Bohemian  waters^  clarified  according  to  their  eowrces. 


A.  From  phyUite,  five  analyses. 

B.  From  granite,  six  analyses. 

C.  From  mica  schist,  six  analyses. 


D.  From  basalt,  four  analyses. 

E.  From  the  Cretaceous,  four  analyses. 


CO,... 

S04... 

CI 

Ca 

!Jf:::: 

K 

SiO-... 


Salinity,  parts  per  million. 


35.94 
6.45 

10.15 

11.91 
5.02 

11.20 
4.39 

14.94 


100.00 
48 


30.49 
14.12 

6.39 
11.89 

3.58 
10.57 

5.63 
17.33 


100.00 
65 


32.14 
12.86 

7.24 
12.61 

5.08 
10.85 

4.22 
15.00 


100.00 

74 


46.85 
7.94 
1.66 

20.07 
5.76 
6.22 
3.20 
7.67 
.63 


100.00 
343 


33.01 
27.69 
2.87 
22.12 
5.29 
3.43 
2.72 
2.87 


100.00 
603 


The  water  of  the  Danube  and  its  tributaries  above  Vienna  has  been 
the  subject  of  many  investigations.  The  following  table  contains  a 
selection  from  among  them.  Except  when  otherwise  stated  the 
analyses  are  by  A.  Sch wager,* 

Analyses  of  water  from  the  Dantibe  and  its  tributaries. 

A.  The  Woemitx  above  Wassertradlngen,  Bavaria. 

B.  The  Altmtlhl  above  Herrleden,  Bavaria. 

Analyses  A,  B,  by  E.  litUler,  Inaug.  Diss.,  Eriangen,  1803.  Other  dissertations  upon  Bavarian  waters 
are  by  E.  K6hn;  1880,  M.  Lechler,  1802;  J.  Mayrhofer,  1885,  aU  from  Eriangen.  Spaeth's  dissertation  has 
already  been  cited.  There  is  also  one  from  WOrsburg  by  F.  Peoher,  1887.  In  each  dissertation  the  waters 
are  studied  geologically. 

C.  The  Naab. 

D.  The  Regen.  For  older  but  incomplete  analyses  of  the  Regen,  Hi,  and  Raohelsee,  see  H.  8.  Johnson, 
Lieblg's  Annalen,  vol.  05, 1855,  p.  230.  An  analysis  of  Danube  water  taken  at  ^enna  was  made  by  G. 
Blschof  In  1852.    An  analysis  of  the  Naab  at  its  source  is  given  by  Spaeth,  loc.  dt 

E.  The  Isar.    For  an  analysis  of  the  Isar  at  Munich,  see  0.  Wittstehi,  Jahresber.  Chemie,  1861,  p.  1007. 

F.  The  Vlls  at  Vilshofen.  Analysis  by  0.  Metsger,  Inaug.  Diss.,  Eriangen,  1802.  Ifetsger  also  gives 
analyses  of  the  Regen,  Naab,  Us,  and  Inn,  of  the  two  Arber  Lakes  and  Black  Lake  at  the  headwaters  of 
the  Regan,  of  the  Luhe,  Pf^imt,  and  lesser  VUs,  tributaries  of  the  Naab,  and  of  the  Danube  at  live  different 
points.  His  work  curiously  overlaps  or  coincides  with  that  published  by  Schwager.  It  Includes  geologic 
correlations. 

0.  The  lis. 

H.  The  Inn. 
I.  The  Erlau. 

J.  The  Danube  above  the  Naab. 

K.  The  Danube  above  Regensburg. 

L.  The  Danube  above  the  Hz  and  Inn. 

li.  The  Danube  12  kilometers  below  Passau. 

N.  The  Danube  at  Grelfensteln,  20  kilometers  above  Vienna.  Mean  of  28  analyses  by  J.  F.  Wdlfbauee, 
of  samples  taken  at  intervals  of  16  days  throughout  the  year  1878.    Monatsh.  Chemie,  vol.  4, 1883,  p.  417. 

O.  The  Danube  at  Budapest.  Analysis  by  M.  Ballo,  Ber.  Deutaoh.  chem.  Oesell.,  vol.  11, 1878,  p.  441. 
Bicarbonates  are  here  reduced  to  normal  salts. 


1  Geognost.  Jahreshefte,  1803,  p.  84.    In  Schwager's  analyses  the  iron  is  given  as  FeO. 
recaloalBted  into  FeiOi.    Traces  of  Mn,  T10«,  and  PtOt  are  ignored. 


It  is  hers 
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A 

B 

C 

D 

E 

F 

0 

H 

CO. 

«il.l4 

19.36 

3.66 

12.64 

50.31 

1.93 

47.23 

9.54 

4.42 

.11 

.23 

20.70 

8.14 

3.11 

1.81 

3.51 

.90 

.30 

27.55 

11.14 

5.88 

.37 

.71 

12.07 
4.02 
6.50 
4.37 

19.50 
6.50 
1.39 

49.53 

12.07 

.46 

52.43 
3.29 
2.01 

15.87 

18.26 

2.78 

.59 

.59 

4.37 

2.18 

9.92 

4.37 

32.54 

7.94 

.59 

44.85 

so!:::.;.:.::::..:::: 

14.40 

Cl 

2.20 

NOj 

.09 

NO,             

.28 

Ca 

21.81 
7.54 
2.37 
2.29 
1.28 

23.63 

1.15 

1.26 

7.40 

.98 

.70 

25.65 
6.04 
2.14 
1.41 
1.45 
1.04 
.21 

21.81 
7.85 
3.67 
4.79 
3.72 

25.10 

Mff 

6.23 

Nf:;..:::.: 

2.20 

K 

1.13 

SiOj 

2.89 

ALO, 

.44 

FcO, 

.19 

Salinity,     parts     per 
znillion 

100.00  ] 
325 

LOO.  00 
461.5 

100.00 
110 

100.00 
38.3 

100.00 
203.5 

100.00 
217 

100.00 
30 

100.00 
166 

I 

J 

K 

L 

M 

N 

0 

CO, 

16.77 

14.78 

5.75 

.41 

.41 

8.62 

1.50 

8.95 

4.37 

28.73 

9.30 

.41 

53.51 
7.11 
1.20 

51.70 

8.54 

1.31 

.06 

.25 

27.40 

6.00 

1.12 

.72 

2.42 

.42 

.06 

50.16 

8.85 

1.20 

.06 

2.14 

26.59 

6.01 

1.34 

1.12 

2.01 

.46 

.06 

48.29 

10.52 

2.25 

.06 

1.19 

26.46 

6.31 

1.84 

1.36 

2.20 

.46 

.06 

50.10 
8.81 
1.44 

49.03 

SO4 

13.69 

Cl 

1.40 

NO,           

NO, 

.23 

26.88 

6.21 

1.47 

.96 
1.59 

.78 

.06 

1.24 
26.28 
5.95 
1.69 
.94 
3.35 

Ca 

26.78 

Me 

6.97 

Ni    ......: 

.93 

K    

SiO- 

1.20 

ALO.              

FcO.   

.20 

trace. 

Salinity,      parts     per 
million  - 

100.00 

47 

100.00 
217 

100.00 
204 

100.00 
201 

100.00 
lft4 

100.00 
167 

100.00 
151 

1 

Although  the  tributary  waters  (which  should  include  the  waters  of 
the  Bavarian  lakes  as  given  in  a  previous  table)  show  great  differ- 
ences in  character,  the  regularity  exhibited  by  the  Danube  itself  is 
very  striking.  The  water  of  the  Danube  is  essentially  a  calcium 
carbonate  water,  but  the  sulphates  in  it  tend  to  increase  in  going 
downstream.  According  to  Wolfbauer,  the  river  carries  past  Vienna 
a  daily  chaise  of  25,000  metric  tons  of  matter  in  solution.  This  is 
equivalent  to  an  annual  load  of  9,125,000  metric  tons.  The  mechani- 
cal sediment  transported  at  the  same  time  is  only  three-fifths  as 
much. 

Analyses  of  a  few  more  waters  of  central  Europe  are  given  in  the 
next  table.  ^ 

1  For  three  snull  lakes  near  Halle  and  Elsleben  see  W.  Ule,  Die  Maosfelder  Seen,  Inaug.  Diss.,  HaOe, 
1888.  A  memoir  by  J.  Wolfl  (Chemische  Analyse  der  wicbtigsten  Flflsse  und  Seen  liecklenburgs,  Wle»- 
badao,  1872)  contains  analyses  of  several  small  rivers  and  lakes. 
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Analytes  of  water  from  central  Europe, 

A.  The  Weser  at  Rekum,  41  kflometers  above  Its  mouth.  Mean  of  two  analyses  by  F.  Seyfert,  Inaug. 
Diss.    Rostock,  1893.    Contamination,  tidal  or  other,  seems  to  be  evident. 

B.  The  Oder  near  Breslau.  Sample  taken  at  high  water.  Analysis  by  O.  Luedecke,  Dss  Wasser  des 
Oderthaies,  etc.,  Leipzig,  1907.  Another  sample  at  low  water  showed  contamination.  Other  analyses  of 
gromid  and  well  waters  are  given. 

C.  The  Vistula  at  Culm.  Analysis  by  Q.  Bischof,  Lehrbnch  der  chemischen  und  physikalischen  Geol- 
ogie,  2d  ed.,  vol.  1, 1863,  p.  275. 

D.  Balaton-  or  Plattensee,  Hungary.  Analysis  by  L.  von  Ilosvay,  In  Resoltate  der  wissenseh.  Erforsch. 
Balatonsees,  vol.  1,  1898,  p.  6.    Reduced  from  bicarbonate  form. 


CO,... 

S04.. 

CI 

Ca.... 
Mg.... 
Na... 

K 

SiO,.. 

AlA- 
FeaO,. 


Salinity,  parts  per  million. 


22.13 

22.77 

17.54 

18.50 

3.11 

10.25 

1.95 

3.75 


100.00 
281 


17.92 
23.60 
5.46 
28.09 
3.28 
6.45 
5.35 
6.57 

3.28 


100.00 
91.5 


47.78 
9.49 
2.70 

28.52 

4.44 

1,57 

.39 

4.49 

.62 


100.00 
178 


38.80 

21.47 

2.98 

8.87 

12.81 

6.14 

3.27 

4.48 

.82 

.36 


100.00 
612 


The  Balaton  Lake  has  an  exceptional  composition.  The  other 
analyses  in  the  table  are  of  minor  importance.  The  rivers  repre- 
sented by  them  need  more  study. 

For  Sweden  a  single  table  of  analyses  must  suffice,  reduced  from 
the  data  given  by  O.  Hofman-Bang.^  The  month  in  which  the 
water  was  taken  is  given  for  each  analysis. 


Analysei  of  Swedish  waters. 


A.  The  Byslte-eU,  July. 

B.  The  Klarelf,  Aprfl. 

C.  The  Klarelf ,  October. 

D.  The  LJusnan,  June. 


E.  The  Indalself ,  June. 
P.  The  Fyris,  April. 
G.  The  Fyris,  October. 


COg 

SO4 

CI 

NO, 

PO. 

Ca 

Mg 

Na 

K 

SiOj 

(Alfe)A. 


50.60 
4.01 
4.75 


39. 
5. 
5. 


38.68 

7.63 

2.24 

.46 


43.11 
4.57 
4.53 
ti^ce 


43.93 
7.24 
3.81 


29.14 

24.58 

3.15 

trace 


14.30 

39.08 

3.27 

.13 


11.57 
.64 
9.90 
9.00 
7.57 
1.96 


14.95 
.51 

18.77 


13. 
2. 


11.67 

.51 

8.42 

3.78 

19.17 
7.44 


17.34 

.24 

9.05 

5.87 

13.70 
1.59 


trace 

18.04 

.38 

11.33 

4.89 

5.78 

4.60 


27.49 
1.69 
2.92 
2.36 
6.00 
2.67 


27.99 
2.11 
3.33 
1.73 
6.19 
1.87 


Salinity,  parts  per  mil- 
lion   


100.00 
19.25 


100.00 
27.6 


100.00 
25.5 


100.00 
24.8 


100.00 
33.7 


100.00 
170.3 


100.00 
178.1 


1  BuU.  Qeol.  Inst.  Upsala,  vol.  6, 1906,  p.  101.  In  addition  to  his  own  work  the  author  cites  other  analyses 
of  Swedish  river  and  spring  wateis.  Solvent  denudation  in  Nocrlaad  he  estimates  at  9  metrio  tons  per 
square  kilometer,  or  23.3  tons  per  square  mile. 
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The  remarkably  low  magnesia  and  high  proportion  of  alkalies  are 
distinctive  peculiarities  of  these  waters.  The  variability  of  the 
Fyris  affords  another  good  example  of  the  fact  that  little  significance 
can  be  attached  to  a  single  analysis  of  a  river  water. 

Of  Russian  fresh  waters  only  a  few  analyses  are  available,  as 

f oUows : 

Analysea  oj  Russian  waters. 

A.  The  Angerosee.    Mean  of  two  analyses. 

B.  The  Babitsee. 

Analyses  A  and  B  by  F.  Ludwlg,  Die  Ktistenseen  des  Rlgaer  Meerbosens,  publlahed  by  the  Natuifoncher- 
Verein  at  Riga,  1906.  This  memoir  contains  analyses  of  27  small  lakes  near  Riga  and  close  to  the  Oulf  of 
Riga.    Most  of  them  are  of  calcium  carbonate  waters,  but  in  a  few  the  sulphate  Is  predominant. 

.\nalyses  C  to  Q  are  all  by  C.  Schmidt  of  Dorpat. 

C.  Lake  Oni^a.    M61.  chim.  phys.  St.  Petersburg  Acad.,  vol.  11, 1882,  p.  637. 

D.  Lake  Petpns.  Bull.  Acad.  St.  Petersburg,  vol.  24, 1878,  p.  423.  Schmidt  has  also  analyied  water 
from  the  small  rivers  Embach  and  Velikaya,  tributary  to  Lake  Peipus.  See  Mfl.  chim.  phys.,  toL  8, 1873, 
p.4»4. 

E.  The  Dwlna  at  Archangel.    Analysis  cited  by  J.  Roth,  Allgem.  chem.  QwA.,  voL  1,  p.  407. 

F.  River  Om  above  Omsk.    M6m.  Acad.  St.  Petersburg,  vol.  20,  No.  4, 1878. 
0.  Lake  Bailcal,  Siberia.    Same  reference  as  analysis  B. 

H.  The  Dniester  near  Odessa.    Analysis  by  J.  O.  N.  Dragendorfl,  Jahresber.  Cbemie,  1863,  p.  88S. 

Analyses  of  five  Finnish  river  and  lake  waters  are  given  by  O.  Aschan,  Jour,  prakt  Chemle,  2d  ser., 
vol  77, 1906,  p.  172.  For  an  analysis  of  the  small  Lake  Ingol,  Government  of  Yeneseisk,  Siberia,  see 
S.  8.  Zaleski,  Chem.  Zeitung,  vol.  16, 1802,  p.  W4. 


A 

B 

C 

D 

E 

F 

O 

H 

CO, 

51.80 
7.51 
2.d9 

40.14 

23.45 

1.09 

25.76 

5.36 

13.97 

4.11 

.47 

8.99 

6.86 

13.  «4 

9.52 

.11 

.56 

10.52 

59.57 

.62 

3.69 

.45 

.14 

25.54 

4.15 

2.75 

2.07 

26.38 
18.95 
17.71 

43.73 

2.15 

12.81 

49.85 

6.93 

2.44 

.21 

.72 

23.42 

3.57 

5.85 

3.44 

32.51 

so. 

23.62 

CI 

8.93 

NO, 

po!              

.29 

12.38 

7.58 

8.98 

5.56 

"ii.'24' 
9.68 
9.64 
2.82 
trace 

ca.v.      .: 

23.57 
7.89 
2.18 
1.00 

27.10 

5.49 

.88 

.33 

25.25 

Mg 

5.33 

xl .        : 

.61 

K 

3.75 

Rb 

NH...             

.10 

.78 

.08 
2.03 

SiO- 

1.61 
.57 

.88 

.84 
.55 
.13 

1.74 

6.51 

ALO, 

FcoO,              

.43 

.14 

.44 

1.42 

1.46 

Salinity,     parts     per 
minion                  .... 

100.00 
131 

100.00 
238 

100.00 
49.4 

100.00 
106 

100.00 
187 

100.00 

447 

100.00 
69 

100.00 
197 
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BIVSBS  OF  INDIA  AND  JAVA. 

Analyses  of  Asiatic  fresh  waters,  apart  from  the  two  Siberian 
examples  cited  in  the  preceding  table,  seem  to  be  very  rare.  A  few 
only  are  available  for  citation. 

Analyses  of  waters  from  India  and  Java, 

A.  The  liahanuddy  near  Cuttack,  India.  Analysis  by  £.  Nicholson,  Joor.  Chem.  See.,  voL  26, 1878, 
p.  229.  Fe  recalcolated  into  FeiOs.  Part  of  the  silica  is  probably  combined  as  a  silicate,  being  needed  to 
satoiate  the  bases. 

B.  The  Sen^oe  at  DJenggawoer,  Java.  Analysis  by  E.  C.  3.  Mohr,  Mededeellngen  Dep.  Landboow, 
No.  6,  Batavia,  1908,  p.  81.    Another  analysis  is  given  of  the  river  at  another  point. 

C.  The  Merawoe.    Analysis  by  Mohr. 

D.  The  Pekatjangan.    Analysis  by  Mohr. 

The  last  two  rivers  are  tributaries  of  the  SenOoQ*  Mohr  did  not  determine  carbonic  acid.  It  is  here 
calculated,  hi  all  three  analyses,  to  satisfy  bases.  The  salinity  here  therefore  differs  from  that  given  by 
Mohr. 


CO,... 
SO4.  .  . 

CI 

NO3... 
PO,... 

Ca 

Mg.... 
Na.... 

K 

SiOo... 

Fe,0,. 


27.06 

1.08 

2.04 

7.44 

.72 

16.78 
4.62 
5.92 
1.64 

33.45 


26.01 

14.78 

5.74 


29.38 

16.84 

5.61 


30.84 

18.26 

3.04 


.25 


1.64 
11.75 
3.45 
9.12 
3.37 
23.81 

.33 


1.31 
14.69 
3.37 
4.95 
3.83 
19.66 

.37 


1.21 
16.64 
2.43 
6.59 
3.34 
17.25 

.40 


Salinity,  parts  per  million. 


100.00 
86 


100.00 
122 


100.00 
107 


100.00 
99 


The  Mahanuddy  rises  in  a  region  of  igneous  and  crystalline  rocks 
and  its  silica  is  therefore  relatively  high.  The  same  appears  to  be 
true  of  the  Javanese  rivers. 

THE  NILE.  1 

The  water  of  the  Nile '  has  been  repeatedly  analyzed,  with  varying 
results.     The  best  datri^  are  as  follows: 

Anat^^es  of  water  from  the  Nile, 

A.  The  White  Nile  near  Khartoum.    Average  of  three  analyses. 

B.  The  Blue  Nile.  Average  of  three  analyses.  Analyses  A  and  B  by  W.  Beam,  Second  Rept.  Wellooikie 
Research  Lab.,  Khartoum,  1906. 

C.  Average  of  twelve  analyses  of  monthly  samples,  taken  trom  the  lower  NQe  between  June  8, 1874,  and 
May  13, 1876.  Analyses  by  H.  Letheby,  ciied  by  8.  Baker  hi  Proc.  Inst.  Civil  Eng.,  vol.  60, 1880,  p.  376. 
The  total  solids  contained  10.36  per  cent  of  o''ganic  matter. 

D.  The  Nile,  about  two  hours  Journey  below  Cairo.  Analysis  by  O.  Popp,  Liebig's  Annalen,  vol.  155, 
1870,  p.  344.    The  total  solids  oontakied  12.02  per  cent  of  organic  matter. 

I  An  Important  memoir  by  A.  Lucas  (The  chemistry  of  the  River  Nile:  Survey  Dept.  Paper  No.  12, 
Ministry  of  Finance,  Egypt,  1908)  contains  much  chemical  matter  in  addition  to  the  analyses  cited  here. 
A.  Ch61u  (Le  Nil,  le  Soudan,  I'fegypte,  Paris,  1891J  gives  some  very  questionable  analyses  of  the  Blue 
Nile,  the  White  Nile,  and  the  Nile  near  Cairow  According  to  ChAu  the  river  carries  past  Cairo  annually 
61,428,500  metric  tons  of  suspended  solids  and  20.772,400  metric  tons  hi  solution.  On  nitrates  in  the  Nile 
see  A.  Munts,  Compt.  Rend.,  vol.  107, 1888,  p.  231. 

>  Analyses  of  the  other  great  African  rivers  seem  to  be  lacking.  For  the  Chillf  and  refereooes  to  some 
smaller  Algerian  streams  see  p.  63  of  this  bulletin. 
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NOg.. 
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Ca 
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Na... 

K 

SiOa- 


42.97 

.25 

4.58 

.26 


41.74 

5.62 

2.19 

.11 


9.78 
3.00 

17.66 
6.79 

14.72 


18.38 
4.66 
5.43 
1.32 

20.55 


36.50 
17.44 
4.47 
trace 
trace 
20.10 
4.01 
3.04 
7.97 

6.47 


36.02 
3.93 
2.83 


.59 
13.31 

7.39 
13.14 

3.26 
16.88 

2.65 


Salinity y  parts  per  million. 


100.00 
174 


100.00 
130 


100.00 
168 


100.00 
119 


In  Letheby's  analyses  the  excess  of  potassium  over  sodium  is  veiy 
peculiar,  and  at  least  improbable.  In  the  White  Nile  the  propor- 
tion of  sulphates  is  insignificant.  Beam  accoimts  for  the  latter  fact 
by  supposing  the  sulphates  to  be  reduced  to  carbonates  by  the  organic 
matter  of  the  "sudd."  South  of  the  "sudd"  the  White  Nile  con- 
tains appreciable  sulphates;  after  leaving  the  "sudd"  it  is  nearly 
free  from  them. 

ORGANIC  MATTER  IN  WATERS. 

Up  to  this  point  we  have  considered  only  the  fixed  inoi^anic  matter 
found  in  natural  waters;  but  other  impurities  which  have  geological 
significance  are  also  present.  All  such  waters  contain  dissolved  gases, 
especially  oxygen,  nitrogen,  and  carbon  dioxide,  and  sometimes 
hydrogen  sulphide.  The  rain  brings  also  nitric  acid  and  ammonia 
to  the  soil,  and  so  into  the  ground  water;  and  organic  substances 
are  invariably  foimd  in  it  in  greater  or  smaller  quantities.  These 
gases  and  compounds  interact  in  a  great  variety  of  ways,  and  directly 
or  indirectly  play  an  important  part  in  the  decomposition  of  rocks. 
We  have  already  noted  the  importance  of  carbonic  acid  as  a  weather- 
ing agent,  we  have  seen  in  a  previous  chapter  how  dissolved  air 
represents  a  concentration  of  oxygen,  but  so  far  the  organic  matter  of 
water  has  been  tacitly  ignored.  Its  quantity,  in  percentages  of  total 
solids,  can  be  computed  in  some  cases  from  published  analyses.  A 
few  of  the  available  figures  are  as  follows: 


PeroerUage  oforqanic  matter  in  the  (Hssolved  solida  0/ river  waters. 


Danube 

James 

Maumee 

Nile 

Hudson 

Rhine 

Cumberland. 
Thames 
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3.26 
4.14 
4.55 
10.36 
11.42 
11.93 
12.08 
12.10 
12.80 


Amazon 15.03 

Mohawk 15, 34 

Delaware 16. 00 

Lough  Neagh 16.40 

Xingu 20.63 

Tapajos 24.16 

Plata 49.59 

Negro 53.89 

Uruguay 59. 90 
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The  range  of  figures  is  rather  wide,  but  the  highest  values  represent 
tropical  streams.  That  is,  leaving  artificial  pollution  out  of  account, 
waters  flowing  through  tropical  swaxnps  carry  the  largest  proportion 
or  organic  matter.  Lough  Neagh,  in  Ireland,  doubtless  shows  the 
effects  of  bog  water. 

The  organic  matter  is  derived  from  the  decay  of  vegetable  sub- 
stances, and  by  further  oxidation  may  be  converted  into  carbonic  acid 
and  water.  Its  chemical  constitution  is  not  accurately  known,  but  it 
consists  in  great  part  of  a  vague  group  of  colloidal  substances,  whose 
precise  nature  is  yet  to  be  made  out.  They  appear  to  possess  feebly 
acidic  properties,  and  have  therefore  received  specific  names,  huxnic, 
crenic,  apocrenic,  and  ulxnic  acids,  which  terms,  however,  if  not 
actually  obsolete,  are,  at  least  obsolescent.  The  salts  of  these  "  acids  " 
are  partly  soluble  and  partly  insoluble,  and  the  acids  themselves  are 
conunonly  reputed  to  be  powerful  agents  in  the  solution  of  rocks.* 
The  humus  acids  are  said  to  decompose  siUcates,'  but  the  evidence  is 
contradictory  or  at  best  inadequate.  The  statement,  long  current  in 
chemical  literature,  that  the  acids  absorb  nitrogen  from  rain  water 
and  the  air,  and  silica  from  the  soil,  forming  a  series  of  silico-azo- 
huxnic  acids,  rests  upon  the  unsupported  assertions  of  P.  Thenard,'' 
who  gives  no  adequate  experimental  data  to  sustain  his  views,  which 
need  not  be  considered  further.  The  observed  facts  are  capable  of 
much  simpler  interpretation. 

A  comparison  of  the  preceding  table  with  the  analyses  of  river 
waters  generally,  will  show  that  waters  relatively  high  in  oi^anic 
matter  are  likely  to  be  high  in  sihca  also.  From  this  it  has  been 
inferred  that  the  organic  matter  holds  the  silica  in  solution,  although 
the  connection  between  the  two  is  not  invariable.  The  Uruguay 
River  is  so  far  the  extreme  example  of  this  supposed  relation,  and  the 
other  tropical  streams  lend  support  to  the  view.  The  humus  acids, 
however,  are  almost  insoluble  in  water  alone,  but  readily  soluble  in 
alkaline  solutions.  It  appears  possible,  therefore,  that  the  alleged 
relation  between  humus  and  sihca  is  purely  coincidental  and  that  the 
alkalies  in  the  first  instance  are  the  really  effective  solvents.  There 
is  no  proof  that  they  can  dissolve  sihca  when  alkaUes  are  absent.  As 
colloids  they  are  more  hkely  to  precipitate  sihca  than  to  bring  it 
into  solution. 

In  fact,  the  amount  of  siUca  in  a  water  is  quite  independent  of 
organic  matter.  Many  small  streaxns,  near  their  sources,  especially 
if  they  rise  from  crystalline  rocks,  carry  a  large  relative  proportion 

1  See  A.  A.  JoUen,  Proa  Am.  Abboo.  Adv.  ScL,  voL  38, 1879,  p.  311.  On  the  oiganlo  matter  of  waten  in 
Finland,  see  O.  Ascfaan,  Zeltschr.  prakt.'  Oeologle,  voL  15, 1007,  p.  66.  On  the  chemical  nature  of  the 
organic  matter  in  soib,  see  O.  Schrelner  and  P.  C.  Shorey,  BuU.  Bur.  Soib  No.  74,  U.  8.  Dept.  Agr. 

*  A.  Rodiyanko,  Jour.  Chem.  8oc.,  vol.  62,  pt  2, 1808,  p.  1873.  Abstract  fh>m  Jour.  Ruas.  Chem.  Soc., 
vol.  22,  p.  206. 

I  Compt.  Rend.,  toI.  70, 1870,  p.  1412. 
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of  silica,  although  its  absolute  amount  jnay  be  trivial.  This  pecu- 
liarity is  shown  in  many  of  the  analyses  cited  in  the  preceding  pages, 
and  is  so  marked  that  a  water,  low  in  salinity  but  relatively  high  in 
silica  and  alkalies  may  almost  certainly  be  attributed  to  igneous 
rather  than  to  i^iedimentary  surroundings.  This  sihca  is  directly 
derived  from  the  rocks  at  the  time  of  their  decomposition  by  car- 
bonated waters,  and  forms  a  large  part  of  the  material  which  is  at 
first  taken  into  solution.  The  seepage  or  ground  water  which  after- 
wards enters  the  streams  is  much  poorer  in  silica,  and  so  the  propor- 
tion of  the  latter  tends  to  diminish  as  a  river  flows  toward  the  sea. 

CONTAMINATION   BY   HUMAN   AGENCIES. 

In  any  complete  discussion  of  river  waters  account  must  be  taken 
of  contamination  by  hiunan  agencies.  Towns  and  factories  drain 
into  the  streams,  and  the  extent  of  the  pollution  is,  for  our  immedi- 
ate purposes,  best  measured  by  the  proportion  of  chlorine.  A  good 
example  is  furnished  by  the  Chicago  drainage  canal,  which  empties 
into  the  Desplaines  River  and  thence  passes  through  the  Illinois 
River  into  the  Mississippi.  For  the  waters  thus  aflFected  there  are 
abundant  data,  and  the  sanitary  analyses  by  the  late  A.  W.  Palmer 
are  especially  valuable.*  His  annual  averages  for  1900,  represent- 
ing Illinois  River,  are  stated  below.  The  percentages  have  been 
calculated  by  myself,  and  the  table  is  to  be  read  going  downstream. 

Total  9olid»  and  chlorine  in  Illinois  and  Mississippi  rivers. 


Chlorine. 


IllinoiB  River — 

AtMonrifl 

At  Ottawa 

At  LasaUe 

At  Averyville 

At  Havana 

At  Kampeville 

At  Chrsiton 

MiasisBippi  River  at  Grafton 


The  decrease  in  fche  proportion  of  chlorine  as  we  follow  the  Illinois 
downstream  is  most  striking;  but  even  more  surprising  are  the  data 
concerning  the  Mississippi  a  little  farther  south,  at  Alton.  Here 
samples  were  taken  100  feet  from  the  Illinois  shore,  one-fourth  the 
distance  across,  in  midstream,  three-fourths  over,  and  100  feet  from 
the  Missouri  shore.  The  figures  represent  averages  covering  periods 
of  from  nine  months  to  nearly  the  entire  year  1900. 

1  Ghemioal  survey  of  the  wateiv  of  Illinois,  1897-1902,  Univ.  Illinois,  1903. 
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Total  9oHds  and  dUorine  in  Mimuippi  River  at  Alton,  IlL 


ToUl 

dlaolved 

aoUds. 

Chlorine. 

100  fee*"-  fronfi  Illinois  nhore 

Parts  per 

194.1 
182.8 
160.6 
155.0 
154.2 

Parts  per 

TWf/Wffft, 

7.7 
7.1 
4.4 
4.1 
3.5 

Pereent. 
3.97 

One-fourth  distance  acrosB 

3.87 

Midrtrewn....                              

2.74 

Three-'ourthfl  distance  acroes.  . . .  x 

2.65 

100  feet  from  Missouri  shore 

2.27 

The  influence  of  the  Illinois  River  on  the  eastern  side  of  the  Missis- 
sippi is  perfectly  evident.  The  chief  cause  of  the  diminution  of 
chlorine  in  the  Illinois  is  of  course  the  dilution  of  the  water  by  other 
less  contaminated  sources  of  supply.  In  the  Kankakee  at  Wilming- 
ton the  proportion  of  chlorine  during  the  same  period  was  only  1.21 
per  cent,  and  in  the  Fox  River  it  was  1.98  per  cent,  calculated  from 
the  total  matter  in  solution.  The  Kankakee  and  Fox  rivers  represent 
an  approximation  to  the  normal  chlorine  of  the  region ;  the  Illinois, 
into  which  they  flow,  shows  the  exaggeration  produced  by  artificial 
means.  Near  the  ocean  the  normal  chlorine  in  fresh  waters  is  much 
higher  and  the  effects  of  pollution  are  less  conspicuous  than  in  inland 
streams.^ 

GAINS   AND    LOSSES   IN   WATERS. 

In  fresh-water  lakes  and  rivers  the  salinity  is  naturally  low — that 
is,  their  waters  are  very  dilute  solutions,  which  do  not  approach  the 
point  of  saturation  for  even  the  less  soluble  of  their  constituents. 
The  relatively  insoluble  carbonates  of  calcium  and  magnesium  are 
held  in  solution  by  the  excess  of  carbonic  acid  which  is  always  pres- 
ent, and  are  therefore  to  be  regarded,  while  dissolved,  as  bicarbonates. 
Without  this  solvent  much  of  the  load  would  be  deposited,  as  indeed 
it  is  by  the  evaporation  of  percolating  waters  in  limestone  caves, 
when  stalactites  and  stalagmites  are  formed.  In  a  flowing  river, 
which  continually  receives  carbon  dioxide  from  the  air  and  from  de- 
caying vegetation,  such  depositions  are  not  likely  to  occur,  at  least 
not  to  any  notable  extent;  but  when  pools  are  left  from  an  overflow, 
incrustations  of  solid  matter  may  soon  form.  The  sediments  found 
in  streams  are  mostly  claylike  in  character,  and  rarely  contain  any 
conspicuous  proportion  of  carbonates  or  sulphates.  Living  organ- 
isms, especially  crustaceans,  moUusks,  and  some  aquatic  plants,  with- 
draw calcium  carbonate  from  solution;  but  how  great  their  influence 

1 A  good  mxmmary  of  the  reistloiis  between  nonnal  and  poQuted  watera  In  the  eastern  and  middle  States 
Is  given  by  H.  O .  Leighton  in  VfAtet-Bapply  Paper  U.  S.  Oeol.  Survey  No.  79, 1003.  The  subject  of  normal 
chlorine  is  considered  and  the  classical  "chlorine  map  "  of  Massachusetts  is  reproduced. 

See  also  Sixth  Kept.  Bivcrs  Pollution  Conunission,  1868,  on  the  domestic  water  supply  of  Great  Britain. 
This  report  contains  abundant  data  on  chlorine  in  waters. 
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may  be,  relatively  to  an  entire  flow,  we  have  no  means  of  estimating. 
Many  agencies  thus  combine  to  modify  the  composition  of  a  water, 
but  the  relative  magnitude  of  the  several  factors  can  hardly  be  deter- 
mined. The  waters  gain  and  lose  solid  matter,  but  on  the  whole,  as 
we  follow  a  stream  downward  in  its  course,  the  gains  exceed  the  losses. 
When  we  exclude  the  elements  of  dilution  by  tributaries  and  the 
variations  in  concentration  between  high  and  low  stages  of  water  we 
find  that  salinity  generally  increases  until  a  river  reaches  the  sea. 

Speaking  broadly,  lake  and  river  waters  may  be  divided  into 
two  great  classes — namely,  sulphate  and  carbonate  waters,  according 
as  carbonic  or  sulphuric  ions  predominate.  The  classification  can 
be  still  further  subdivided  with  reference  to  the  abundance  of  chlo- 
rides or  of  silica,  and  again  with  regard  to  bases;  but  the  two  main 
divisions  still  hold.  Most  waters  are  either  carbonate  or  sulphate 
in  type,  and  we  have  already  seen  how  climatic  considerations  de- 
termine, in  part  at  least,  the  chemical  character  of  a  stream.  The 
carbonates  are  derived  from  the  carbonic  acid  of  rain  or  from  that 
produced  by  organic  matter,  which  may  act  either  upon  crystalline 
rocks  directly  or  by  solution  of  limestones.  The  sulphates  originate 
in  the  oxidation  of  pyrite  or  by  the  solution  of  gypsum,  and  the  two 
classes  of  waters  are  almost  invariably  commingled.  Carbonate 
waters  are  by  far  the  most  common,  as  the  cited  analyses  show,  and 
the  reasons  for  this  fact  have  already  been  made  clear.  We  have 
also  seen  how  a  river  can  change  its  type  in  flowing  from  one  point 
to  another,  and  we  have  noted  the  probability  that  this  transforma- 
tion is  commonly  due  to  the  blending  of  streams,  or  even  to  the  acces- 
sion of  ground  waters.  One  other  point  in  this  connection  remains 
to  be  noted — ^namely,  the  possible  influence  of  micro-organisms.  It 
is  more  than  probable  that  these  minute  creatures,  acting  in  pres- 
ence of  other  oi^anic  matter,  may  reduce  sulphates,  with  elimination 
of  hydrogen  sulphide  and  the  formation  of  carbonates  in  their  stead. 
That  reactions  of  this  kind  occur  in  saline  and  brackish  waters 
seems  to  be  well  established.^  A  suggestive  instance  came  within 
the  experience  of  the  United  States  Geological  Survey.  A  quantity 
of  water  rich  in  sulphates,  from  one  of  the  alkaline  lakes  of  Cali- 
fornia, was  sent  to  the  laboratory  ia  a  wooden  barrel.  When  re- 
ceived, the  water  had  become  fetid  with  hydrogen  sulphide  and 
discolored  by  extract  from  the  wood — so  much  so  as  to  be  unfit  for 
analysis.  How  far  such  changes  may  occur  in  nature,  especially  in 
swamp  waters,  remains  to  be  determined.  At  all  events,  the  pos- 
sibility of  similar  transformations  can  not  be  ignored. 

^  See  N.  Zelinsky,  Jour.  Chem.  Soc.,  vol.  66,  pt.  2, 1804,  abstract,  p.  200;  alao  M.  W.  Beyerinck,  idem,  voL 
80,  pt.  2,  abstract,  p.  119;  and  R.  H.  Saltet  and  C.  S.  Stookvis,  idem,  vol.  80,  pt.  2, 1001,  p.  265. 
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CHEMICAIi   DENUDATION. 

Now,  to  sum  up:  A  river  is  formed  by  the  union  of  waters  from 
many  sources,  and  each  one  owes  its  peculiarities  to  the  conditions 
existing  at  its  starting  point.  Carbonic  acid,  either  of  atmospheric  or 
of  organic  origin,  is  the  most  abundant  and  generally  the  most  potent 
of  the  agents  that  dissolve  mineral  matter  from  the  rocks.  Hence 
carbonate  waters  are  the  conmionest,  and,  as  streams  blend  to  form  the 
great  continental  rivers,  the  carbonate  ty^pe  tends  to  become  more  and 
more  pronounced.  In  the  temperate  zone,  at  least,  the  larger  streams 
resemble  one  another  chemically,  and  seem  on  the  average  to  do  pretty 
much  the  same  chemical  work  in  pretty  much  the  same  way.  The 
composition  of  their  waters  gives  a  measure  of  the  effects  which  they 
have  produced ;  and  if  the  data  were  adequate  the  study  of  chemical 
denudation  would  be  both  profitable  and  easy.  But  the  data  are  not 
adequate,  except  for  certain  areas,  and  therefore  any  estimate  which 
may  be  reached  as  to  the  quantity  of  soUd  matter  annually  carried  in 
solution  by  rivers  to  the  sea  must  be  subject  to  future  revision.  It  is 
clear  that  an  analysis  of  river  water,  taken  at  a  single  point  and  at  one 
stage  of  concentration,  tells  us  little  or  nothing  of  what  the  stream  as 
a  whole  may  do.  Annual  averages  of  water  taken  near  the  mouths  of 
rivers  are  needed  before  the  problems  of  chemical  denudation  can  be 
even  approximately  solved. 

For  example,  Sir  John  Murray  *  has  computed,  by  averaging  the 
analyses  of  nineteen  rivers,  not  only  the  total  amount  of  saline  mat- 
ter carried  annually  to  the  ocean,  but  also  its  composition.  But  his 
estimate,  published  in  1887,  was  based  almost  necessarily  upon  Euro- 
pean data  and  to  a  large  extent  upon  inconclusive  analyses.  Evi- 
dence as  to  the  chemical  character  of  the  greater  American,  African, 
and  Asiatic  streams  was  then  practically  unobtainable,  and  therefore 
the  computation  was  only  a  rough  indication  of  what  the  truth  may 
be.  Data  from  all  the  greater  river  basins  of  the  world  are  required 
before  we  can  determine  the  full  significance  of  chemical  denudation. 

The  problem,  however,  is  not  entirely  hopeless.  It  can  be  attacked 
locally,  with  reference  to  specific  areas,  and  a  fairly  probable  approxi- 
mation to  the  truth  can  be  made  from  the  evidence  which  now  exists. 
T.  Mellard  Reade,'  for  instance,  in  a  well-known  investigation,  has 
calculated  the  amount  of  soUd  matter  annually  dissolved  by  water 
from  the  rocks  of  England  and  Wales.  Putting  the  average  salinity 
of  the  waters  at  12.23  parts  in  100,000,  he  estimates  that  the  total 
annual  run-off  from  the  area  in  question  carries  in  solution  8,370,630 
tons  of  dissolved  mineral  matter,  or  143.5  tons  from  each  square  mile 

i  Scottish  Geog.  Hag.,  vol.  3,  J887,  p.  65. 

>  Proc.  Liverpool  Oeol.  Soc.,  vol.  3, 1876-77,  p.  211.    Reprinted  under  the  title ''  Chemical  denadatifm  in 
relation  to  geologioal  time." 
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of  surface.  At  this  rate,  by  the  solvent  action  of  water  alone,  the 
level  of  England  and  Wfdes  would  be  lowered  1  foot  in  12,978  years. 
Reade  also,  from  such  data  as  he  could  obtain,  for  the  most  part  single 
analyses,  made  similar  but  rough  estimates  for  several  European 
river  basins,  which,  in  British  tons  per  square  mile  may  be  tabulated 
as  follows: 


Rhone... 
Thamee.. 
Garonne. 


232 
149 
142 


Seine 97 

Rhine 92.3 

Danube 72. 7 


The  average  for  the  entire  land  surface  of  the  globe  he  put  at  100  tons 
per  square  mile,  a  figure  that  was  not  much  better  than  a  guess.* 

From  investigations  made  in  the  water-resources  branch  of  the 
United  States  Oeological  Survey,  lower  figures  are  obtained.  By 
combining  the  results  of  careful  river  gaging  with  the  data  for  salinity 
as  determined  in  the  laboratory,  R.  B.  Dole  and  H.  Stabler'  have 
deduced  a  table,  of  which  the  following  is  an  abridgment.  The 
Great  Basin  and  the  Red  River  of  the  North  are  here  left  out  of 
account. 

Chemical  denudation  in  the  United  States. 


Drainage  area. 


Area  drained 
(aquare  miles). 


DlflBoIvednllda 

(tons  per  square 
mUe). 


North  Atlantic 

South  Atlantic 

Eastern  Gulf  of  Mexico 

Western  Gulf  of  Mexico 

MiflsiBBippi  River 

Laurentian  Basin  (United  States  area) 

Colorado  River  of  Arizona 

South  Pacific 

North  Pacific 

Total 


159)400 
123,900 
142,100 
315, 700 
1,265,000 
175,000 
230,000 
72,700 
270,000 


130 

94 

117 

36 

108 

116 

51 

177 

100 


2, 753, 800 


a  98 


a  Short  tons  of  2/)00  pounds.    The  metric  ton  equals  2,206  pounds. 

For  the  entire  United  States,  3,088,500  square  miles,  regarding 
the  denudation  of  the  Great  Basin  as  zero — ^that  is,  as  not  con- 
tributory to  the  ocean — the  average  denudation  is  estimated  by  Dole 
and  Stabler  as  87  short  tons,  or  78.9  metric  tons  per  square  mile,  a 
figure  which  is  not  likely  to  be  much  changed  by  future  investigations. 
It  refers,  however,  only  to  inorganic  matter.     If  organic  impurities 

>  For  other  estimates  of  the  amount  of  material  carried  by  various  riven,  see  A.  Qelkie,  Text-book  of 
geology,  4th  ed.,  vol.  1, 1903,  p.  480.  The  Thames,  for  example,  carries  in  solution  past  Kingston  648,230 
tons  of  fixed  inorganic  matter  In  a  year.  See  also  the  thesis  of  A.  F.  White  on  the  waters  of  Rockbridge 
County,  Vii|;inla  (Washington  and  Lee  Univ.,  1906).  This  thesis  deals  with  North  River,  a  tributary  of  the 
James. 

>  Water-Supply  Paper  U.  8.  Qeol.  Survey  No.  234, 1909,  p.  78.  The  figures  are  given  In  much  greater 
detail  than  is  practicable  here.  Some  of  the  areas,  etc.,  differ  slightly  from  thoee  cited  in  previous  pages 
of  this  book;  but  the  diflerenoes  are  trivial  and  do  not  appreciably  aileot  the  final  result. 
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are  included  it  should  be  increased  by  perhaps  10  per  cent;  that  is, 
to  86.8  metric  tons  per  square  mile.  The  variation  in  the  denudation 
factors  assigned  to  the  several^  areas  is  quite  important.  The  Colo- 
rado drains  an  arid  region,  and  much  of  the  area  ascribed  to  the 
river  adds  little  or  nothing  to  it.  The  humid  basin  of  the  St.  Law- 
rence, on  the  other  hand,  ia  a  liberal  contributor  of  saline  substances. 
The  Mississippi,  with  humid  regions  to  the  east  and  semiarid  plains 
to  the  west,  shows  an  intermediate  figure  for  the  chemical  erosion.^ 

For  the  rest  of  North  America  only  a  rough  estimate  is  possible. 
The  analyses  of  Canadian  rivers  given  in  previous  pages  indicate  an 
average  composition  and  salinity  much  like  that  of  the  St.  Lawrence. 
For  Mexican  and  Central  American  rivers  no  data  are  at  hand,  but 
it  is  probable  that  for  northern  Mexico,  at  least,  they  would  resemble 
those  of  Texas,  New  Mexico  and  Arizona.  That  is,  the  waters  north 
of  the  United  States  and  south  of  it  vary  from  the  mean  found  for 
the  United  States  in  opposite  directions,  and  so  tend  to  balance 
each  other.  In  short,  the  average  for  the  United  States  probably 
represents  fairly  well  the  average  for  the  entire  continent.  If  we 
assume  that  six  millions  of  square  miles  in  North  America  lose  79 
metric  tons  in  solution  per  square  mile  per  annum,  and  that  the 
composition  of  the  saline  matter  so  transported  is  that  foimd  for 
the  United  States  alone,  we  shall  be  fairly  near  the  truth. 

Evidence  for  South  America  is  very  scanty.  On  the  basis  of 
Frankland's  analysis,  Reade  ^  estimates  the  denudation  factor  of 
the  Amazon  at  50  tons  per  square  mile.  Using  the  same  analysis, 
and  Murray's  estimate  of  the  total  run-off,  i  find  that  53  tons  is 
rather  more  probable.  Similar  estimates  for  the  Uruguay  and  the 
Negro  give  a  factor  of  50  tons.  About  four  millions  of  square  miles 
in  South  America  may  be  assigned  the  latter  figure,  with  a  reasonable 
degree  of  probability.  The  Amazon  dominates  the  entire  combina- 
tion, and  its  low  salinity  is  due  to  the  fact  that  it  drains  a  vast  tropical 
forest,  and  through  much  of  its  course  has  scanty  access  to  fresh 
rocks.  It  waters  a  region  which  is  thoroughly  leached,  and  there- 
fore finds  but  little  material  to  dissolve.  Large  areas  in  South 
America,  like  Peru  and  central  Argentina,  contribute  nothing  to  the 
ocean  and  count  for  zero  in  measuring  chemical  denudation. 

Some  figures  relative  to  European  waters  have  already  been  given. 
According  to  Geikie  the  Thames  carries  in  solution  past  Kingston 
548,230  British,  or  556,930  metric  tons  of  inorganic  matter  annually. 
The  drainage  area  is  6,100  square  miles,  hence  a  denudation  factor 
of  91.3  metric  tons  per  square  mile.  For  the  Meuse  above  IA6ge 
the  figures  published  by  Sprii^  an  •  Prost  give  a  factor  of  139  tons. 

1  Dole  and  Stabler's  flgore  for  the  denudation  factor  of  the  Misslflslppl  Is  oonaiderably  larger  than  that 
derived  fh>m  OreenleaTs  data  and  the  analyses  cited  on  pp.  70, 71,  ante. 
.  *  Evolution  of  earth  structures,  London,  1903,  pp.  265-282. 
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In  Sweden  the  chemical  denudation  is  much  sm&Uer,  but  seems  to 
have  been  estimated  for  only  a  veiy  limited  area.  Readers  estimate 
for  all  Europe  is  100  tons  per  square  mile,  and  that  seems  to  be 
fairly  probable.  For  Europe,  then,  I  shall  assimie  that  3,000,000 
of  square  miles  suffer  solvent  denudation  at  the  rate  of  100  tons  per 
mile,  a  figure  which  is  not  far  from  that  assigned  to  the  Laurentian 
basin.  Europe  is  generally  well-watered,  and  its  waters  have  all  the 
characteristics  of  those  from  the  humid  areas  of  the  United  States. 
In  the  latter  the  denudation  factor  is  lowered  by  the  arid  regions  of 
the  southwest. 

The  African  material  ia  very  imperfect.  According  to  Ch^lu,^  the 
Nile  carries  20,772,400  metric  tons'  in  solution  annually.  This,  for 
an  ostensible  drainage  basin  of  1,293,060  square  miles,  gives  a  denu- 
dation factor  of  only  16  tons.  Much  of  northern  Africa  resembles 
the  valley  of  the  Nile  so  far  as  denudation  is  concerned.  We  may 
safely  assume  that  1,500,000  square  miles  are  represented  by  the 
Nile,  and  also  that  6,600,000  are  equivalent  in  character  to  South 
America  with  its  tropical  streams.  The  desert  regions,  like  the 
Sahara,  of  course,  are  negligible. 

The  data  relative  to  Asiatic  waters  are  even  more  defective.  The 
water  of  Lake  Baikal  resembles  that  of  the  Saint  Lawrence,  while  the 
Mahanuddy  has  the  peculiarities  of  tropical  rivers.  With  these 
feeble  clues  I  can  only  make  a  very  rough  estimate  for  Asia,  as  fol- 
lows: Assume  three  millions  of  square  miles  to  average  like  Europe, 
three  millions  like  the  United  States,  and  one  million  like  South 
America.  Large  areas  in  Asia  are  obviously  left  out  of  considera- 
tion; the  Caspian  depression,  the  central  deserts,  and  the  Arabian 
peninsula.  The  streams  reaching  the  sea  from  Arabia  are  too  small 
to  carry  any  weight  in  the  general  discussion. 

To  sum  up,  the  crude  figures  for  chemical  denudation  are  as 
follows: 

North  America. .  6, 000, 000  square  miles  at  79  tons..  474, 000, 000  tons 

South  America. .  4, 000, 000  square  miles  at  50  tons. .  200, 000, 000  tons 

Europe 3, 000, 000  square  miles  at  100  tons..  300, 000, 000  tons 

Asia 7, 000, 000  square  miles  at  84  tons..  588, 000, 000  tons 

Africa 8, 000, 000  square  miles  at  44  tons..  352, 000, 000  tons 

28, 000, 000  square  miles  at  68. 4  tons..  1, 914, 000, 000  tons 

The  incompleteness  of  the  foregoing  figures  is  due  to  the  fact  that 
large  areas  of  land  either  do  not  drain  into  the  ocean,  or  add  little  or 
nothing  to  it.  The  total  land  area  to  be  considered — that  is,  the 
area  which  contributes  to  the  salinity  of  the  ocean — ^is,  according  to 
Murray,  39,697,400  square  miles,  or,  in  round  numbers,  40,000,000. 
Assuming  that  the  figures  so  far  given  represent  a  fair  average,  the 
amount  of  saline  matter  carried  into  the  ocean  by  the  river  drainage 

1  Le  NU,  I'tgypte,  le  Soudan,  Paris,  1891. 
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of  the  world  is  2,735,000,000  metric  tons  annually,  an  estimate  only 
a  little  more  than  half  that  given  by  Murray.*  The  rivers  studied  by 
Murray  must  have  been  for  the  most  part,  if  not  exclusively,  in  the 
Temperate  Zone;  where  alternations  of  freezing  and  thawing  tend  to 
break  up  the  rocks  and  so  to  render  them  more  easily  decomposed 
by  percolating  waters.  With  even  moderate  humidity  the  activity 
of  the  waters  is  great  and  large  amoimts  of  material  are  transported 
by  them.  On  the  other  hand,  Arctic  rivers  flow  to  a'noteworthy 
extent  over  tundra,  which  is  frozen  dming  the  greater  part  of  the 
year.  They  therefore  have  comparatively  small  influence  in  rock 
solution,  and  much  of  their  flow  must  be  mere  surface  nm-off.  The 
low  salinity  of  tropical  streams  has  already  been  noted.  The  total 
amoimt  of  chemical  denudation  depends  upon  the  balancing  of  these 
varying  tendencies. 

With  the  aid  of  the  foregoing  estimates,  and  of  the  analyses  cited 
in  this  chapter,  a  probable  average  can  be  computed  for  the  compo- 
sition of  the  fresh  waters  of  the  globe.  Such  an  average  is  shown  in 
the  next  table. 

Average  compoiition  of  river  and  lake  waters. 

A.  Waters  of  North  America.  Average  oomputed  from  the  data  given  by  Dole  in  Water-Sapply  Papei 
236,  and  by  Dole  and  Stabler  in  Watei^Supply  Paper  234.  Each  analysis  Is  weighted  proportionately  to 
the  total  amount  of  material  annually  carried  by  the  river.  The  alkalies  an  given  with  Palmer's  determina- 
tions of  potassium. 

B.  Waters  of  South  America.  Average  made  up  from  the  cited  analyses,  ¥^eighted  as  follows:  AmaxQn, 
12;  Uruguay,  1 ;  Negro,  1 ;  all  smaller  streams,  2.  The  Rio  de  la  Plata  is  left  out  of  account,  for  the  anal3r8es 
are  not  conclusive. 

C.  Waters  of  Europe.  Average  of  300  analyses  of  river  and  lake  waters,  first  by  groups,  and  then  freight- 
ing each  group  proportionally  to  its  drainage  area. 

D.  Waters  of  Asia.  Made  up  of  the  averages  A,  B,  C,  ¥^eighted  3 : 3 : 1  as  explained  in  a  prevfous  para- 
graph. 

E.  Waters  of  Africa.   MadeupoftheaveragefortheNUeandthatforSouthAmerlcaasalreadydescribed, 

F.  General  average,  in  which  each  of  the  foregoing  averages  is  weighted  proportionally  to  the  number  of 
tons  given  in  the  preceding  table. 

O.  Sir  John  Murray's  average  composition  of  river  water  (Scottish  Geog.  Mag.,  vol.  3, 1887,  p.  65),  as 
reduced  to  the  uniform  standard  adopted  in  this  book.  Organic  matter  as  given  by  Murray  is  10.37  per 
cent  of  the  total  solids. 


CO,. 

S04.. 

CI... 

N03. 

Ca... 
Mg.. 

Na... 
K. 


I 


(FeAl)A 

SiOa 

Minor  coDBtituents. 


Weight. 


33.40 
15.31 

7.44 
1.15 
19.36 
4.87 
7.46 
1.77 
.64 
8.60 


100.00 
10 


32.48 

8.04 

5.75 

.62 

18.92 
2.59 
5.03 
1.95 
5.74 

18.88 


100.00 
4 


39.98 

11.97 

3.44 

.90 

23.19 

2.35 

4.32 

2.75 

2.40 

8.70 


100.00 
6 


36.61 

13.03 

5.30 

.98 

21.23 

3.42 

5.98 

1.98 

1.96 

9.51 


100.00 
11 


32.75 

8.67 

5.66 

.58 

19.00 
2.68 
4.90 
2.35 
5.52 

17.89 


100.00 
7 


35.15 

12.14 

5.68 

.90 

20.39 
3.41 
5.79 
2.12 
2.75 

11.67 


100.00 


41.33 
8.22 
1.85 
2.82 

20.46 
4.65 
3.47 
1.33 
4.76 

10.75 
.36 


100.00 


1  For  more  details  with  reference  to  these  computations  see  F.  W.  Clarke,  A  preliminary  study  of  chem- 
ical denudation:  Smithsonian  Misc.  Ck>U.,  vol.  56,  No.  6, 1910. 
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The  general  mean  F,  regardless  of  corrections  to  be  considered  later, 
is  curiously  near  the  average  figures  for  three  great  rivers,  the  Missis- 
sippi^ the  Amazon,  and  the  Nile.  It  may  be  too  high  in  silica,  but 
on  the  whole  it  is  as  near  the  truth  as  can  be  determined  with  existing 
data.  Analyses  of  the  greater  rivers  of  Asia  and  Africa  may  modify 
it  slightly,  but  the  order  of  magnitudes  shown  by  the  several  radicles 
is  not  likely  to  be  changed. 

Recurring  now  to  Readers  estimate  of  chemical  denudation  in  Eng- 
land and  Wales,  a  rate  of  one  foot  in  12,978  years,  the  new  data  may 
be  applied  to  a  similar  discussion  for  the  entire  land  siirface  of  the 
globe.  For  the  United  States,  excluding  the  Great  Basin,  the  denu- 
dation factor  of  79  tons  per  square  mile  per  annum,  gives  for  a  lower- 
ing of  one  foot,  23,984  years.  For  South  America  the  figures  are  50 
tons  and  37,896  years;  for  Europe,  100  tons  and  18,948  years,  and  for 
the  Nile  Valley,  16  tons  and  118,424  years.  For  the  entire  40,000,000 
square  miles  of  land  the  average  values  are  68.4  tons  and  27,700  years; 
estimates  that  are  subject  to  corrections  of  a  kind  which  Reade  did  not 
take  into  consideration. 

On  critical  examination  of  the  data  it  is  clear  that  the  total  appar- 
ent amount  of  solvent  denudation  is  not  a  true  measure  of  rock 
decomposition.  In  the  general  mean  of  all  the  river  analyses  now 
under  discussion,  0.90  per  cent  of  NO,  and  35.15  per  cent  of  CO, 
appear.  The  NO,  came  entirely  or  practically  so  from  atmospheric 
sources;  the  CO,  was  derived  partly  from  the  atmosphere  and  partly 
from  the  solution  of  limestones.  Dealing  now  only  with  the  existing 
discharge  of  rivers,  we  must  subtract  these  atmospheric  additions 
from  the  total  annual  load  of  dissolved  inorganic  matter  before  we 
can  compute  the  real  amount  of  rock  denudation. 

The  land  surface  of  the  earth  is  covered,  nearly  enough  for  present 
purposes,  by  75  per  cent  of  sedimentary  and  25  per  cent  of  igneous 
and  crystalline  rocks  ;^  and  it  is  on  or  near  this  surface  that  the  flow- 
ing waters  act.  The  limestones,  as  shown  in  Chapter  I,  constitute 
only  one-twentieth  of  the  sediments,  or  3.75  per  cent  of  the  entire 
area;  but  the  proportion  of  carbonates  derived  from  them  must  be 
very  much  larger.  The  composite  and  average  analyses  of  rocks 
give,  for  lime,  4.81  per  cent  in  the  igneous,  and  5.42  in  all  the  sedi- 
mentaries,  equivalent  to  3.78  and  4.26  per  cent  of  COj  respectively. 
Assuming  that  all  the  surface  rocks  yield  lime  at  an  equal  rate,  which 
is  obviously  not  quite  true,  and  multiplying  these  figiu'es  by  the  areas 
represented  as  1  to  3,  the  relative  proportions  of  the  CO,  radicle 
become  3.78:12.78,  or  1 :3.4  nearly.  The  last  figure  should  be  higher, 
because  of  the  more  rapid  solution  of  the  limestones,  but  if  we  accept 
the  ratio  as  it  stands  we  may  use  it  to  determine  the  approximate 
proportions  of  the  CO,  radicle  derived  from  limestones  and  from  the 

1  Estimate  by  A.  von  TUlo,  actually  75.7  and  24.3. 
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atmosphere  acting  upon  crystalline  rocks.  On  this  basis,  8  per  cent 
of  CO,  should  be  deducted  from  the  percentage  in  the  river  waters, 
together  with  the  0.9  per  cent  of  NO,.  Making  the  subtraction  from 
the  total  river  load  of  dissolved  matter,  2,735,000,000  tons,  there 
remains  2,491,585,000  tons,  or  about  62.3  tons  per  square  mile  on  the 
average,  for  the  40,000,000  of  square  miles  of  land  which  are  assumed 
to  drain  into  the  ocean.  This  implies  a  lowering  of  the  land  by  solvent 
denudation  at  the  rate  of  one  foot  in  30,414  years,  or  30,000  in  round 
numbers.  The  last  estimate  may  be  subject  to  large  future  correc- 
tions, but  probably  it  is  correct  within  10  per  cent.  There  are, 
for  example,  corrections  for  the  amoimt  of  chlorine  and  its  equivalent 
sodiimi  brought  in  rainfall  from  the  atmosphere,  or  by  sewage  from 
towns.^  These  will  be  considered  in  the  next  chapter  in  relation  to 
the  use  of  the  data  in  measuring  geologic  time. 

1  Spring  and  Prost,  In  their  work  on  the  Mease,  and  UlUk,  in  his  study  of  the  Elbe,  have  attempted  to 
measure  the  amount  of  human  contamination.  This,  obviously,  must  be  very  variable.  In  rivers  like 
the  Yukon  or  the  Colorado  it  is  negligible;  in  the  Mississippi  or  the  Hudson  it  is  doubtless  large.  In  small 
I  in  thlekly  settled  manufacturing  districts  the  amount  of  pollution  is  often  enormous. 
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CHAPTER  IV. 

THE  OCEAN. 
eijEments  in  the  ocean. 

For  obvious  reasons,  some  of  them  purely  scientific  and  some 
utilitarian,  the  water  of  the  ocean  has  been  the  subject  of  long  and 
elaborate  scientific  investigations.  Considered  broadly,  its  composi- 
tion is  relatively  simple  and  remarkably  uniform;  studied  minutely, 
it  is  found  to  contain  many  substances.^ 

In  his  great  memoir  on  the  chemical  composition  of  sea  water,  G. 
Forchhammer '  gave  a  list  of  the  various  elements  which,  up  to  his 
time,  had  been  detected  in  it.  The  elements  which  are  sufficiently 
abimdant  to  be  determined  in  ordinary  analyses  will  be  considered 
later;  the  substances  that  are  less  frequently  estimated  may  be  briefly 
considered  now. 

Iodine. — Chiefly  foimd  in  the  ashes  of  seaweeds.  According  to  E. 
Sonstadt,'  it  is  present  in  sea  water  in  the  form  of  an  iodate.  A. 
Gautier,*  examining  surface  water  from  the  Mediterranean,  foimd 
iodine  only  in  the  organic  matter  which  he  separated  by  filtration, 
but  at  depths  beyond  800  meters  its  compoimds  were  detected  in  the 
water  itself.  Living  organisms  withdraw  iodine  from  solution.  The 
largest  amoimt  of  iodine,  organic  and  inorganic,  reported  by  Gautier 
is  2.38  milligrams  to  the  liter.  J.  Koettstorfer,*  in  an  earlier  investi- 
gation, found  much  smaller  quantities. 

Fluorine. — Found  directly,  and  also  in  the  boiler  scale  of  oceanic 
steamers.  A.  Camot's  determinations "  show  that  the  water  of  the 
Atlantic  contains  0.822  gram  of  fluorine  to  the  cubic  meter.''  P. 
Carles  *  has  reported  fluorine  in  the  shells  of  moUusks. 

Nitrogen. — Present  as  ammonia,  in  organic  matter,  and  in  dissolved 
air.    The  ammonia  of  sea  water  has  been  repeatedly  investigated. 

1  For  the  volume  of  the  ooeaQ  and  of  Its  oontained  salte,  see  ante,  pp.  22, 28. 

«PhIL  Trans.,  vol.  155, 1865,  pp.  203-262.  See  also  J.  Roth,  AUgemelneundchemisohe  Qeologie,vol.  1,1879, 
p.'lOO;  and  W.  Dittmar,  Rept.  Challenger  Ezped.,  Physlcaandoheimistry,  vol.  1, 1884,  pp.  1<^1.  A  volume 
by  Rend  Qulnton  (L'eau  de  mer,  Paris,  1904)  contains  (pp.  221-235)  a  good  summary  of  earlier  work  on 
the  leao  important  elements  in  sea  water.  The  book  is  essentially  biochonioal  in  character,  and  deals 
mainly  with  the  relations  of  sea  water  to  life. 

•  Chem.  News,  vol.  74, 1896,  p.  316. 

•  Compt.  Rend.,  vol.  128, 1899,  p.  1060;  vol.  129, 1899,  p.  9. 

•  Zattsehr.  anal.  Chamie,  vol.  17, 1878,  p.  806. 

•  Annales  des  mines,  9th  ser.,  vol.  10, 1896,  p.  175. 

'  See  also  earlier  determinations  by  G.  Foichhammer  and  O.  Wilson,  Edinburgh  New  Phil.  Jour.,  vol. 
«,  1860,  p.  345. 
•Ompt.  Rend.,  vol.  144,  1907,  pp.  437,  1240. 
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A.  Audoynaud/  in  water  from  the  coast  of  France,  found  0.16  to  1.22 
milligrams  of  NH,  per  liter.  L.  Dieulafait,^  in  waters  from  the  Red 
Sea  and  the  coast  of  Asia,  reports  quantities  from  0.136  to  0.340 
milligram.  T.  Schloesing  *  f oimd  a  still  larger  amount,  namely,  0.4 
milligram.  According  to  J.  Murray  and  R.  Irvine,*  ammonia  is 
more  abundant  aroimd  coral  reefs  than  in  the  north  Atlantic  or 
German  Ocean.  It  occurs  principally  as  anmionium  carbonate, 
formed  by  the  decomposition  of  organic  matter.  Elaborate  determi- 
nations of  ammonia  in  the  Mediterranean  are  given  by  K.  Natterer.' 

PhosplioTua, — Present  in  the  form  of  phosphates.  The  phosphatic 
nodules  found  on  the  bottom  of  the  sea  are  considered  further  on 
in  this  chapter. 

Arsenic. — Detected  by  Daubrfie.  A.  Gautier  •  foimd  its  quantity 
to  range  from  0.01  to  0.08  milligram  per  liter. 

Silicon. — ^According  to  J.  Murray  and  R.  Irvine,'  sea  water  contains 
silica.  The  proportion  is  from  1  part  in  220,000  to  1  in  460,000,  or 
even  less.  The  siliceous  organisms  which  aboimd  in  the  ocean  prob- 
ably take  their  silica  from  clayey  matter  in  mechanical  suspension. 
Small  amoimts  of  such  matter  are  carried  far  and  wide  by  currents, 
often  to  a  great  distance  from  land.  E.  Raben'  foimd  sea  water  to 
contain  from  0.2  to  1.4  milligrams  of  silica  per  liter. 

Boron. — Present  in  sea  water  and  also  in  the  ashes  of  marine 
plants.  J.  A.  Veatch,"  who  examined  water  from  the  coast  of  Cali- 
fomia,  foimd  boric  acid  almost  exclusively  in  samples  collected  over 
a  submarine  ridge,  parallel  with  the  land,  but  30  to  40  miles  away. 
He  suggests  for  it  a  volcanic  origin  from  submerged  sources. 

Lithium. — Reported  in  sea  water  by  L.  Dieulafait.*®  Also  detected 
spectroscopically  by  G.  Bizio  in  water  from  the  Adriatic. 

Rubidium. — Foimd  in  sea  water  by  Sonstadt.  Determined  quanti- 
tatively by  Schmidt,  whose  analyses  will  be  cited  later. 

Cxmim. — Also  foimd  by  Sonstadt. 

Barium  and  strontium. — Can  be  detected  by  ordinary  methods. 
Also  found  in  the  ashes  of  seaweeds  and  in  boiler  scale." 

1  Compt.  Rend.,  vol.  81, 1875,  p.  619. 

X  Annales  chlm.  phys.,  5th  ser.,  vol.  14,  1878,  p.  380.  Dleulafalt  mentioDS  earlier  work  by  Marchand 
and  Bouasingaalt. 

'  ContribuUoDS  4  Tdtude  de  la  chlmie  agrioole,  In  Fremy's  £noyclop6dle  chlmique,  1888. 

4  Proc.  Roy.  Soc.  Edinburgh,  toI.  17, 1889,  p.  89. 

6  Monatsh.  Cbemie,  vol.  14, 1803>  p.  675;  vol.  15, 1894,  p.  596;  vol.  16, 1895,  p.  591;  vol.  20, 1899,  p.  1.  See 
also  £.  Raben,  Wlaseiuchaftllcben  Meeremmterauchungen,  vol.  11,  Kiel,  1910,  p.  308.  ICany  detennina- 
tions  are  given,  and  also  a  full  summary  of  earlier  work. 

•  Compt.  Rend.,  vol.  137, 1903,  pp.  232, 374. 

f  Proc.  Roy.  Soc.  Edinburgh,  vol.  18, 1891,  p.  229. 

*  WlssenschafUlohen  Meeresuntersuchungen,  vol.  11,  Kiel,  1910,  p.  311. 
»  Proc.  Gallfomia  Acad.  Sd.,  vol.  2, 1859,  p.  7. 

i«  Annales  chlm.  phys.,  5th  ser.,  vol.  17,  1879,  p.  377.    See  also  Thorpe  and  Morton's  aoalyila  of  water 
from  the  Irish  Sea,  1871,  cited  on  pp.  112, 113. 
"  On  stiontium  in  sea  water  see  Dieulafiiit,  Ootmpt.  Rend.,  vol.  84, 1877,  p.  1308. 
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Aluminum  and  iron. — ^Easily  detected  by  direct  methods. 

Manganese. — ^Easily  detected.  Noted  by  Forchhammer  and  also 
by  Dieulafait.^  Concretions  of  manganese  oxide  are  abundant  over 
portions  of  the  sea  bottom.  Reported  by  E.  Maumen6 '  in  the  ashes 
of  Fucus  serratus. 

Nickel  and  cobaU. — ^Found  in  the  ashes  of  marine  plants. 

Copper. — Repeatedly  detected  in  sea  water,  especially  by  Dieula- 
fait.^     Also  in  the  ashes  of  seaweeds  and  in  certain  corals. 

Zinc. — Reported  in  sea  water  by  Dieulafait.*  Also  found  in  the 
ashes  of  seaweeds. 

Lead. — Found  by  Forchhammer  in  a  coral. 

Silver. — Repeatedly  observed.  Forchhanmier,  in  the  coral  above 
noted,  found  one  part  of  silver  to  eight  of  lead.  According  to  A. 
Liversidge,^  silver  is  present  in  sea  water  to  the  extent  of  1  to  2  grains 
per  ton. 

Gold. — ^The  fact  that  sea  water  contains  gold  was  first  established 
by  E.  Sonstadt*  in  1872.  Its  presence  has  since  been  repeatedly 
verified.  In  1892  C.  A.  Miinster'  examined  water  from  the  Kris- 
tiania  Fjord,  Norway,  and  found  in  it  5  to  6  milligrams  of  gold,  with 
19  to  20  of  silver,  per  ton.  In  each  analysis  he  used  100  liters  of 
water.  Ldversidge"  found  the  gold  in  Australian  waters  to  range 
from  0.5  to  1.0  grain  per  ton.  At  either  rate,  gold  is  present  in  the 
ocean  in  thousands  of  miUions  of  tons.  Liversidge  ^  also  detected 
gold  in  kelp,  rock  salt,  and  a  number  of  saline  minerals,  such  as 
sylvine,  kainite,  camaUite,  and  Chilean  niter.  In  one  sample  of  kelp 
he  found  22  grains  of  gold  per  ton,  and  in  a  bittern,  5.08  grains. 
J.  R.  Don  ^^  examined  both  ocean  water  and  oceanic  sediments.  In 
the  former  he  detected  0.071  grain  of  gold  per  metric  ton,  but  the 
sediments  were  barren.  In  waters  collected  near  the  Bay  of  San 
Francisco  L.  Wagoner"  found,  also  per  metric  ton,  11.1  milligrams 
of  gold  and  169.5  of  silver.  In  deep-sea  dredgings  Wagoner" 
detected  even  larger  quantities  of  both  precious  metals. 

Radium. — Ocean  water,  sea  salt,  and  oceanic  sediments  are  all 
more  or  less  radioactive.     From  measurements  of  this  radioactivity 

>  CQiiq>t.  Rend.,  vol.  96, 1883,  p.  HS. 

■Uem,  Tol.  9S,  1884,  p.  1417. 

s  Annales  chim.  phys.,  5th  ser.,  vol  18, 1879,  p.  389. 

« Idem,  vol.  21, 1880,  p.  266. 

» Proe.  Roy.  Soc.  New  Soath  Wales,  vol.  29, 1895,  pp.  335, 350. 

'  Chem.  News,  voL  25, 1872,  pp.  196, 231, 241;  vol.  74, 1896,  p.  316;  Am.  Chemist,  vot.  8, 1872,  p.  206. 

'  Jour.  Boc.  Chem.  Ind.,  vol.  11, 1892,  p.  351.    From  Norsk  Tekn.  Tidsskr. 

•  Proe.  Roy.  Soc.  New  Soath  Wales,  vol.  29, 1895,  pp.  335, 350. 

*  Jour.  Chem.  Soc,  voL  71, 1897,  p.  298. 

^  Tians.  Am.  Inst.  Mtai.  Eng.,  vol.  27, 1897,  p.  615. 

"  Idem,  vol  31, 1901,  p.  806. 

ttldem,  vol.  38, 1907,  p.  704.  P.  DeWOde  (Aich.  sci.  phys.  nat,  4th  ser.,  vol.  19, 1905,  p.  559)  and  A. 
Wiflder  (Zeltadir.  angew.  Chemle,  1906,  p.  1795)  have  published  good  sammariee  nlatfve  to  the  detection 
of  gold  in  sea  water,  and  also  discussed  the  possibility  of  its  economic  recovery. 
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the  amount  of  radium  is  inferred.^  According  to  Joly,  1  cubic 
centimeter  of  sea  water,  on  the  average,  contains  0.017X10'"  gram 
of  radium.  This  represents  a  total  of  about  20,000  metric  tons  of 
radium  in  the  entire  ocean.  But  is  this  radioactivity  due  solely  to 
radium  ? 

COMPOSITION    OP   OCEANIC    SAIjTS. 

In  order  to  determine  the  composition  of  ocean  salts  innumerable 
analyses  have  been  made,  representing  water  collected  in  all  quarters 
of  the  globe.  The  older  investigations,  down  to  and  including  the 
work  of  Forchhammer,  are  well  summarized  by  Roth  and  it  is  not  nec- 
essary to  recapitulate  them  here.  With  a  few  exceptions  I  shall  con- 
fine myself  to  the  more  recent  analyses,  which  are  numerous  enough 
and  varied  enough  for  all  present  purposes.  They  show  a  striking 
uniformity  in  the  composition  of  sea  salts,  the  only  great  variable 
being  that  of  concentration.  As  this  factor  is  large,  compared  with 
the  salinity  of  lakes  and  rivers,  I  shall  express  it  generally  in  percent- 
ages rather  than  in  parts  per  million.  The  analyses  themselves  I  have 
reduced  to  ionic  form,  ignoring  bicarbonates,  as  in  the  tables  given 
in  the  preceding  chapter.     The  selected  data  are  as  follows: ' 

ATialysea  of  oceanic  salts. 

A.  Mean  of  77  analyses  of  ocean  water  from  many  localities,  collected  by  the  ChaXUnger  expedition. 
W.  mttmar,  analyst.  ChaUeneer  Kept.,  Physics  and  chemistry,  vol.  1,  1884,  p.  208.  SaUnlty  3.301  to 
3.737  per  cent 

B.  Atlantic  water,  mean  of  22  samples  collected  on  a  voyage  fh»n  the  Cape  of  Good  Hope  to  England 
C.  J.  S.  Maldn,  Chem.  News,  voL  77, 1806,  pp.  155, 171.    SaUnlty,  ayerage,  3.631  per  cent 

C.  The  Atiantic  near  Dieppe.  Analysis  by  T.  Sohloedng,  Compt.  Rend. ,  yoL  142, 1006,  p.  32a  SaUnlty 
32.420  grams  per  Uter. 

D.  The  Irish  Sea.  Analysis  by  T.  E.  Thorpe  and  E.  H.  Morton,  Lleblg's  Annalen,  vol.  158, 1871,  p.  122. 
The  smaU  amounts  of  FesOi,  NHt,  and  NflO»  are  here  added  together.  A  trsoe  of  Utlilnm  was  also 
reported. 

E.  The  Baltic  Sea  between  Oeland  and  Gothland.  Analysis  by  C.  Schmidt,  Bull.  Acad.  St  Peters- 
burg, voL  24,  1878,  p.  231.  In  all  Schmidt's  analyses  the  bicarbonates  given  by  him  have  been  here 
reduced  to  normal  salts.  The  quantities  of  Fe,  PO4,  and  SlOi  found  by  Schmidt  are  so  smaU  that  I  have 
added  them  together.    Salinity  of  this  sample,  0.7215  per  cent 

F.  The  Atiantic  at  Bahla  Blanoa,  coast  of  Argentina.  Mean  of  two  samples,  taken  at  low  and  high 
tide.  Analyses  by  F.  Lahlllo,  reported  by  E.  H.  Dudoux,  An.  Soc  clent  Argentina,  vol.  54, 1002,  p.  62. 
Salinity,  3.365  per  cent    Another  pair  of  analyses  Is  given  of  water  taken  at  the  mouth  of  Rio  Negro. 

i  See  R.  J.  Strutt  Proc.  Roy.  Soc.,  vol.  78A,  1007,  p.  151;  A.  S.  Eve,  Phil.  Mag.,  6U1  ser.,  vol.  18, 1000, 
p.  102;  J.  Joly,  Idem,  vol.  15, 1006,  p.  385;  vol.  18, 1000,  p.  306.  In  a  volume  entitied  "Radioactivity  and 
geology,"  London,  1000,  pp.  45-58,  Joly  sums  up  the  relations  of  the  ocean  to  radium. 

s  Other  analyses  of  Atlantic  water,  taken  off  the  coast  of  Bcasil,  with  analyses  of  water  from  the  mouthB 
of  the  Amason,  are  given  by  F.  Katter,  in  Sitsungsb.  K.  b5hm.  GeseO.  Wiss.  1807,  No.  17.  These  r^r^ 
sent  mixtures  of  sea  and  river  water.  For  special  deternUnations  of  bromine  in  sea  water,  and  its  ntk>  to 
the  chlorine,  see  E.  Berglund,  Ber.  Deutsch.  chem.  GeseU.,  vol.  18, 1885,  p.  2888.  An  analysis  of  water 
from  the  Ionian  Sea,  by  F.  Wibel,  Is  printed  in  Ber.  Deutsch.  chem.  OeseU.,  vol.  6, 1873,  p.  184.  One  by 
A.  Vierthaler  (Sitsungsb.  Akad.  Wien,  vol.  56, 1867,  p.  470),  of  Adriatic  water  taken  near  Spalato,  shows 
abnormaUy  low  sodium  and  high  caldnm,  presumably  due  to  admixtures  of  water  from  the  land.  See 
also  W.  Bkey,  8d  Ann.  Rept  Colonial  Mus.  and  Lab.,  New  Zealand,  1868,  for  sevan  analyses  of  sea  water 
taken  near  that  island;  C.  J.  White,  Proc  Roy.  Soc.  New  South  Wales,  vol.  41, 1007,  p.  55,  one  analysis  of 
water  taken  off  Coogee;  A.  Burada,  Ann.  sci.  Univ.  Jassy,  vol.  5, 1000,  p.  261,  one  analysis  of  water  trom 
the  Black  Sea.  On  salinity  of  the  Persian  Gulf,  Annalen  d.  Hydrogr^phle,  vol.  7, 1006,  p.  208.  Two  noeot 
analyses  of  Adriatic  water  are  reported  by  V.  Gegenbauer,  Min.  pet  Mitt,  vol.  20, 1010,  p.  867. 
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G.  The  Oulf  of  Mexico,  off  Loggerhead  Key,  near  Florida.  Analysts  by  O.  Stelger,  laboratory  of  the 
U.  S.  Geological  Survey,  1910.    Salinity,  3.549  per  cent. 

H.  From  near  Beaoftxrt,  North  Carolina.  Mean  of  five  analyses  of  sample^  taken  under  varying  con- 
ditkms,  by  A.  S.  Wheeler,  Jour.  Am.  Chem.  Soc.,  vol.  32, 1910,  p.  646.  Salinity,  3.179  to  3.607  per  cent. 
Wheeler  cites  an  analysis  by  C.  Herbet  of  Mediterranean  water. 

L  The  north  Atlantic  between  Norway,  the  Faroe  Islands,  and  Iceland,  and  northward  to  Spitsbergen. 
Mean  of  51  incomplete  analyses  by  L.  Schmelok,  Den  Norske  Nordhavs-Expeditlon,  pt  9,  1882,  p.  1. 
Soda  and  carbonic  add  estimated  by  calculation,  not  directly  determined.    Salinity,  3.37  to  3.56  per  cent. 

J.  The  White  Sea.  Aveiago  of  three  analyses  by  C.  Schmidt  BulL  Acad.  St.  Petersbnig,  voL  24, 
1878,  p.  231.    Salinity,  2.508  to  2.968  per  cent 

K.  The  Arctic  Ocean  between  the  White  Sea  and  Nova  Zembla.  Mean  of  two  analyses  by  Schmidt, 
locdt. 

L.  The  Siberian  Ocean.  Water  collected  by  the  Vega  expedition.  Mean  of  fxtar  analyses  by  Forsberg, 
Vega  Exped.  Kept.,  vol.  2, 1883,  p.  376.    SaUnity,  1.378  to  3.457  per  cent 

M.  The  Medltenanean  near  Carthage.  Analjp^  by  T.  Schloesing,  Compt  Rend.,  vol.  142, 1906,  p.  320. 
SaUnity,  38.9744  grams  per  Uter. 

N.  The  Mediterranean,  midsea,  between  Biaerta  and  Marseille.  Salinity,  38.789  grams  per  liter. 
Analysis  by  Schloesing,  loc  dt 

O.  The  eastern  Mediterranean,  waters  collected  during  the  voyages  of  the  Austrian  steamer  Pete. 
Analyst,  K.  Natterer,  Monatsh.  Chemie,  vol.  13, 1802,  pp.  873, 897;  vol.  14, 1893,  p.  624;  vol.  15, 1894,  p.  53a 
Three  hundred  samples  of  water  were  examined,  some  only  for  gases.  The  figures  given  here  sie  the 
average  from  42  analyses  which  were  fiairly  complete.    Salinity,  3.836  to  4.115  per  cent 

P.  The  Sea  of  Marmora.  Natterer,  Monatsh.  Chemie,  vol.  16, 1805,  p.  405;  44  partial  analyses.  Natterer 
gives  the  figures  here  utilised  as  averages  of  varying  numbers  of  determinations.  Mg,  Na,  and  K  not 
determined.    Salhilty,  2.310  to  4.061  per  cent 
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Q.  The  Black  Sea.  Avenge  of  six  analjrsee  by  S.  Kolotoff,  Jour.  Rubs.  Phyi.  Chem.  Gkio.,  rdL  24, 
1893,  p.  82.    Salinity,  1.826  to  2.223  per  cent. 

R.  Tbe  Sues  Canal  at  Ismallia.  Analysis  by  C.  Schmidt,  Bull.  Acad.  St.  Petersburg,  voL  34,  1878, 
p.  231.  Salinity,  6.103  per  cent  For  other  data  on  the  Sues  Canal,  see  L.  Durand-CIaye,  Annalee  oUm. 
phys.,  5th  ser.,  vol.  3,  1874,  p.  188.  Very  high  saUnlttes  were  noted.  For  a  recent,  incomplete  analysb 
of  Red  Sea  water,  see  J.  B.  Coppook,  Cham.  News,  vol.  06, 1W7,  p.  212. 

S.  The  Red  Sea  near  the  middle.    Analysis  by  Schmidt,  loo.  dt.    Salinity,  8.076  per  cent 

T.  The  Red  Sea.  Average  of  four  analjrses  by  Natterer,  Bionatsh.  Chemie,  yoL  20, 1800,  p.  1;  vol.  21, 
1000,  p.  1087.  Water  collected  in  the  Sues  Canal,  the  Tlmaah  Lake,  and  the  two  Bitter  Lakes.  ICany 
other  partial  analyses  are  given.  The  saUnity  of  tliese  particular  samples  ranged  tnm  5.065  to  5.854  per 
cent 

U.  The  Straits  of  ICalaoca.    Salinity,  2.7065  per  cent 

V.  The  China  Sea.    Salinity,  3.208  per  cent 

W.  The  Indian  Ocean,  mean  of  two  analyses,  salinity  3.5534  to  3.6681  per  cent  Analyses  U,  V,  W,  by 
C.  Schmidt,  M61.  phys.  chim.,  voL  10,  p.  604.  Also  Jahresber.  Chemie,  1877,  p.  1370.  Schmidt's rabidtom 
determinations  need  verification. 

X.  The  "Biare  Morto,"  an  inclosed  body  of  water  on  the  island  Lacromo  in  the  Adiiatio,  having  under- 
ground connection  with  the  sea.  Salinity,  3.1744  per  cent  Analysis  by  W.  Loeblsoh  and  L.  SIpOos, 
lOn.  lOU.,  1876,  p.  171. 


CI 

Br 

SO4 

CO, 

Na 

K 

Rb 

Ca 

Mg 

Fe,SiOa,P04. 


65.12 

.18 

7.47 

.46 

30.46 

1.16 


1.41 
3.74 


100.00 


55.59 

.14 

7.67 

.01 

31.21 

.64 

.03 

1.05 

3.64 

.02 


100.00 


55.60 

.13 

7.65 

.02 

30.81 
.97 
.04 
.89 
3.87 
.02 


100.00 


I 


55.96 

.18 

7.49 

.13 

30.31 

1.06 


1.22 
3.65 


100.00 


56.46 

.13 

7.91 

.04 

30.23 

.94 

.03 

1.19 

4.03 

.04 


100.00 


65.43 

.13 

7.76 

.03 

30.67 

.97 

.04 

1.19 

3.75 

.03 


100.00 


W 


56.41 

.13 

7.79 

.05 

30.89 

.86 

.03 

L16 

3.67 

.02 


100.00 


54.78 

.26 

7.60 

.72 

30.57 

1.11 


1.25 
3.71 


100.00 


Some  of  the  diflFerences  between  the  foregoing  figures  are  no  larger 
than  can  be  ascribed  to  differences  in  analytical  methods  or  in  the 
atomic-weight  factors  used  for  calculation.  The  waters  of  the  Baltic 
and  Black  seas,  with  their  very  low  salinity,  show  the  effect  of  dilu- 
tion by  fresh  water,  which  appears  in  the  slightly  higher  percentage 
of  calcium.  Still,  allowing  for  all  possible  sources  of  divergence, 
the  essential  uniformity  in  composition  of  ocean  salts  is  perfectly 
clear.  The  mass  of  the  ocean  is  so  great,  and  the  commingling  of  its 
waters  by  winds  and  currents  is  so  thorough,  that  the  local  changes 
produced  by  the  influx  of  rivers  are  exceedingly  small.  The  salinity 
may  range  from  less  than  1  to  over  4  per  cent,  but  the  saline  composi- 
tion remains  practically  the  same. 

For  the  composition  of  ocean  salts  in  general,  Dittmar's  average 
should  be  taken  as  the  standard  of  comparison.  It  represents  the 
largest  number  of  complete  analyses  and  the  greatest  refinement  of 
methods;  the  samples  examined  covered  the  widest  geographic  range 
and  were  drawn  from  various  depths  of  water.  Some  were  surface 
specimens,  others  from  the  bottom  of  the  sea,  and  still  others  from 
points  between,  and  all  the  results  lead  to  the  same  general  conclusion 
of  nearly  uniform  composition,  in  spite  of  variable  salinity.    The 
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individual  analyses  vary  but  little  from  the  mean.  The  salinity  is 
shown  to  be  a  function  of  temperature,  pressure,  and  density;  and  the 
last  factor  is  represented  by  J.  Y.  Buchanan's  elaborate  determina- 
tions, which  appear  in  the  same  volume  with  Dittmar's  analyses.^ 
In  general,  according  to  the  summary  given  in  the  "Narrative"  of 
the  ChaUenger  expedition,'  the  density  and  therefore  the  salinity  of 
ocean  water  diminishes  from  the  surface  to  a  depth  of  800  to  1,000 
fathoms,  and  then  increases  to  the  bottom.  Toward  both  poles  there 
are  areas  of  concentration  due  to  the  formation  of  ice,  a  process  which 
removes  water  from  liquid  circulation,  leaving  a  large  part  of  its  salts 
behind.  Freezing,  as  O.  Pettersson '  has  shown,  modifies  the  compo- 
sition of  salt  water,  so  that  the  brine  formed  from  melting  ice  differs 
notably  from  the  parent  solution.  Two  analyses  by  Forsberg  *  serve 
to  illustrate  this  point.  Both  are  here  reduced  to  standard  form  in 
order  to  facilitate  comparison  with  those  of  normal  sea  water. 

Analyus  of  brine  from  melting  ice, 

A.  Liquid  tntennlngled  with  snow,  collected  on  Aiottc  Ice  at  —32*. . 

B.  Another  sample  free  from  snow,  also  collected  at  —32**. 


Cl+Br 
SO4... 
Na.... 

K 

Ca 

Mg.... 


100.00 


62.47 

63.52 

1.26 

.82 

25.88 

27.85 

.97 

1.06 

2.00 

1.51 

7.42 

5.24 

100.00 


The  elimination  of  sulphates  and  the  increase  of  chlorides  is  here 
clearly  indicated,  and  if  we  refer  back  to  the  tables  previously  given 
we  shall  see  that  the  Arctic  waters  are  all  slightly  higher  in  sulphates 
than  Dittmar^s  average  for  the  great  oceans. 

In  one  sense  the  salinity  of  sea  water  is  a  function  of  climate,  at 
least  so  far  as  surface  waters  are  concerned.  Where  the  rainfall  is 
slight  and  the  evaporation  rapid,  concentration  occurs;  where  the 
atmosphere  is  saturated  with  moisture  the  reverse  is  true.  The  Red 
Sea  shows  the  maximum  effect  of  evaporation  and  the  highest 
salinity,  the  Mediterranean  is  next  in  order.  West  of  the  Nile  no 
lai^e  rivers  enter  the  Mediterranean;    the  evaporation   along  the 

1  Natterer  atoo,  in  the  memoirs  already  cited,  discusses  the  relations  between  density  and  salinity.  So, 
too,  does  H.  Tomoe  In  Den  Norske  Nordhavs-Expedition,  1880.  See  also  memoirs  by  A.  Bouquet  de  la 
Oiye,  Annates  chlm.  phys.,  6th  ser.,  yd.  25, 1882,  p.  433;  and  A.  Cheyallier,  Compt.  Rend.,  vol.  140, 1906, 
p.  902.  On  tbis  theme  there  is  an  extenstve  literature,  but  physical  problems  can  be  only  Incidentally  con- 
sidered in  the  present  memoir. 

*  Vol.  2, 1S82.  pp.  948-1008. 

s  Vega  Exped.  Kept.,  vol.  2, 1883,  pp.  340-380. 

« 9ee  O.  Pettersson,  op.  cit.,  1883,  p.  376. 
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African  shore  is  very  great,  and  the  salinity  is  therefore  excessive.  Fuiv 
thermorC;  rainfall  serves  to  dilute  the  superficial  layers  of  the  ocean, 
and  the  same  effect  is  produced  by  the  influx  of  streams.  The  Black 
Sea,  for  instance,  is  diluted  by  the  Danube,  and  its  average  salinity 
barely  exceeds  2  per  cent.  When  a  river  enters  the  ocean  its  waters 
tend  to  flow  upon  the  surface,  and  its  influence  may  be  detected  at 
great  distances,  sometimes  hundreds  of  miles  from  land.  Salinity, 
in  short,  is  the  product  of  many  agencies,  and  the  commingling  of 
waters  is  never  quite  complete.  In  view  of  conditions  like  these 
the  neariy  uniform  composition  of  sea  salts  is  all  the  more  striking. 

It  is  commonly  assumed  that  the  salts  of  the  ocean  are  derived 
from  the  decomposition  of  rocks  by  flowing  and  percolating  waters, 
which  finally  deposit  their  burden  in  the  great  general  reservoir. 
That  this  opinion  is  in  a  very  large  measure  correct  is  unquestion- 
able; whether  it  is  wholly  true,  without  qualification,  is  another 
matter.  We  have  already  seen,  in  the  preceding  chapter,  that  an 
enormous  mass  of  soluble  salts  is  annually  discharged  by  rivers  into 
the  sea,  but  its  composition  is  very  different  from  that  of  the  saline 
substances  which  we  are  now  considering.  In  the  one  class  of  waters 
carbonates  and  calcium  prevail,  in  the  other  we  find  mainly  chlo- 
rides and  sodium.  If,  then,  ocean  water  is  continually  receiving 
water  unlike  itself,  its  composition  must  be  slowly  changing,  but  the 
gains,  although  large  in  themselves,  are  relatively  small  in  compari- 
son with  the  vast  accumulations  of  saline  matter  into  which  they 
diffuse.  Whatever  changes  may  take  place  must  proceed  very 
slowly,  and  no  known  methods  of  analysis  are  delicate  enough  to 
detect  them,  even  were  the  observations  to  be  continued  through 
many  centuries.  For  instance,  calcium  is  one  of  the  minor  con- 
stituents of  sea  water,  and  yet  J.  Murray  and  R.  Irvine^  estimate 
that  the  discharge  of  rivers  would  require  680,000  years  to  make  up 
the  total  oceanic  amount.' 

Practically,  then,  the  composition  of  the  ocean  is  very  nearly  con- 
stant, and  has  been  so  for  long  periods  of  time.  We  can  not,  by 
means  of  analysis,  measure  the  changes  in  it,  but  we  can  observe 
some  of  them  in  operation,  and  see  whither  they  tend.  They  are  due 
either  to  gains  or  losses  of  material,  and  both  conditions  have  been 
noted  in  the  preceding  pages.  The  gains  from  rivers  and  from  rain- 
fall are  obvious;  the  losses  by  precipitation  we  shall  examine  presently. 
Some  salts,  as  we  observed  in  studying  the  atmosphere,  are  lifted 
from  the  ocean  to  fall  again,  partly  upon  the  land,  in  rain.  Much  of 
this  material  returns  into  the  sea,  but  we  can  not  assume  that  all  of  it 
is  regained.     This  loss,  however,  is  trifling,  and  needs  no  further 

1  Proo.  Roy.  Soc.  EdinbanKb,  vol.  17, 1889,  pp.  100-101. 

s  For  a  statistical  paper  on  the  mineral  matter  in  the  sea,  see  R.  D.  Salisbury,  Jour.  Geology,  vol.  13, 
1905,  p.  469.  See  also  A.  C.  Lane.  Jour.  Geology,  vol.  14, 1906,  p.  221,  and  A.  B.  Maoallnm,  Tnns.  Canadian 
Inst.,  vol.  7, 1908,  p.  535. 
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consideration  here.  Streams  bring  more  chlorine  and  more  sodium  into 
the  ocean  than  it  loses  through  the  mechanical  action  of  the  air.  For 
these  constituents  a  small  net  gain  may  safely  be  taken  for  granted. 
As  for  the  changes  in  composition  produced  in  sea  water  by  freezing, 
they  are  local  and  transitory  in  character.  When  the  ice  melts,  its 
saline  contents  are  restored  to  oceanic  circulation,  although  not  always 
at  the  point  from  which  they  were  withdrawn.  To  the  slight  change 
thus  produced  in  Arctic  waters  reference  has  already  been  made. 

CARBONATES  IN  SEA  WATER. 

Although  calcium  and  carbonic  acid  are  subordinate  constituents 
of  sea  water,  their  importance  can  hardly  be  overestimated.  They 
are  the  chief  additions  made  by  rivers  to  the  ocean,  and  they  are 
the  substances  most  largely  withdrawn  from  it  by  living  organisms. 
Removed  from  solution,  they  form  calcium  carbonate,  and  that  is  the 
principal  material  of  corals  and  shells. 

Normal  calcium  carbonate  is  nearly  but  not  quite  insoluble  in 
water.  Upon  this  point  many  observations  have  been  made.  Ac- 
cording to  T.  Schloesing,*  whose  data  appear  to  be  trustworthy,  a 
liter  of  water  at  16**  can  dissolve  0.0131  gram  of  CaCOj.  With  respect 
to  sea  water,  however,  the  different  varieties  of  the  carbonate  behave 
differently.  This  has  been  shown  by  R.  Irvine  and  G.  Young,'  who 
found  that  amorphous  calcium  carbonate  is  more  soluble  than  the 
crystalline  forms.  To  dissolve  1  part  of  the  former  1,600  parts  of 
sea  water  are  required,  as  compared  with  8,000  parts  for  the  crystal- 
line carbonate.  This  difference  bears  directly  upon  the  theory  of 
coral  reefs.  The  hving  animal  secretes  amorphous  carbonate,  but 
after  decomposition  a  partial  change  to  crystalline  carbonate  occurs. 
YTlthout  this  molecular  rearrangement  the  coral  would  much  more 
largely  dissolve  and  its  stability  would  be  greatly  diminished.  Some 
re-solution,  however,  occurs,  especially  where  the  waves  have  beaten 
the  coral  into  sand,  and  this  subject  has  been  well  studied  by  J. 
Murray  and  R.  Irvine.'  They  find  that  the  porous  corals  dissolve 
more  readily  than  the  compact  varieties. 

In  presence  of  free  carbonic  acid,  the  solubility  of  calcium  carbonate 
is  increased  many  fold.  If  we  disregard  ionization  we  may  say  that 
calcium  bicarbonate,  CaHaCaOe  is  then  formed,  a  compoimd  which  is 
only  known  in  solution.  Of  thia  salt,  as  shown  by  F.  P.  Treadwell 
and  M.  Renter,*  a  liter  of  pure  water  at  15®  can  dissolve  0.3850  gram, 
a  quantity  which  may  be  considerably  increased  by  an  excess  of 

1  Oompt.  Rend.,  toL  74, 1872,  p.  1562. 

s  Pioc  Roy.  Soc  Edinburgh,  voL  15, 1868,  p.  316.  For  other  data  on  the  solubility  of  calcium  carbonate 
in  flea  water,  see  W.  8.  Andenxm,  Proo.  Roy.  Soo.  Bdinborgih,  yd.  16, 1880,  p.  818;  and  J.  Thoulet,  Compt. 
Rend.,  toI.  110*  1800,  p.  652. 

*  Proe.  Roy.  Soc.  Edlnborgb,  yoL  17, 1880,  p.  70. 

*Zcltaoiir.  BDtarg.  Chemle,  vol.  17, 1806,  p.  170. 
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carbon  dioxide  in  the  water.  In  sea  water  this  solubility  is  modified 
by  the  presence  of  other  compounds.  E.  Cohen  and  M.  Raken/ 
experimenting  with  an  artificial  sea  water,  found  that  at  15°  it  was 
saturated  by  65.6  milligrams  of  fixed  CO,  per  liter,  equivalent  to  0. 1264 
gram  of  CaCOj.  According  to  G.  linck,*  the  maximum  solubility 
of  calcium  carbonate  in  sea  water  at  17°-18°  is  0.191  gram  per  liter. 
The  total  quantity  of  calcium  carbonate  in  average  sea  water,  as 
shown  by  Dittmar's  analyses,  and  upon  the  assumption  that  aU  of  the 
CO3  radicle  is  thus  combined,  is  not  far  from  0.121  gram  per  liter. 
This,  which  is  a  maximum,  is  even  below  the  saturation  figure  given 
by  Cohen  and  Raken,  and  much  lower  than  that  of  Linck.  It  would 
be  diminished  by  the  fonnation  of  other  carbonates,  and  it  must  vary 
with  fluctuations  in  the  free  or  half-combined  carbonic  acid  of  the 
water.  The  latter  constituent  of  sea  water  does  not  appear  in  the 
analyses  of  dried  oceanic  salts. 

Calcium  bicarbonate  is  very  imstable  and  can  be  broken  down  to 
normal  carbonate  and  free  carbon  dioxide  by  evaporation,  by  rise  of 
temperature,  or  by  mechanical  agitation.'  Under  certain  conditions 
the  carbonate  thus  produced  may  assume  the  solid  form,  and  be  pre- 
cipitated as  a  sort  of  calcareous  ooze.  This,  however,  can  take  place 
only  in  very  shallow  waters,  and  especially  near  the  mouths  of  streams 
which  carry  carbonates  in  maximum  amount.  Such  a  deposition  of 
calcixmi  carbonate,  forming  a  crystalline  limestone,  was  long  ago 
observed  in  the  delta  of  the  Rhone;  and  a  similar  reaction  is  taking 
place  among  the  Florida  keys.  Sea  water,  however,  is  not  saturated 
with  carbonates,  and  a  precipitate  forming  on  the  surface  of  the  open 
ocean  would  be  redissolved  before  it  could  settle  to  the  bottom. 
Even  shells  undergo  solution,  and  in  sufficiently  deep  water  they  may 
entirely  disappear.  In  the  reports  of  the  Challenger  expedition  there 
is  much  valuable  information  on  this  point.*  Pteropod  remains  were 
never  found  on  the  ocean  floor  at  depths  below  1,500  fathoms,  but 
the  more  resistant  globigenna  was  collected  at  2,500  fathoms.  These 
animals  live  at  or  near  the  surface;  after  death  the  shells  slowly  sink, 
and,  while  sinking,  partially  or  wholly  dissolve.  The  decay  of  their 
organic  matter  generates  abundant  carbonic  acid,  and  this  aids  in 
effecting  solution.  Be  this  as  it  may,  the  Challenger  investigations 
show  that  the  quantity  of  calcium  carbonate  on  the  bottom  of  the 
ocean  depends  in  great  measure  upon  the  depth  of  water.  Beyond 
the  limits  indicated  Uttle  calcium  carbonate  is  found,  a  fact  which 
will  be  considered  more  in  detail  presently. 

Calcium  carbonate,  then,  takes  part  in  a  great  system  of  changes 
whose  magnitude  and  direction  can  hardly  be  estimated.     It  enters 

1  Proc.  Sec.  Sd.,  Amsterdam  Acad.,  vol.  3, 1901,  p.  63. 

s  Neues  Jahrb.,  Bell.  Bd.  16, 1903,  p.  505. 

*  W.  Dittmar,  Challenger  Rept.,  Physics  and  chemistry,  vol.  1, 1884,  p.  211. 

<  See  summary  in  vol.  2  of  the  NarratlYe,  1882,  pp.  948  et  soq. 
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the  sea  in  fresh  waters;  paxt  of  it  is  withdrawn  by  living  animals  to 
form  coral  or  shell;  some  of  the  material  thus  used  is  redissolved,  but 
much  of  it  is  permanently  deposited  in  limestones  or  calcareous 
shales.  limestone  formations  of  marine  origin,  in  all  quarters  of  the 
globe,  testify  to  the  importance  of  these  processes.  Living  animals 
secrete  more  calcium  carbonate  than 'is  redissolved,^  but  the  inflow 
of  fresh  waters  tends  to  supply  the  loss.  Whether  a  balance  is  pre- 
served it  is  impossible  to  say.  The  problem  is  complicated  by  the 
fact  that  the  erosion  of  limestones  laid  down  in  former  geologic 
periods  now  supplies  material  to  streams,  thus  returning  to  the  ocean 
carbonates  which  were  once  withdrawn  from  it.' 

In  this  system  of  gains  and  losses  some  otherwise  unimportant 
constituents  of  sea  water  play  an  interesting  part.  Radiolarians, 
diatoms,  and  siliceous  sponges  extract  silica  from  the  ocean;  this 
material  is  finally  deposited  upon  the  sea  floor,  and  does  not  redissolve, 
or  at  least  not  readily  .•  The  siUca  brought  in  by  rivers  is  partly  dis- 
posed of  in  this  way.  Phosphates  are  also  withdrawn,  but  the  bony 
parts  of  marine  creatures,  after  the  death  of  the  latter,  go  to  a  great 
extent  into  solution  again.  Iron,  silica,  and  some  potassium  are  laid 
down  in  the  form  of  ^auconite;  and  the  substances  dredged  up  from 
the  bottom  of  the  ocean  tell  us  of  stiU  other  reactions  which  are  not 
easy  to  explain. 

OCEANIC  SEDIMENTS/ 

On  the  subject  of  oceanic  sediments  there  is  a  voluminous  literature. 
A  great  part  of  it  relates  to  what  may  be  called  mechanical  deposits, 
like  gravel,  sand,  river  silt,  and  so  on — a  class  of  substances  that  do 
not  concern  us  now.  Their  chemical  character  will  be  discussed  else- 
where, with  reference  to  their  origin.  Near  land,  and  especially  at  the 
mouths  of  rivers,  the  sea  bottom  is  covered  mainly  by  mechanical 
sediments,  or  by  the  remains  of  marine  animals;  in  mid-ocean  the 
deposits  are  of  a  very  different  type. 

An  entire  volume  of  the  Challenger  reports,  by  J.  Murray  and 
A.  F.  Kenard,  is  devoted  to  the  subject  of  ''Deep-sea  deposits,''  and 
special  attention  is  paid  to  substances  formed  by  chemical  action  on 
the  ocean  floor.*    The  larger  deposits  may  be  classified  as  follows: 

1  See  J.  Murray  and  R.  Irvine,  Proo.  Boy.  Soc.  Bdinbaigb,  voL  17, 1888,  p.  79. 

*  On  the  circulation  of  calcium  carbonate,  and  its  relation  to  the  age  of  the  earth,  see  E.  Dubois,  Proc.  Sec. 
Sd.,  Amsterdam  Acad.,  vol.  3, 1901,  pp.  43, 116. 

s  The  tnsolnbiUty  of  silica  in  sea  water  is  great,  but  not  absolute.  J.  Hoiray  and  A.  F.  Renazd  (Chal- 
IsDger  Bept,  Deepeea  deposits,  1801,  p.  288)  find  that  some  sllloa  can  be  dissolved  out  from  dlatomaoeous 
oose. 

«  A  noent  treatise  by  L.  W.  CoUet  (Les  ddpAts  marins,  Pails,  1008)  deals  with  this  subject  quite  fuUy. 

*  See  also  J.  Murray,  Geog.  Jour.,  vol.  10, 1003,  p.  691;  on  material  oolleoted  in  1001  by  8. 8.  ^ritennio. 


Digitized  by  VnOOQ IC 


120 


THE  DATA  OP  GEOCHEMISTRY. 
Deponts  on  the  ocean  floor. 


Name. 


infttthoms. 


FttoentaflB  of 
CaCOi. 


Red  clay 

Radiolarian  ooze 
Diatom  ooze . . . . 
Globigerina  ooze 
Pteropod  ooze . . 


2,730 
2,894 
1,477 
2,049 
1,044 


6.70 

4.01 

22.96 

64.47 

79.25 


The  oozes  derive  their  names  from  the  characteristic  organic 
remains  which  they  contain,  and  they  merge  by  slight  gradations 
one  into  another.  The  classification  is  obviously  approximate,  not 
absolute.  If  we  consider  them  together,  and  include  the  coral  muds, 
the  average  percentage  of  calcium  carbonate  upon  the  sea  bottom  at 
various  depths  is  as  follows: 

Percentage  of  calcium  carbonate  on  the  ocean  floor  at  varioiu  depths. 


Under  500  fathoma 86. 04 

500  to  1,000 fathoms 66.86 

1,000  to  1,500 fcttiioiM 70.87 

1,500  to  2,000  fctthoms 69.55 


2,000  to  2,500  £athoms 46.73 

2,500  to  3,000 fathoms 17.36 

3,000  to  3,500  fathoms 88 

3,500  to  4,000  fathoms none. 


The  disappearance  of  carbonates  with  increasing  depth  is  thus 
clearly  shown. 

Of  all  these  deposits,  the  red  clay,  which  covers  about  51,500,000 
square  miles,  is  the  most  extensive,  and  from  a  chemical  point  of  view, 
the  most  interesting.  It  is  imiversally  distributed  in  the  oceanic 
basins,  but  is  typical  only  at  depths  ranging  from  2,200  to  4,000  fath- 
oms and  far  from  land.  Various  theories  have  been  proposed  to 
accoimt  for  its  formation;  but  Murray  and  Renard  look  on  it  as  essen- 
tially a  chemical  deposit,  produced  by  the  decomposition  of  silicates 
of  volcanic  origin.  Remnants  of  volcanic  rocks  are  foimd  on  nearly 
all  parts  of  the  ocean  floor,  and  fragments  of  pumice  are  particularly 
common.  Some  of  these  doubtless  came  from  ordinary  subaerial  vol- 
canoes, either  as  direct  flows  into  the  ocean,  or  as  volcanic  dust  borne 
long  distances  by  currents  of  air.  Other  fragments  represent  sub- 
marine volcanoes.  Some  of  the  fragments  studied  by  Murray  ana 
Renard  were  quite  fresh,  others  were  largely  decomposed;  and  in  a 
number  of  them  zeolites  had  been  formed  by  subaqueous  alteration. 
Crystals  of  phillipsite  were  repeatedly  identified.  The  color  of  the 
clay  is  due  to  ferric  oxide  or  hydroxide,  which  is  easily  removable  by 
means  of  strong  acids.  In  all  essential  respects  the  day  resembles 
the  residues  formed  by  the  decay  of  igneous  rocks.  Its  composition, 
as  shown  by  many  analyses,  is  extremely  variable. 

That  sea  water  will  attack  and  dissolve  silicates  is  well  known, 
although  its  efficiency  is  less  than  that  of  fresh  water.     On  this 
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subject  the  experiments  of  J.  Thoulet  ^  have  been  often  quoted,  and 
A.  Johnstone '  has  shown  that  even  so  refractory  a  mineral  as  talc  is 
slowly  but  preceptibly  soluble.  The  process  of  change  is  of  course 
almost  inconceivably  slow;  but  in  the  quiet  depths  of  the  ocean  it  has 
doubtless  been  going  on  throughout  all  geological  time.  It  began 
when  the  first  volcanic  ejectamenta  entered  the  sea,  if  such  a  moment 
can  be  imagined,  and  has  been  operative  continuously  to  the  present 
day.  Cosmic  and  other  dusts  have  contributed  something  to  the 
formation  of  the  clay,  and  so,  too,  have  animal  remains;  but  volcanic 
matter  seems  to  have  been  the  chief  starting  point.  This  is  the  view 
of  Murray  and  Renard,  and  it  is  the  opinion  best  sustained  by  chemical 
evidence. 

In  addition  to  the  widespread  formations  mentioned  in  the  fore- 
going paragraphs,  the  sea  bottom  yields  many  interesting  products 
of  a  sporadic  or  local  character.  Among  them  are  the  well-known 
manganese  and  phosphatic  nodules  and  glauconite;  and  these  we 
may  briefly  consider  in  regular  order. 

Manganese,  as  oxide  or  hydroxide,  exists  in  all  deep-sea  deposits, 
sometimes  as  grains  in  the  clay  or  ooze,  sometimes  as  a  coating  upon 
pumice,  coral,  shells,  or  fragments  of  bone,  and  often  in  the  form  of 
nodular  concretions  made  up  of  concentric  layers  about  some  other 
substance  as  a  nucleus.*  Even  in  shallow  waters,  as  in  Loch  Fyne  in 
Scotland,  these  nodules  have  been  foimd,^  but  they  seem  to  be  more 
characteristic  of  the  deeper  ocean  abysses,  whence  the  dredge  often 
brings  them  up  in  great  numbers. 

The  origin  or  mode  of  formation  of  the  manganese  nodules  is  still 
in  doubt.  Murray  *  regards  the  manganese  as  derived,  like  the  red 
clay,  from  the  subaqueous  decomposition  of  volcanic  d6bris.  C.  W. 
Gumbel  *  attributes  the  nodules  to  submarme  springs  holding  manga- 
nese in  solution,  which  is  precipitated  on  contact  with  sea  water. 
Buchanan'  invokes  the  reducing  agency  of  organic  matter,  which 
transforms  the  sulphates  of  sea  water  to  sulphides,  precipitating  iron 
and  manganese  in  the  latter  form  to  be  subsequently  oxidized.  This 
view  was  contested  by  R.  Irvine  and  J.  Gibson,*  who  showed  that 
manganese  sulphide  was  decomposed  by  sea  water,  the  manganese 
redissolving  as  bicarbonate.  J.  B.  Boussmgault  •  holds  that  the  man- 
ganese was  derived  from  carbonates  carried  in  solution  by  oceanic 
waters,  and  a  similar  explanation  has  been  offered  by  L.  Dieulafait.^® 

1  Compt.  Rend.,  vol.  108, 1889,  p .  753.  See  also  recent  work  by  J.  Joly,  in  Compt.  rend.  VIII.  Cong.  g6ol. 
inten]at.,ig00,p.774. 

<  Proc.  Roy.  Soc.  Edinburgh,  vol.  16, 1889,  p.  172. 

s  For  full  description  see  Challenger  Rept. ,  Deep-sea  deposits,  1891,  pp.  341-378.  See  also  J.  Murray  and 
R.  Irvine,  Trans.  Roy.  Soc.  Edhiburgh,  vol.  37, 1895,  p.  721. 

*  J.  Y.  Buchanan,  Proc.  Roy.  Soc.  Edinburgh,  vol.  18, 1890,  p.  19. 

*  Proc.  Roy.  Soc.  Edinburgh,  vol.  9, 1376,  p.  255. 

*  See  abstract  in  Neues  Jahrb.,  1878,  p.  869. 

'  Proc  Roy.  Soc.  Edinburgh,  vol.  18, 1890,  p.  17. 

*  Idem,  VOL  18, 1800,  p.  64. 

*  Amiales  chlm.  phys.,  5th  ser.,  vol.  27, 1882,  p.  289. 
*•  Oompt.  Rend.,  voL  96, 1383,  p.  718. 
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The  oxidation  of  the  carbonates  is  supposed  to  take  place  at  the  sur- 
face, through  atmospheric  contact,  after  which  the  precipitated  oxide 
falls  to  the  bottom  of  the  sea. 

Of  all  these  theories,  that  of  Murray  seems  to  be  the  best  substan- 
tiated. The  manganese  can  easily  be  derived  from  the  alteration  of 
rock  fragments,  as  it  is  by  weathering  on  land;  it  goes  into  solution 
as  carbonate,  is  oxidized  by  the  dissolved  oxygen  of  the  sea  water, 
and  is  precipitated  near  its  point  of  derivation  around  any  nuclei 
which  happened  to  be  at  hand.  The  nodules  occur  in  close  association 
with  altered  volcanic  materials,  and  most  abimdantly  in  connection 
with  the  red  clay  of  similar  origin;  furthermore,  their  impurities  are 
of  the  kind  which  the  suggested  mode  of  formation  would  lead  us  to 
expect.  In  composition  the  nodules  vary  widely,  ranging  from  4.16 
to  63.23  per  cent  of  manganese  oxide.  The  analysis  by  J.  Gibson  * 
is  the  most  complete  one  among  the  many  which  were  made,  and  is 
therefore  selected  as  representative.     The  entire  sample  contained — 

Water 29.65 

Aqueous  extract' 2. 44 

Insoluble  residue 17. 93 

Portion  soluble  in  HCl 49.97 


99.99 


The  insoluble  and  soluble  portions,  recalcidated  separately,  are 
represented  in  the  subjoined  statement: 

Analyns  of  manganese  nodule. 


Portion  soluble 
m  HCl, 

Insoluble 
portion. 

SiOo 

74.58 

TiOo.       .                     

.72 

ALO, 

6.34 

26.97 

4.60 

4.02 

12.93 

fS^:::                    .   

4.79 

K'                       

oS.;;: :::::::::::;:::::::::::::::.:::...: 

1.45 

SrO 

.11 

BaO 

.67 

MnO 

42.94 
1.96 
.56 
.20 
.74 
.10 
.06 

NiO 

CoO..                    

ZnO 

CuO 

PbO                                          

TLO 

NaoO 

3.62 

KoO 

.95 

P.O. 

.22 
.14 
.20 
.94 
.58 
9.42 

.11 

v^v;:::::::::;::;::::::::::::::::::..! 

ifoo, 

so. 

COa '.... 

Peroxide oxvoren  ...                 ..            

99.99 

99.93 

1  Challenger  Kept.,  Deep-sea  deposits,  1891,  pp.  417-423. 

s  Saline  matter  unavoidably  inclosed  in  the  nodules.    Gibson  gives  its  oomposition  in  detaU. 
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If  we  include  in  this  analysis  the  water  of  the  original  material  we 
see  that  it  represents  a  mixture  of  manganese,  iron,  and  aluminum 
hydroxides,  soluble  in  hydrochloric  acid,  with  an  insoluble  residue  of 
silicates^    The  specimen  came  from  a  depth  of  2,375  fathoms. 

The  phosphatic  concretions  found  on  the  ocean  floor  offer  a  sim- 
pler problem  for  solution.  As  Murray  and  Renard  ^  show,  they  are 
directly  derived  from  the  'decaying  bones  of  dead  animals,  upon 
which  carbonic  acid  exerts  a  powerful  solvent  action. "  They  form, 
like  the  manganese  nodules,  around  various  nuclei,  but  preferably 
upon  organic  centers,  such  as  sheUs.  In  many  cases  the  phosphatic 
matter  was  first  deposited  in  cavities  of  shells,  around  which  the 
nodules  continued  to  grow,  inclosing  various  muddy  impurities. 
Probably  the  anunoniacal  salts  which  are  generated  by  the  decompo- 
sition of  oi^anic  matter  in  the  bone  play  some  part  in  the  precipita- 
tion of  the  calcium  phosphate.  The  following  analyses,  by  Klement, 
show  the  composition  of  these  bodies.  A  was  from  a  depth  of  150 
and  B  from  1,900  fathoms. 

AnalyHB  of  phosphatic  concretions  from  sea  bottom. 


80, 

SiO, 

CaO 

MgO 

Fe,0, 

A1,0,...,.. ,,.... 
LoflB  on  Ignition . 
Insoluble  residue 


95.89 


19.96 

23.54 

12.05 

10.64 

1.37 

1.39 

1.36 

2.56 

39.41 

40.95 

.67 

.83 

2.54 

2.79 

1.19 

1.43 

undet. 

3.65 

17.34 

11.93 

9.71 


Analyses  of  the  insoluble  residue  gave  the  following  results: 
Analyses  of  insoluble  residue  from  phosphatic  concretions. 


A 

B 

SiOa...'. 

77.43 

12.40 

7.91 

1.07 

1.02 

76.58 

ALO, 

13.85 

F^: 

7.93 

c5)!'.::::: :.:....:.:..:::....::..:::..:: 

1.27 

MffO 

1.18 

99.83 

100.81 

The  concretions,  then,  consist  mainly  of  calcium  phosphate  and  car- 
bonate, mixed  with  sand  and  clay. 

1  ClnUenger  Kept,  Deep-sea  deposits,  1891,  pp.  897-400.  On  the  phosphatic  nodules  of  the  Agolhas 
Bank,  see  L.  W.  CoUet,  Proc.  Roy.  8oc  Edinburgh,  vol.  25, 1906,  p.  802;  and  L.  Cayeux,  Bull.  Soc  g6ol. 
Fianoe,  4th  ser.,  yoL  5, 1906,  p.  760. 
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The  last  of  the  oceanic  deposits  which  we  need  to  consider  in  this 
connection  is  glauconite,  a  hydrated  silicate  of  potassium  and  ferric 
iron.  It  is  widely  disseminated  upon  the  sea  bottom,  but  most  abun- 
dantly in  comparatively  shallow  waters  and  near  the  mud  line  sur- 
rounding continental  shores — ^that  is,  it  is  formed  "just  beyond  the 
limits  of  wave  and  current  action,  or,  in  other  words,  where  the  fine 
muddy  particles  conmience  to  make  up  a  considerable  portion  of  the 
deposits."*  It  is  developed  principally  in  the  interior  of  shells,  but 
its  mode  of  formation  is  obscure.  Murray  and  Renard  argue  that 
after  the  death  of  the  organism  the  shell  first  becomes  filled  with  fine 
mud,  upon  which,  in  presence  of  the  sulphates  of  sea  water,  the 
organic  matter  of  the  animal  may  act.  The  iron  of  the  mud  is  re- 
duced to  sulphide,  which  afterward  oxidizes  to  ferric  hydroxide, 
alumina  being  at  the  same  time  removed  in  solution  and  colloidal 
siUca  set  free.  The  latter,  reacting  upon  the  hydroxide,  in  presence 
of  potassium  salts  derived  from  adjacent  minerals,  finally  generates 
glauconite.  This  theory  is  supported  by  the  observation  that  the  glau- 
conitic  shells  are  always  associated  with  the  detritus  of  terrigenous 
rocks,  containing  orthoclase,  muscovite,  and  other  minerals  from 
which  the  necessary  potassium  could  be  obtained.  In  a  later  portion 
of  this  work  we  shall  have  to  examine  the  subject  of  glauconite  more 
fully.    An  elaborate  discussion  of  it  would  be  out  of  place  now. 

Oceanic  deposits,  then,  whether  of  shell,  coral,  red  clay,  manganese 
nodules,  or  glauconite,  are  in  a  sense  the  fossil  records  of  chemical 
reactions  which  have  taken  place  in  the  depths  of  the  sea.  They 
represent  both  additions  to  and  withdrawals  of  matter  from  the 
waters  of  the  ocean,  with  the  formation  of  new  substances  by  chemical 
change.' 

The  relative  quantities  of  the  chemical  sediments  thus  annually 
formed  can  be  approximately  estimated.  For  this  purpose  we  may 
first  compare,  in  detail,  the  actual  amount  of  each  radicle  poured 
into  the  ocean  in  one  year,  with  the  total  accumulation  of  saline 
matter  in  the  ocean  itself.     The  data  are  given  in  the  following  table. 

1  Marniy  and  Renard,  Challenger  Rept.,  Deep-sea  deposits,  p.  383, 1891. 

*  E.  J.  Jones  (Jour.  Asiatic  Soc.  Bengal,  vol.  56,  pt.  2, 1887,  p.  200)  has  described  another  daas  of  marine 
nodules.  They  were  dredged  up  in  676  fothoms  of  water  off  Colombo,  Ceylon,  and  contained  about  75  per 
cent  of  barium  sulphate. 
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Comparison  of  ocean  and  river  waUr. 

A.  The  annual  addition  of  each  radicle  by  rivers,  computed  from  the  data  already  given  in  the  preceding 
chapter. 

B.  The  saline  matter  In  the  ocean,  computed  from  Dittmar's  analyses,  with  Karstens's  value  for  the 
volume  of  the  ocean,  1,285,985,211  cubic  kilometers,  and  a  mean  density  of  1.Q2G. 


CO,,. 
SO4.. 
CI.... 
Br,... 
NO,.. 
Na... 
K.... 
Ca.... 
Mg... 
R,0,. 
SiOj.. 


Sum. 


Annual  from  rivers 
(metric  tonsX10>). 


961,350 
332,030 
155,350 


24,614 
158,357 

57,982 
557,670 

93,264 

75, 213 
319. 170 


2,735,000X10* 


B 


Inc___ 
(metric  tonsX  1012). 


95.6 

3,553.0 

25,538.0 

86.8 


14, 130. 0 

510.8 

552.8 

1, 721. 0 


46,188.0X10" 


If  from  each  of  the  quantities  in  column  A  we  subtract  the  amount 
annually  retained  in  solution  by  the  sea,  the  difference  will  represent 
the  amount  precipitated.  To  do  this,  an  assumption  must  be  made 
as  to  the  age  of  the  ocean;  but  whatever  figure  is  assumed,  the  results 
will  be  of  the  same  order  of  magnitude.  For  example,  the  ocean 
contains  552.8x10"  metric  tons  of  dissolved  calcium;  which  quan- 
tity, divided  by  the  assumed  age,  gives  the  annual  increment.  If 
the  age  of  the  ocean  is  100,000,000  years,  the  annual  addition  of 
calcium  has  been  5,528,000  tons;  if  only  50,000,000  years  it  is 
11,056,000  tons.  Subtracting  these  quantities  from  the  total  cal- 
cium of  the  river  waters  the  remainders  become  552,142,000  and 
546,614,000  tons  respectively;  the  difference  being  less  than  the 
actual  uncertainties  of  the  computation.  Calculating  upon  both 
assumptions  the  annual  precipitation  of  chemical  sediments  is  as 
follows,  in  metric  tons: 


Age  of  ocean  (years) 

8O4 

Ca 

S';;;;;;;;:;:::: 
Kr.v.v;:;;::: 


100,000,000 


50,000,000 


296,500,000 

552,142,000 

76,054,000 

52,874,000 

75,213,000 

319,170,000 


260,970,000 

546,614,000 

58,844,000 

47,766,000 

75,213,000 

319,170,000 
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If  we  assume  that  all  the  calcium  and  magnesium  are  precipitated 
as  carbonates  and  the  sesquioxides  as  hydrates,  the  total  amount 
of  chemical  sediments  annually  deposited,  including  coral  reefs 
and  calcareous  oozes^  is  somewhere  between  2,200,000,000  and 
2,400,000,000  metric  tons.  A  little  lime  undoubtedly  goes  down  as 
sulphate,  although  gypsum  or  anhydrite  is  found  in  oceanic  sedi- 
ments only  in  very  small  proportions.  Probably  much  of  the 
sulphuric  radicle  is  reduced  by  organic  matter,  forming  sulphides. 
The  potassium  is  partly  taken  up  by  the  clay  substances  of  oceanic 
silt  and  partly  goes  to  form  glauconite,  but  there  are  no  data  from 
which  to  determine  its  actual  distribution.  Silica  is  assumed  to  be 
wholly  thrown  down,  the  trifling  residue  held  in  solution  being 
negligible.    GUonne  and  sodium  are  held  to  remain  dissolved. 

The  figures  given  above  for  the  quantities  of  the  chemical  pre- 
cipitates are,  of  course,  by  no  means  accurate.  They  are  merely 
rough  approximations  to  the  truth,  but  they  tell  something  of  the 
relative  magnitudes.  Even  if  we  knew  precisely  the  age  of  the  ocean 
it  would  not  be  practicable  to  reckon  backward  and  so  to  determine 
the  total  mass  of  deposits  formed  during  geological  time.  The 
figures  tell  us  what  is  happening  to-day,  but  are  inapplicable  to  the 
past.  The  reason  for  this  statement  is,  that  apparently  the  different 
deposits  have  formed  at  different  rates.  In  the  beginning  of  chemical 
erosion  fresh  rocks  were  attacked  and  relatively  more  siUca  and  less 
lime  passed  into  solution.  At  present,  limestones,  laid  down  in  pre- 
vious geologic  ages,  are  being  dissolved,  and  calcium  is  added  to  the 
ocean  more  rapidly  than  in  pre-Cambrian  time.  This  is  not  mere 
speculation.  A  study  of  river  waters  with  reference  to  their  origin, 
whether  from  crystalline  or  sedimentary  rocks,  fully  justifies  my 
assertions. 

So  much  for  the  annual  precipitation.  J.  Joly,^  by  a  different 
method,  has  calcidated  that  the  total  mass  of  chemical  sediments  in 
the  ocean  is  about  19.5  X  10^*  metric  tons.  This  estimate  is  not 
inconsistent  with  the  foregoing  computations.  Purely  mechanical 
sediments,  such  as  river  silt,  volcanic  eject  amenta,  or  dust  brought 
by  the  atmosphere  from  the  land,  are  obviously  left  out  of  considerar 
tion  here.  Their  sum  total  could  hardly  be  estimated,  at  least  not 
with  existing  data.* 

1  RadioactIylt7  and  geology,  pp.  67,  68. 

s  In  an  interesting  but  not  altogether  conclusire  paper  (Jour.  Geology,  vol.  2, 1894,  p.  818)  J.  A.  Udden 
has  endeavored  to  show  that  the  dust  carried  by  the  atmosphere  is  of  greater  amount  than  the  silt  trans- 
ported by  rivers.  See  also  E.  E .  Free,  Science,  vol.  29, 1909,  p.  423.  In  Bull.  Bur.  Soils  No.  68,  U.  S.  Dept. 
Agr.,  1911,  Free  gives  an  elaborate  discussion  of  the  movement  of  the  soil  by  wind,  and  a  full  bibliography 
of  the  subject. 
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POTASSIUM    AND    SULPHATES. 

Id  seeking  to  balance  the  gains  and  losses  of  the  ocean  some  account 
must  be  taken  of  potassium  and  of  sulphates.  The  latter  have 
already  been  mentioned  as  partly  reduced  by  organic  matter,  a 
change  which  is  coimterbalanced  to  some  extent  by  reoxidation 
under  other  circumstances.  On  the  whole,  sulphates  seem  to  accu- 
mulate in  the  ocean,  but  the  figures  are  not  wholly  concordant  or 
satisfactory.  The  extent  of  their  precipitation  is  by  no  means  clear, 
although  they  are  foimd  in  all  the  clays  and  oozes  in  trivial  propor- 
tions. 

With  potassium  other  conditions  hold,  and  river  and  ocean  water 
are  not  at  all  alike.  In  river  waters^  on  an  average,  the  proportion 
of  potassium  is  about  one-fourth  that  of  the  sodium;  ^  but  ui  sea 
water'  it  is  only  one-thirtieth.  In  the  igneous  rocks  sodiiun  and 
potassium  are  nearly  equal;  they  pass  unequally  into  the  streams, 
and  in  the  ocean  the  difference  is  still  further  increased.  What 
becomes  of  the  potassium  ? 

The  answer  to  this  question  is  simple.  Hydrous  silicates  of  alumi- 
num, the  clays,  are  able  to  take  up  considerable  proportions  of  po- 
tassium and  to  remove  its  salts  from  solutions.  According  to  J.  M. 
van  Bemmelen '  ordinaiy  soils  will  extract  more  potassium  than 
sodium  from  solutions  in  which  the  salts  of  both  metals  are  present, 
even  where  the  sodium  is  in  excess.  Potassium,  then,  is  removed 
from  natural  waters  as  they  percolate  through  the  soil,  or  else  by  the 
suspended  silt  carried  by  streams.  The  sodium  is  not  so  largely  with- 
drawn, and  therefore  its  relative  proportion  fends  steadily  to  increase. 
One  metal  is  deposited  with  the  sediments,  the  other  remains  in 
solution. 

These  observations  are  confirmed  in  part  by  analyses  of  oceanic 
deposits,  although  the  evidence  is  often  incomplete.  The  larger 
number  of  analyses  given  for  clay,  mud,  and  ooze  in  the  OhaUenger 
report  contain  no  mention  of  alkalies,  but  when  the  latter  are  noted 
the  potassium  is  commonly,  not  always,  la  excess.'  In  glauconite 
and  phillipsite  deposits  potassium  always  predominates.  L. 
Schmelck,^  in  his  analyses  of  clays  from  the  northern  Atlantic,  records 
no  alkalies,  but  K.  Natterer,*  in  sediments  from  the  eastern  Medi- 
terranean and  the  Red  Sea,  found  small  quantities  of  potash  and  soda, 

1  iCany  of  tbe  analyses  of  river  water,  as  published,  show  no  potassium,  but  this  only  means  that  they 
are  inoomi^te.  In  such  cases  the  alkalies  were  weighed  together  and  in  calculation  the  potassium  was 
Ignored.   This  is  especially  true  of  boiler-water  analyses. 

s  Landw.  Vexsuchs-Statlonen  (Berlin),  vol.  21 ,  1877,  p.  136.  The  absorption  of  potassium  has  been  estab- 
Usbed  by  the  watk  of  many  investigators. 

*  This  oQiielu8io&  is  confirmed  by  a  recent  and  very  complete  analysis  of  the  "red  clay,"  conducted  in 
the  laboretory  of  tbe  tTnited  States  Qeologlcal  Survey.  These  sediments  will  be  considered  more  fully  in 
iaothercliapter. 

4  Den  Nofske  Nordhavs-Ezpedltion,  pt.  9, 1882,  p.  35. 

ft  KonalBh.  Chemie,  vol.  14, 1803,  p.  024;  vol.  16, 1804,  p.  680;  vol.  20, 1809,  p.  1. 
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and  in  nearly  every  instance  potash  was  the  more  abundant  of  the 
two.  In  short,  if  the  recorded  analyses  are  correct  the  clays  and 
oozes  of  the  deep  sea  have  been  partly  leached  of  their  alkalies;  but 
some  of  the  potassium  from  the  original  volcanic  material,  with  less 
sodium,  has  been  retained  in  the  production  of  zeolites.  Nearer  land 
potassium  has  been  used  in  the  formation  of  glaucoi^ite,  and  still 
nearer,  when  mechanical  sediments  appear,  a  similar  discrimination 
is  evident.  Sodium  dissolves,  but  potassium  is  held  back.  Potas- 
sium salts  are  also  absorbed  by  some  seaweeds  in  large  quantities. 
This  has  been  recently  shown  by  D.  M.  Balch,*  who  finds  that  the 
giant  algffi  of  the  California  coast  are  rich  in  potassium  chloride. 

THE    CHLORINE    OF    SEA    WATER. 

It  is  not  possible  at  present  to  trace  all  of  the  changes  which  take 
place  in  ocean  water,  nor  to  account  with  certainty  for  the  dif- 
ference between  sea  salts  and  the  material  received  from  streams.  In 
chemical  character,  fresh  and  salt  water  are  opposites,  as  a  brief 
inspection  of  the  data  will  show.  In  ocean  water,  CI  >S04>C03;  in 
average  river  water,  C05>S04>C1.  So  also  for  the  bases — in  the 
first  case,  Na>Mg>Ca;  in  the  other,  Ca>Mg>Na — a  complete 
reversal  of  the  order.  We  can  understand  the  accumulation  of 
sodium  in  the  ocean  and  some  of  the  losses  are  accounted  for,  but  the 
great  excess  of  chlorine  in  sea  water  is  not  easily  explained.  In 
average  river  water  sodium  is  largely  in  excess  of  chlorine ;  in  the  ocean 
the  opposite  is  true,  and  we  can  not  well  avoid  asking  whence  the 
halogen  element  was  derived.  Here  we  enter  the  field  of  speculation, 
and  the  evidence  upon  which  we  can  base  an  opinion  is  scanty  indeed.' 

To  the  advocates  of  the  nebular  hypothesis  the  problem  is  compara- 
tively simple.  If  our  globe  was  formed  by  cooling  from  an  incan- 
descent mass,  its  primitive  atmosphere  and  ocean  must  have  been 
quite  unlike  the  present  envelopes,  and  we  may  fairly  suppose  that 
they  contained  lar^  quantities  of  acid  substances.  Hydrochloric 
acid  in  the  atmosphere  would  imply  a  solution  of  hydrochloric  acid 
in  the  sea,  which  might  in  time  be  neutralized  by  the  bases  dissolved 
from  rocks  and  poured  by  rivers  into  the  common  reservoir.  This 
argument  has  been  especially  developed  by  T.  Sterry  Himt,*  who 
shows  that,  if  his  premises  are  sound,  the  primeval  ocean  must  have 
been  much  richer  in  calcium  and  magnesium  than  the  sea  is  to-day. 
The  richness  of  some  artesian  waters  of  Canada  in  lime  salts,  waters 

1  Jour.  Indust.  and  Eng.  Cheni.,  vol.  1, 1900,  p.  777. 

*  On  the  ratio  between  sodium  and  chlorine  In  the  salts  carried  by  rivsn  to  the  sea,  see  E.  Dubois,  Proc. 
Sec.  ScL,  Amsterdam  Acad.,  yol.  4, 1002,  p.  388.  On  the  ratio  between  CI  and  SO4  In  sea  watersee  E.  Rup- 
pin,  Zeitschr.  anorg.  Chemie,  vol.  00, 1010,  p.  232. 

s  Am.  Jour.  Sci.,  2d  ser.,  vol.  39, 1866,  p.  176;  and  various  papers  in  his  Chemical  and  geoiogioal  essays. 
See  also  J.  Joly,  on  the  geologic  age  of  the  earth,  in  Trans.  Roy.  Dublhi  Soo.,  vol.  7, 2d  ser.,  1800,  p.  23;  and 
R.  A.  Taylor,  Proo.  lianohester  Lit.  Phil.  Soc.,  vol.  50, 1006,  p.  ix. 
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which  Hunt  regards  as  fossil  remainders  from  the  early  sea,  may  be 
cited  in  support  of  his  views.  On  the  other  hand,  R.  A.  Daly  ^  has 
cited  paleontological  data  in  favor  of  the  view  that  the  pre-Cambrian 
ocean  was  nearly  free  from  lime.  The  absence  of  fossils  from  rocks  of 
an  age  immediately  preceding  a  period  rich  in  highly  developed  cal- 
careous forms  is  taken  as  evidence  that  the  earUest  life  was  essentially 
shell-less  and  soft-bodied,  in  consequence  of  a  deficiency  of  lime  salts 
in  its  enviroimient.  It  is  possible,  however,  that  the  pre-Cambrian 
animals  were  developed  under  conditions  which  favored  the  forma- 
tion of  aragonitic  rather  than  calcitic  exoskeletons.  Aragonitic 
shells  dissolve  much  more  readily  than  those  formed  of  calcite,  and 
therefore  rarely  appear  as  fossils. 

Another  group  of  writers,  seeking  to  avoid  the  nebular  hypothesis, 
conceive  the  earth  as  having  been  built  up  by  the  slow  aggregation  of 
small,  solid,  and  cold  meteoric  bodies.'  Each  of  these,  it  is  supposed, 
carried  with  it  entangled  or  occluded  atmospheric  material.  In 
coiuise  of  time  central  heat  was  developed  by  pressure,  and  a  partial 
expulsion  of  gas  followed,  thus  forming  an  atmosphere  derived  from 
within.  When  the  atmosphere  became  adequate  to  retain  solar  heat, 
and  so  to  raise  the  surface  temperature  of  the  globe  above  the  freezing 
point,  the  hydrosphere  came  into  existence;  but  of  its  chemical  nature 
at  the  beginning  nothing,  so  far  as  I  am  aware,  has  been  said  by  the 
advocates  of  this  doctrine.  There  is,  however,  an  analogy  which  may 
be  utilized.  Meteoric  iron  frequently  incloses  anhydrous  ferrous 
chloride,  or  lawrenceite,  a  fact  of  which  the  curators  of  collections 
are  painfully  aware.  The  ferrous  chloride  dehquesces,  the  Hquid 
formed  then  undei^oes  oxidation,  ferric  hydroxide  is  deposited,  and 
acid  solutions  are  developed  which  still  further  attack  the  iron. 
Through  this  process  of  corrosion  certain  meteoric  irons  have  crum- 
bled into  masses  of  rust  and  disappeared  as  specimens  from  museums. 
If,  now,  the  earth  was  formed  from  meteoric  masses,  some  of  them 
doubtless  contained  this  annoying  impurity,  and  chlorine  from  that 
soiuxe  may  have  reached  the  primeval  ocean.  In  fact,  A.  Daubr6e ' 
found  lawrenceite  in  the  terrestrial  native  iron  from  Ovifak.  The 
planetesimal  hypothesis  is  evidently  not  inconsistent  with  the  excess 
of  oceanic  chlorine.  It  is  also  in  harmony  with  the  idea  advanced  by 
E.  Suess,^  that  the  ocean  has  received  large  accessions  from  volcanic 
sources.  Hydrochloric  acid  and  volatile  chlorides  exist  in  volcanic 
emanations  and  must,  to  some  extent,  reach  the  sea.    O.  F.  Becker 

1  Am.  Jour.  Scl.,  4th  sor.,  vol.  23, 1907,  p.  93.  Also  a  later  paper  in  Bull.  Oeol.  Boo.  America,  vol.  20, 1909, 
P.1S3. 

*8ee  T.  C.  Chamberlln,  Jour.  Geology,  toI.  5, 1897,  pp.  653  et  seq.;  also  H.  L.  Falrchild,  Am.  Geologist, 
VOL  23, 1809,  p.  94. 

*  Etudes  STiithdtlques  de  gtelogie  exp^rlmentale,  1879,  p.  667. 

*  Qeog.  Joor.,  vol.  20, 1902,  p.  520.    See  also  C.  Doelter,  Sltooniib.  Akad.  Wlen,  vol.  112, 1903,  p.  704. 

1013S1*»— Bull.  491—11 ^9 
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has  recently  ^  diacussed  this  phase  of  the  problem  and  has  shown  that 
a  comparatively  moderate  emission  of  volcanic  chlorine  would  fuUy 
accomit  for  the  excess  of  that  element  in  the  ocean.  But  if,  as  has 
often  been  su^ested,  the  volcanic  ga«es  were  first  derived  from 
oceanic  infiltrations,  they  represent  no  gain  to  the  ocean,  and  this 
question  is  still  at  issue. 

THE   DISSOLVED    OASES. 

Up  to  this  point  we  have  considered  only  the  saline  matter  of  the 
ocean;  but  the  dissolved  gases  are  almost  equally  important  and  have 
been  the  subject  of  exhaustive  investigations.  The  earlier  researches 
were  not  altogether  satisfactory,  and  we  need  therefore  examine  only 
the  more  recent  data,  first  as  to  the  air  and  then  as  to  the  carbonic 
acid  of  sea  water. 

The  solubility  of  a  gas  in  water  varies  with  its  nature  and  ¥dth  the 
temperature,  being  greatest  in  the  cold  and  diminishing  as  the  sol- 
vent becomes  warmer.  The  Arctic  Ocean,  therefore,  dissolves  more 
air  than  the  waters  of  tropical  regions,  and  it  also  seems  to  carry  a 
greater  proportion  of  oxygen.  We  have  already  seen,  in  studying 
the  atmosphere,  that  water  exercises  a  selective  function  in  the  solu- 
tion of  air,  so  that  the  dissolved  gaseous  mixture  is  enriched  in  oxy- 
gen. Ordinary  air  contains  by  volume  only  about  one  part  in  five  of 
oxygen;  dissolved  air  contains,  roughly,  one  part  in  three;  although, 
as  we  shall  see,  the  proportion  changes  as  conditions  vary.  Even  the 
salinity  of  the  ocean  must  probably  be  taken  into  account,  for  the 
reason  that  some  if  not  all  gases  are  less  soluble  in  salt  than  in  fresh 
water.  According  to  the  experiments  by  F.  Clowes  and  J.  W.  H. 
Biggs,'  salt  water  dissolves  only  82.9  per  c^it  as  much  oxygen  as  is 
absorbed  by  fresh  water.  So  lai^e  a  difference  can  not  well  be 
ignored. 

To  illustrate  the  difference  in  solubiUty  between  the  two  principal 
atmospheric  gases,  we  may  use  the  data  given  by  O.  Pettersson  and 
K.  Sond6n.'  In  pure  water  the  gases  dissolve  unequally,  and  the  fol- 
lowing table  shows  their  solubility  throughout  a  fair  range  of  atmos- 
pheric temperatures.  The  figures  represent  the  number  of  cubic  cen- 
timeters of  each  gas,  at  760  millimeters  pressure,  required  to  saturate 
1  hter  of  water;  and  the  last  column  gives  the  percentage  of  oxygen  in 
the  dissolved  mixture,  when  N + O  =  100. 

1  Smithsonian  Misc.  Coll.,  vol.  M,  No.  6, 1910. 
«  Jour.  Soc  Chem.  Ind.,  vol.  23, 1904,  p.  358. 

*  Ber.  Deutsch.  ohem.  OeseU.,  vol.  22, 1889,  p.  1439.    See  also  R.  W.  Bnnsen,  Oasomebisohe  Methoden; 
W.  Dlttmar,  in  his  CkaOenier  raport;  and  A.  Hambecg,  Blhang  K.  Svensk.  Vet-Akad.  Handl.,  vol.  10, 

No.  13, 1884. 
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Tempera- 
tore. 

Nitrogen 
abeorbed. 

abJSES. 

Peroentage 
of  oxygen. 

0 

6.00 

6.32 

9.18 

13.70 

14.10 

emK 

19.63 

16.34 

16.60 

15.58 

14.16 

14.16 

emK 
10.01 
8.28 
8.39 
7.90 
7.14 
7.05 

33.88 
38.60 
33.66 
38.60 
33.61 
33.24 

When  we  recall  the  fact  that  ordinary  ah*  contains  only  21  per  cent 
of  oxygen,  the  magnitude  of  the  change  produced  by  solution  becomes 
manifest. 

In  sea  water  the  same  relation  holds  approximately,  but  the  enrich- 
ment is  slightly  greater.  H.  Tomoe,*  assisted  by  S.  Svendsen,  made 
94  analyses  of  air  extracted  from  the  water  of  the  North  Atlantic 
and  found  the  oxygen  in  the  mixture  N  +  O  to  range  from  a  minimum 
of  31.0  to  a  maximum  of  36.7  per  cent.  Between  70^  and  80^  lati- 
tude the  average  was  35.64  per  cent;  below  70°  it  was  34.96.  At  the 
surface  the  mean  percentage  of  oxygen  was  35.3,  and  it  diminished 
with  the  depth  from  which  the  samples  were  taken  down  to  300 
fathoms,  when  the  proportion  was  reduced  to  32.5.  Below  300 
fathoms  the  percentage  of  oxygen  was  nearly  constant.  O.  Jacobsen,' 
analyzing  dissolved  air  from  the  water  of  the  North  Sea,  obtained 
a  range  of  26.20  to  34.46  per  cent,  the  surface  average  being  33.95. 

Still  more  elaborate  are  the  data  published  by  W.  Dittmar,*  whose 
samples  of  dissolved  air  came  from  many  points  in  the  Atlantic, 
Pacific,  Indian,  and  Antarctic  oceans.  The  maximum  amount  was 
found  in  the  Antarctic — 28.58  cubic  centimeters  of  air  to  the  Uter  of 
water,  containing  35.01  per  cent  of  oxygen.  The  minimum,  13.73 
cubic  centimeters  and  33.11  per  cent,  was  obtained  at  a  point  south- 
east of  the  Philippine  Islands.  The  general  conclusions  as  to  the 
solubility  of  nitrogen  and  oxygen  in  sea  water  at  different  tempera- 
tures appear  in  the  table  following. 

1  Den  Norske  Nordhavs-Expedition,  Chemistry,  1880,  pp.  1-23.  Tonioe  in  this  memoir  gives  a  good 
sommary  of  the  eaiiier  investigations. 

s  Die  Ergebnisse  der  Uutenuchungsfehrten  S.  H.  Knbt.  Dradhe,  Bedin,  1886.  An  earlier  memoir  by 
Jaoobsen  is  printed  in  Liebig's  Annaien,  vol.  167, 1873,  pp.  1  et  seq. 

« Challeoger  Rept.,  Physios  and  diemistry,  vol.  1, 1884.  For  the  table  cited  below,  see  p.  224.  Also  for  a 
r  of  tbe  results  obtained,  see  the  "Narrative ''  of  the  expodltioo. 
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Solubility  of  nitrogen  and  oxygen  in  tea  water  at  various  temperatures. 


Temperature. 

Dlssblved 
nltrogeo-a 

Dlaaolyed 
oxygeiLo 

Peroentage 
of  oxygen. 

0 

15.60 

8.18 

34.40 

5 

13.86 

7.22 

34.24 

10 

12.47 

6.45 

34.09 

15 

11.34 

6.83 

33.93 

20 

10.41 

5.31 

33.78 

25 

9.62 

4.87 

33.62 

30 

8.94 

4.50 

33.47 

35 

8.36 

4.17 

33.31 

«  Supposed  to  be  measured  dry,  at  0*  C.  and  760  millimeters  pressure;  in  other  words,  the  normal  volumes 
in  cubic  centimeters  in  1  liter  of  sea  water  at  the  given  temperatures.  The ' '  nitrogen ' '  of  course  includes 
argon. 

No  argument  is  needed  to  show  the  importance  of  the  facts  thus 
developed.  The  dissolved  oxygen  plays  a  double  part  in  the  activities 
of  the  ocean — ^fixst  in  maintaining  the  life  of  marine  organisms,  and 
secondly  in  oxidizing  dead  matter  of  organic  origin.  By  the  latter 
process  carbon  dioxide  is  generated,  and  that  compound,  as  we  have 
already  seen,  helps  to  hold  calcium  carbonate  in  solution.  Its  other 
function  as  a  possible  regulator  of  climate  will  be  considered  presently. 

Free  or  half-combined*  carbonic  acid  is  received  by  the  ocean  from 
various  sources.  It  may  be  absorbed  directly  from  the  atmosphere  or 
brought  down  in  rain;  it  enters  the  sea  dissolved  in  river  water;  it  is 
derived  from  decaying  organic  matter,  and  submarine  volcanic 
springs  contribute  a  part  of  the  supply.  The  free  gas  is  also  liberated 
from  bicarbonates  by  the  action  of  coral  and  shell  building  animals, 
which  assimilate  the  normal  calcium  salt.  Carbonic  acid  is  continu- 
ally added  to  the  ocean  and  continually  lost,  either  to  the  atmosphere 
again  or  in  the  maintenance  of  marine  plants,  and  we  can  not  say  how 
nearly  the  balance  between  accretions  and  losses  may  be  preserved. 
The  equilibrium  is  probably  far  from  perfect;  it  may  be  disturbed  by 
changes  in  temperature  or  by  the  agitation  of  waves,  and  every  varia- 
tion in  it  leads  to  important  consequences.  It  is  estimated  that  the 
ocean  contains  from  eighteen  to  twenty-seven  times  as  much  carbon 
dioxide  as  the  atmosphere,  and  that  it  is  therefore,  as  T.  Schloesing' 
has  pointed  out,  the  great  regulative  reservoir  of  the  gas. 

Nearly  all  of  the  authorities  thus  far  quoted  with  reference  to  the 
dissolved  air  of  sea  water  have  also  studied  the  omnipresent  carbonic 
acid.  Jacobsen,  Hamberg,  Tomoe,  Buchanan,  Dittmar,  Natterer,  and 
others  have  made  numerous  determinations  of  its  amount,  and  as  a 
general  rule  the  quantities  found  were  insufficient  to  transform  all  of 

1  A  much  used  but  inexact  expression.  It  describes  the  second  molecule  of  carbonic  acid  which  converts 
the  normal  salts  into  bicarbonates. 

s  Compt.  Rend.,  vol.  90, 1880,  p.  1410.  See  also  A.  Krogh,  Meddelelser  om  Oroenland,  vol.  26,  1904, 
pp.  333,  400. 
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the  nonnal  calcium  carbonate  into  the  acid  salt.  Tomoe,  as  the  aver- 
age of  78  sea- water  analyses^  found  52.78  miligrams  to  the  liter  of 
fully  combined  carbon  dioxide,  and  in  addition  43.64  milligrams  avail- 
able for  the  formation  of  bicarbonates.  Results  of  the  same  order 
were  obtained  by  Natterer  in  his  examination  of  waters  from  the  Med- 
iterranean. Normal  carbonate  and  bicarbonate  are  both  present  in 
sea  water,  although  in  a  few  exceptional  determinations  during  the 
Challenger  expedition  the  carbonic  acid  was  clearly  in  excess.  Such 
instances,  however,  are  rare,  and  are  ascribable  to  purely  local  and 
unusual  conditions. 

The  carbonic-acid  determinations  of  the  ChaUenger  voyage  were 
conducted  partly  by  J.  Y.  Buchanan  on  shipboard,  and  partly  by 
W.  Dittmar  on  land.^  The  combined  acid  has  already  been  accounted 
for  in  the  analyses  given  for  sea  salts;  the  ''loose,'*  free,  or  half- 
combined  acid,  is  more  variable.  Its  average  amount,  in  milligrams 
to  the  liter,  at  different  temperatures  appears  in  the  following  table: 

Average  amount  of  free  carbonic  add  in  sea  water  at  various  temperatures. 
[Milligrams  per  liter.] 

Temperature:  Temperature: 

25to28.7 36.88  10  to  15 43.50 

20to25 37.18  5  to  10 47.21 

15to20 ;  42.68  -1.4  to +3.2 53.31 

That  is,  the  ocean  contains  less  free  carbonic  acid  in  warm  than  in 
cold  latitudes.  Its  average  quantity  is  estimated  by  Murray  at  45 
milligrams  per  liter,  which  is  equivalent  to  a  layer  of  carbon  3.45 
centimeters  thick  over  the  entire  oceanic  area.  For  different  depths 
of  water  the  variations  in  carbonic  acid  are  less  pronounced,  as  may 
be  seen  from  the  subjoined  averages: 

Average  amount  of  free  carbonic  add  in  sea  water  at  various  depths, 
[Milligrams  per  liter.] 


Surface 42.6 

25  fathoms 33. 7 

50  fathoms 48.  8 

lOOtathoms 43.6 

200  fathoms 44.  6 


300  fathoms 44. 0 

400  fathoms 41.1 

800  fathoms 42.  2 

More  than  800  fathoms 44. 6 

Bottom 47. 4 


The  figures  are  derived  from  195  determinations  by  Buchanan,  and 
the  individual  numbers  range  from  19.3  to  96  milligrams  to  the  Uter. 
In  15  determinations  the  carbonic  acid  was  in  excess  of  the  amount 
necessary  to  form  bicarbonates;  in  only  22  was  it  suflGicient  to  fully 
convert  the  normal  into  the  acid  salt. 

In  the  light  of  the  evidence  just  presented,  and  speaking  from  the 
point  of  view  of  the  modem  theory  of  solutions,  we  may  say  that  the 

^  See  vol.  1  of  the  report  on  physics  and  chemistry  and  part  2  of  the  "NarratlTe,"  p.  979;  also  7.  Y. 
Buchanan,  In  Proc.  Roy.  Soc.,  vol.  22,  pp.  192, 483, 1874.    The  tables  cited  are  tnm  the  "Narrative." 
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water  of  the  ocean  contains  not  only  the  normal  carbonic  ions,  COj, 
but  also  a  considerable  proportion  of  the  bicarbonic  ions  HCOg. 
The  latter  ions  are  unstable,  and  their  existence  is  conditional  on 
temperature,  so  that  although  they  are  continually  forming  they  are 
as  continually  being  decomposed.  That  is,  between  the  ocean  and 
the  atmosphere  there  is  an  interchange  of  carbonic  acid,  which  is 
released  from  the  water  in  warm  climates  and  absorbed  again  in  the 
cold.  The  atmospheric  supply  of  carbon  dioxide  is  thus  alternately 
enriched  and  impoverished,  and  the  conditions  affecting  equilibrium 
are  of  several  kinds.  This  problem  has  been  elaborately  discussed 
by  C.  P.  Tolman,  jr.,'  from  the  standpoint  of  the  physical  chemist, 
and  his  memoir  should  be  consulted  for  the  detailed  argument.  The 
essential  features  of  the  evidence  upon  which  a  theoretical  discussion 
can  be  based  are  already  before  us.  We  have  considered  the  oceanic 
losses  and  gains  of  carbon  dioxide,  and  it  remains  to  correlate  them 
with  the  corresponding  changes  in  the  atmosphere.  This  can  not  be 
done  quantitatively,  for  the  rates  of  consumption  and  supply  are  not 
measurable.  In  particular,  the  carbon  dioxide  from  volcanoes  and 
volcanic  springs  is  not  a  determinable  quantity. 

That  the  surface  of  the  earth  has  been  subjected  to  climatic  alterna- 
tions, to  glacial  periods  and  epochs  of  greater  warmth,  is  a  conunon- 
place  of  geology.  To  account  for  such  changes,  various  astronomical 
and  physical  theories  have  been  proposed,  and  with  these,  of  course, 
chemistry  has  nothing  to  do.  Whether,  for  example,  the  solar  con- 
stant of  radiation  is  really  a  constant  or  not  is  a  question  which  the 
chemist  can  not  attempt  to  answer.  The  chemical  portion  of  the 
problem  is  all  that  concerns  us  now;  and  that  relates  to  the  variable 
carbonation  of  the  atmosphere. 

The  researches  of  Arrhenius  on  the  possible  cUmatic  significance  of 
carbon  dioxide  were  cited  and  criticized  in  a  previous  chapter,  and  we 
then  saw  that  its  variation  in  the  atmosphere  might  be  attributed  to 
fluctuating  volcanic  activity.  A  varjdng  supply  of  the  gas  was 
postulated,  and  its  influence  on  atmospheric  temperatures  was  shown 
to  offer  a  plausible,  but  not  well-sustained,  explanation  of  alternating 
climates.  A  variable  consumption  of  carbon  dioxide  would  obviously 
produce  much  the  same  effect,  and  it  is  therefore  evident  that  supply 
and  loss  must  be  considered  together.  Disregarding  for  the  moment 
the  doubtful  vaUdity  of  Arrhenius's  hypothesis,  we  may  consider  the 
interesting  work  of  T.  C.  Chamberlin,^  who  has  sought  to  show  that 
the  ocean  is  the  prime  agent  in  producing  the  observed  changes. 
The  supplies  of  carbon  dioxide  are  drawn  from  the  storehouse  of  the 

1  Jour.  Geology,  vol.  7, 1899,  p.  585.  Bee  also  momolrs  by  C.  J.  J.  Fox,  Trans.  Faraday  Soc.,  vol.  5, 1909, 
p.  68;  J.  StiegUtz,  Pub.  107,  Carnegie  Inst,  of  Washington,  1909,  p.  235;  £.  Ruppin,  Zeltschr.  anorg.  Chemie, 
vol.  66, 1910,  p.  122.    Ruppin  discusses  especially  the  alkalinity  of  sea  water. 

*  Jour.  Geology,  vol.  5, 1897,  p.  653;  vol.  6, 1898,  pp.  450,  G09;  vol.  7, 1809,  pp.  545,  667,  751.  Chamberlin's 
views  are  criticised  by  A.  Xrogh  in  Meddelelser  om  Groenland,  vol.  26, 1904,  pp.  333, 409. 
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ocean,  they  are  consumed  in  the  decomposition  of  siUcates  on  land, 
and  they  are  regenerated  by  the  action  of  Ume-secreting  animals, 
which  set  carbonic  acid  free,  as  well  as  by  changes  in  temperature.    . 

According  to  Chamberlin,  an  important  factor  in  climatic  vari- 
ation is  the  fluctuating  elevation  of  the  land.  During  periods  of 
maximum  elevation,  when  the  largest  land  surfaces  are  exposed  to 
atmospheric  action,  the  consumption  of  carbon  dioxide  in  rock 
weathering  is  great  and  the  air  becomes  impoverished.  When  depres- 
sion occurs  and  the  oceanic  area  enlarges,  a  smaller  quantity  of  siU- 
cates is  decomposed  and  less  carbonic  acid  disappears.  The  first 
change  is  thought  to  produce  a  lowering  of  temperature,  which  is 
increased  by  the  consequent  greater  absorbabiUty  of  carbon  dioxide  in 
sea  water;  the  second  causes  a  relative  rise,  intensified  by  a  release  of 
the  gas  from  solution.  Enlargement  of  land  area  impUes  a  low  tem- 
perature, whereas  a  decrease  is  conducive  to  warmth,  both  conditions 
hinging  on  the  variabiUty  produced  in  the  atmospheric  supply  of  car- 
bonic acid  and  its  effectiveness  as  a  retainer  of  solar  radiations. 

But  this  is  not  all  of  the  story.  A  depression  of  the  land  is  ac- 
companied by  an  increased  area  of  shoal  water  in  which  lime- 
secreting  organisms  can  flourish,  and  they  hberate  carbon  dioxide 
from  bicarbonates.  A  period  of  limestone  formation  is  therefore 
correlated  with  an  enrichment  of  the  atmosphere,  and  consequently 
with  the  maintenance  of  a  mild  climate.  The  ocean  is  the  great 
reservoir  of  carbonic  acid,  and  upon  its  exchanges  with  the  atmos- 
phere the  variations  of  climate  are  supposed  partly  to  depend.  This 
argument  does  not  exclude  consideration  of  the  volcanic  side  of  the 
problem,  but  the  oceanic  factor  seems  to  be  the  larger  of  the  two. 

Chamberlin's  theory  is  ingenious,  but  may  perhaps  carry  more 
weight  if  stated  in  somewhat  different  form.  C.  G.  Abbot  and  F.  E. 
Fowle/  who  have  studied  the  influence  of  the  atmosphere  upon  solar 
radiations  with  great  care,  show  that  in  the  lower  regions  of  the  atmos- 
phere water  vapor  is  present  in  such  quantities  as  almost  completely  to 
extinguish  the  radiation  from  the  earth  irrespective  of  the  presence 
of  carbon  dioxide.  They  therefore  say  that  ''it  does  not  appear 
possible  that  the  presence  or  absence  or  increase  or  decrease  of  the 
carbonic  acid  contents  of  the  air  are  likely  to  appreciably  influence 
the  temperature  of  the  earth's  surface." 

Water  vapor,  then,  is  the  chief  agent  in  the  atmospheric  regulation 
of  climate,  and  to  this  conclusion  Chamberlin's  theory  may  be 
adjusted.  When  the  area  of  land  surface  increases,  evaporation 
from  the  ocean  diminishes,  and  vice  versa.  The  climatic  conditions 
may  vary  as  Chamberlin  claims,  but  the  relative  dryness,  or  wetness 
of  the  atmosphere  may  be  the  true  cause  of  fluctuating  temperatures, 
rather  than  the  carbon  dioxide. 

1  Annals  Astropbys.  Obsery.,  yoI.  2, 1006,  pp.  172, 175. 
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INPIiUENCE  OF  MVING  ORGANISMS  ON  THE  OCEAN. 

One  other  important  factor  in  marine  chemistry  remains  to  be 
considered — ^namely,  the  influence  of  living  organisms.  These,  both 
plants  and  animals,  are  almost  incredibly  abundant  in  the  ocean/ 
and  their  vital  processes  play  a  great  part  in  its  chemical  activities. 
This  fact  has  already  been  noted  on  what  might  be  called  its  inor- 
ganic side — that  is,  with  reference  to  the  function  of  marine  organ- 
isms in  secreting  phosphate  and  carbonate  of  lime.  Coral  reefs  and 
the  submarine  oozes  are  made  up  of  animal  remains,  calcareous  or 
siliceous,  and  their  aggregate  amount  is  something  enormous. 

The  living  animals,  however,  do  much  more  than  to  secrete  inor- 
ganic material.  In  developing  they  absorb  large  quantities  of  car- 
bon, hydrogen,  nitrogen,  and  oxygen,  the  principal  constituents  of 
their  soft  tissues.  These  elements,  in  one  form  of  combination  or 
another,  are  released  again  by  decomposition  after  the  organism 
dies,  and  they  are  also  eliminated  to  a  certain  extent  by  the  vital 
processes  of  the  living  creatures.  Where  life  is  abundant  there  car- 
bon dioxide  is  abundant  also,  and  its  activity  as  a  solvent  of  calcium 
carbonate  is  greatest.'  The  relations  of  the  ocean  to  carbon  dioxide 
can  not  be  completely  studied  without  taking  into  account  both 
plant  and  animal  life. 

When  marine  animals  die  they  may  become  food  for  others,  the 
scavengers  of  the  sea,  or  they  may  simply  decompose.  The  latter 
fate,  obviously,  most  often  befalls  creatures  whose  soft  parts  are 
protected  by  hard  shells.  Water,  carbon  dioxide,  and  ammoniacal 
salts  are  the  chief  products  of  decomposition,  and  ammonium  car- 
bonate, thus  formed,  acts  as  a  precipitant  of  calcium  compounds.' 
The  calcium  carbonate  thus  thrown  down  is  in  a  finely  divided  con- 
dition, and  therefore  pecuUarly  available  for  absorption  by  coral 
and  shell  builders.  The  ammonium  salts  also,  as  shown  by  Murray 
and  Irvine,  are  food  for  the  marine  flora,  and  on  that  some  portions 
of  the  fauna  subsist. 

But  this  is  not  all.  Decomposing  organic  matter  reduces  the 
sulphates  of  sea  water  to  sulpliides,  which  by  reaction  with  carbonic 
acid  yield  sulphureted  hydrogen.  This  process,  as  shown  by  Murray 
and  Irvine,*  is  particularly  effective  in  bottom  waters  in  contact 
with  "blue  mud,"  and  by  it  local  changes  are  produced  in  the 
composition  of  the  waters  themselves.     Bacteria  also  assist  in  the 

1  The  abundance  of  life  in  the  ocean  is  admirably  stated  by  W.  K.  Brooks,  in  Jour.  Qeology,  vol.  2, 1804, 
p.  466.    Its  chemical  significance  can  hardly  be  exaggerated. 

«  See  W.  L.  Carpenter  In  C.  WyvUle  Thomson's  Depths  of  the  sea,  1874,  pp.  £02-511.  Where  COi  was 
abundant  in  bottom  waters,  the  dredge  brought  up  a  good  haul  of  living  forms.  Where  It  was  deficient, 
the  hauls  were  poor. 

s  See  J.  Murray  and  R.  Irvine,  Proc.  Roy.  Soc.  Edinburgh,  vol.  17, 1889,  p.  89. 

*  Trans.  Roy.  Soc.  Edinburgh,  vol.  37, 1895,  p.  481.  See  also  Challenger  Rept.,  Deep^ea  deposits,  1891, 
p.  254;  W.  N.  Hartley,  Proc.  Roy.  Soc.  Edinburgh,  vol.  21, 1897,  p.  25;  and  Murray  and  Irvine,  idem, 
p.  86. 
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process,  and  according  to  N.  Androussof/  this  H^S  fermentation  is 
especially  conspicuous  in  the  Black  Sea.  Some  of  the  hydrogen 
sulphide  passes  into  the  atmosphere  and  is  lost  to  the  ocean;  some 
of  it  reacts  upon  the  iron  silicates  of  the  sea  floor,  to  form  pyrite  or 
marcasite;  and  some  is  reoxidized  to  produce  sulphates  again. 
From  all  of  these  considerations  we  see  that  the  biochemistiy  of  the 
ocean  is  curiously  complex,  and  that  its  processes  are  conducted 
upon  an  enormous  scale.  The  magnitude  of  their  influence  can  not 
be  expressed  in  any  quantitative  terms,  and  must  long  remain  an 
unmeasured  factor  in  marine  statistics.  In  all  probability  the  cir- 
culation and  distribution  of  carbon  in  the  ocean  is  as  much  influ- 
enced by  hying  beings  as  by  exchanges  between  the  sea  and  the 

atmosphere. 

AGE    OF    THE    OCEAN. 

The  facts  that  we  can  estimate,  with  some  approach  to  exactness, 
the  absolute  amount  of  sodium  in  the  sea,  and  that  it  is  added  in  a 
presumably  constant  manner  without  serious  losses,  have  led  to  va- 
rious attempts  toward  using  its  quantity  in  geological  statistics.' 
The  sodium  of  the  ocean  seems  to  furnish  a  quantitative  datum  from 
which  we  can  reason,  whereas  calcium,  magnesium,  silica,  potassium, 
etc.,  are  more  or  less  deposited  from  solution,  and  so  become  una- 
vailable for  the  discussion  of  such  problems  as  that  of  geologic  time. 

Nearly  200  years  ago  Edmund  Halley '  suggested  that  the  age  of 
the  earth  might  be  ascertained  by  measuring  the  rate  at  which  rivers 
dehvered  salt  to  the  sea.  The  suggestion  was  of  course  fruitless  for 
the  time  being,  because  the  data  needed  for  such  a  computation  were 
undetermined,  but  it  was  nevertheless  pertinent,  and  it  now  seems 
to  be  approaching  reaUzation.  For  reasons  already  given,  the 
method  proposed  for  estimating  geologic  time  can  as  yet  be  only  ap- 
plied provisionally,  the  data  still  being  imperfect  although  rapidly 
accumulating.  The  present  state  of  the  problem  is  worth  consider- 
ing now. 

The  first  really  serious  attempt  to  measure  geologic  time  by  the 
annual  additions  of  sodium  to  the  ocean  seems  to  have  been  made  by 
J.  Joly*  in  1899.   Joly,  with  Murray's  figures  for  rainfall,  run-off,  and 

I  Guide  des  excursions  du  VII.  Cong.  g6ol.  intemat.,  No.  29. 

*  See,  for  example,  Chapter  I  of  the  present  volume,  where  the  relative  volumes  of  the  sedimentary  rocks 
are  estimated. 

>  Phil.  Trans.,  vol.  29,  1715,  p.  296.  See  an  abstract  In  Q.  F.  Becker's  Age  of  the  earth:  Smithsonian 
Misc.  CoU.,  vol.  56,  No.  6, 1910;  also  in  Science,  vol.  31, 1910,  p.  459. 

*  Trans.  Roy.  Dublin  Soc.,  2d  ser.,  vol.  7, 1899, p.  23, and  with  later  corrections,  Rept.  British  Assoc.  Adv. 
Sci.,  1900,  p.  369.  Criticized  by  W.  Mackie,  Trans.  Edinburgh  Geol.  Soc.,  vol.  8, 1902,  p.  240;  and  O.  Fisher, 
Geol.  llag.,  1900,  p.  124.  See  also  V.  von  Locinski,  Mitt.  K.-k.  geog.  Gesell.  Wien,  vol.  44, 1901,  p.  74.  He 
cites  a  paper  by  E.  von  Romer,  Kosmos,  vol.  25, 1900,  p.  1,  which  I  have  not  seen.  Related  memoirs  are 
by  E.  Dubois,  Proc.  Sec.  Sci.,  Amsterdam  Acad.,  vol.  3, 1901,  pp.  43, 116;  vol.  4, 1902,  p.  388;  H.  S.  Shelton, 
Chem.  News,  vol.  99, 1910,  p.  253:  Jour.  Geology,  vol.  18, 1910,  p.  190.  The  presidential  address  of  W.  J. 
Bellas  (Quart.  Jour.  Geol.  Soc.,  vol.  65, 1909,  p.  xU)  is  mainly  devoted  to  this  theme.  For  mors  details  see 
F.  W.  Clarke,  Smithsonian  Misc.  Coll.,  vol.  50,  No.  6, 1910,  and  G.  F.  Becker,  idem,  No.  6. 
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the  average  composition  of  river  water,  combined  with  Dittmar's 
analyses  of  oceanic  salts  and  an  estimate  of  the  mass  of  the  ocean, 
deduced  an  uncorrected  value  for  the  age  of  the  ocean  of  97,600,000 
years.    The  calculation  is  very  simple,  and  by  the  following  equation : 

Na  in  ocean  .         . 

1-— — ; — r-; =Age  of  ocean. 

Annual  Na  m  nvers 

Joly's  data,  however,  were  much  less  satisfactory  than  the  data 
now  at  hand,  as  given  in  this  and  the  preceding  chapter.  With  them 
the  equation  now  becomes 

14,130  XlO"      o^«^^^^^ 
'      158,357  X  l03-^^-^^^>^^^> 
the  crude  age  of  the  ocean  to  which  certain  corrections  are  yet  to  be 
applied.^    The  first  of  these  to  be  studied  tends  to  increase  the  quo- 
tient, others  to  diminish  it. 

A  part  of  the  sodium  found  in  the  discharge  of  rivers  is  the  so- 
called  "cyclic  sodium";  that  is,  sodium  in  the  form  of  salt  lifted 
from  the  sea  as  spray  and  blown  inland  to  return  again  to  its  source 
in  the  drainage  from  the  land.'  Near  the  sea  coast  this  cyclic  salt  is 
abundant;  inland  its  quantity  is  small.  The  table  given  in  Chapter 
II  illustrates  the  way  in  which  the  amount  falls  off  as  we  recede  from 
the  shore,  and  the  isochlors  of  the  New  England  "  chlorine  Xnaps" 
show  the  same  thing  most  conclusively.  Joly  estimates  that  the  cor- 
rection for  cyclic  salt  may  be  10  per  cent;  but  Becker  in  his  paper 
on  the  €tge  of  the  earth  has  discussed  the  isochlor  evidence  mathe- 
matically, and  found  that  6  per  cent  is  a  more  trustworthy  value. 
By  Ackroyd  the  significance  of  the  correction  is  enormously  overesti- 
mated. Adopting  Becker's  figure,  and  deducting  6  per  cent  from  the 
total  river  load  of  sodium,  the  remainder  becomes  148,846,000  metric 
tons,  which,  divided  into  the  sodium  of  the  ocean  gives  a  quotient  of 
94,712,000  years.  Joly's  correction  of  10  per  cent  is  very  nearly 
equivalent  to  the  assumption  that  the  entire  run-off  of  the  globe, 
6,524  cubic  miles,  according  to  Murray,  carries  on  an  average  one  part 
per  million  of  chlorine.  The  chlorine  maps,  so  far  as  they  have  been 
made,  show  this  figure  to  be  excessive. 

The  foregoing  correction  for  "  cyclic  salt "  is,  however,  not  final.  It 
has  already  been  suggested  that  the  wind-borne  salt  is  only  in  part 
restored  to  the  ocean,  at  least  within  reasonable  time.  Some  of  it  is 
retained  by  the  soil,  if  not  permanently,  at  least  rather  tenaciously; 

1  These  figuies  differ  from  fboee  given  in  my  Preliminary  study  of  chemical  denudation.  In  that  I  iiaed 
Dole's  data  for  American  rivers,  in  which  all  the  aUalles  were  reckoned  as  sodium  alone.  The  new  compu- 
tation Is  based  on  Palmer's  determinations  of  potassium,  which  must  be  subtracted  from  the  former  sum. 
The  latter  gave  175,040,000  metric  tons  Na  (-K),  as  against  the  158,357,000  Na  now  employed. 

*  For  the  quantities  of  salt  thus  transported  see  the  table  given  in  Chapter  II.  For  a  discussion  of  the 
significance  of  the  correction  for  cyclic  sodiimi,  see  J.  Joly,  Qeol.  Mag.,  1901,  pp.  344, 504;  Chem.  News,  vol. 
83,  p.  301 ;  and  British  Assoc.  Keport,  1900,  p.  309.  Also  W.  Ackroyd,  Oeol.  Mag.,  1901,  pp.  445, 568;  Chem. 
News,  vol.  83, 1901,  p.  265;  vol.  84, 1901,  p.  56. 
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and  the  portion  which  falls  into  depressions  of  the  land  may  remain 
undisturbed  almost  indefinitely.  In  arid  regions,  like  the  coasts  of 
Peru,  Arabia,  and  parts  of  western  Africa,  a  large  quantity  of  cycUc 
salt  must  be  so  retained  in  hollows  or  valleys  which  do  not  drain  into 
the  sea.  Torrential  rains,  which  occur  at  rare  intervals,  may  return 
a  part  of  it  to  the  ocean,  but  not  all.  Some  writers,  like  Ackroyd,^ 
for  example,  have  attributed  the  saline  matter  of  the  Dead  Sea  to  an 
accumulation  of  wind-borne  salt,  an  assumption  which  contains 
elements  of  truth,  but  is  probably  extreme.  A  more  definite  instance 
of  the  sort  is  furnished  by  the  Sambhar  salt  lake  in  northern  India, 
as  studied  by  T.  H.  Holland  and  W.  A.  K.  Christie.'  This  lake, 
situated  in  an  inclosed  drainage  basin  of  2,200  square  miles  and  over 
400  miles  inland,  appears  to  receive  the  greater  part,  if  not  all  of  its 
salt  from  dust-laden  winds  which,  during  the  four  hot,  dry  months, 
sweep  over  the  plains  between  it  and  the  arm  of  the  sea  known  as  the 
Rann  of  Cutch.  Analyses  of  the  air  during  the  dry  season  showed 
a  quantity  of  salt  so  carried  which  amounted  to  at  least  3,000  metric 
tons  over  the  Sambhar  lake  annually,  and  130,000  tons  into  Rajpu- 
tana.  These  quantities  are  sufficient  to  account  for  the  accumulated 
salt  of  the  lake,  which  the  authors  were  unable  to  explain  in  any 
other  way. 

Examples  like  this  of  the  Sambhar  lake  are  of  course  exceptional. 
In  a  rainy  region  salt  dust  is  quickly  dissolved  and  carried  away  in 
the  drainage.  Only  in  a  dry  period  can  it  be  transported  as  dust 
from  its  original  point  of  deposition  to  points  much  farther  inland. 
It  appears,  however,  that  some  salt  is  so  withdrawn,  at  least  for  an 
indefinitely  long  time,  from  the  normal  circulation,  and  should,  if  it 
could  be  estimated,  be  added  to  the  amount  now  in  the  ocean.  Such 
a  correction,  however,  would  doubtless  be  quite  trivial,  and,  there- 
fore, negligible;  and  the  same  remark  must  iq>ply  to  sJl  the  visible 
accumulations  of  rock  salt,  like  those  of  the  Stassfurt  r^on,  which 
were  once  laid  down  by  the  evaporation  of  sea  water.  The  saline 
matter  of  the  ocean,  if  concentrated,  would  represent  a  volume  of 
over  4,800,000  cubic  miles;  a  quantity  compared  with  which  all  beds 
of  rock  salt  become  insignificant. 

But  although  the  visible  accumulations  of  salt  are  relatively  insig- 
nificant, it  is  possible  that  there  may  be  quantities  of  disseminated 
salt  which  are  not  so.  The  sedimentary  rocks  of  marine  origin  must 
contain,  in  the  aggregate,  vast  amounts  of  saline  matter,  widely  dis- 
tributed, but  rarely  determined  by  analysis.  These  sediments,  laid 
down  from  the  sea,  can  not  have  been  completely  freed  from  adherent 
salts,  which,  insignificant  in  a  single  ton  of  rock,  must  be  quite  appre- 
ciable when  cubic  miles  are  considered.  The  fact  that  their  presence 
is  not  shown  in  ordinary  analyses  merely  means  that  they  were  not 

>  Chem.  News,  vol.  89, 1904,  p.  13.  >  Records  Geol.  Survey  India,  vol.  38»  1909,  p.  154. 
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sought  for.  Published  analyses,  whether  of  rocks  or  of  waters,  are 
rarely  complete,  especially  with  regard  to  those  substances  which 
may  be  said  to  occur  in  ''traces." 

It  is  perhaps  not  possible  to  evaluate  the  quantity  of  this  dissem- 
inated salt,  and  yet  a  maximum  limit  may  be  assigned  to  it.  In 
Chapter  I  it  was  shown  that  84,300,000  cubic  miles  *  of  the  average 
igneous  rock  would  yield,  upon  decomposition,  aU  the  sodium  of 
the  ocean  and  the  sedimentaries.  The  volume  of  the  sandstones 
would  be  approximately  15  per  cent  of  this  quantity,  or  12,645,000 
cubic  miles.  Assume  now  that  the  sandstones,  the  most  porous 
of  rocks,  contain  an  average  pore  space  of  20  per  cent,  or  2,529,000 
cubic  miles,  and  that  all  of  it  was  once  filled  with  sea  water,  repre- 
senting 118,730,000,000,000  metric  tons  of  sodium.  If  all  of  that 
sodium  were  now  present  in  the  sandstones,  and  chemical  erosion 
began  at  the  rate  assigned  to  the  rivers,  namely,  158,357,000  tons 
of  sodium  annually,  the  entire  accumulation  would  be  removed  in 
about  750,000  years.  This,  compared  with  the  crude  estimate 
already  reached  for  geologic  time  is  almost  a  negligible  quantity. 
The  correction  for  disseminated  salt  is  therefore  small,  and  not 
likely  to  exceed  1  per  cent. 

The  foregoing  calculations,  so  far  as  they  relate  to  the  age  of  the 
ocean,  imply  the  assumption  that  the  rivers  have  added  sodium  to 
the  sea  at  an  average  uniform  rate,  slight  accelerations  being  offset 
by  small  temporary  retardations.  For  the  moment  let  us  consider 
one  phase  of  this  suggested  variability.  The  present  rate  of  dischai^e 
has  been  hastened  during  modem  times  by  human  agency,  and  that 
acceleration  may  be  important  to  take  into  account.  The  sewage 
of  cities,  the  refuse  of  chemical  manufactures,  etc.,  is  poured  into 
the  ocean,  and  so  disturbs  the  rate  of  accumulation  of  sodium  quite 
perceptibly.  The  change  due  to  chemical  industries,  so  far  as  it 
is  measurable,  is  wholly  modem,  and  that  due  to  human  excretions 
is  limited  to  the  time  since  man  first  appeared  upon  the  earth.  Its 
exact  magnitude,  of  course,  can  not  be  determined,  but  its  order 
seenls  to  be  measurable,  as  follows: 

According  to  the  best  estimates,  about  14,500,000  metric  tons  of 
conmion  salt  are  annually  produced,  equivalent  to  5,700,000  tons  of 
sodium.  If  all  of  that  was  annually  returned  to  the  ocean,  it  would 
amount  to  a  correction  of  about  3.25  per  cent  on  the  total  addition  of 
sodium  to  the  sea.  The  fact  that  much  of  it  came  directly  or  indi- 
rectly from  the  ocean  in  the  first  place  is  immaterial  to  the  present 
discussion;  the  rate  of  discharge  is  affected.  All  of  tins  sodium, 
however,  is  not  returned;  much  of  it  is  permanently  fixed  in  manu- 
factured articles.     The  total  may  be  larger,  because  of  other  additions, 

1  This  quantity,  It  muflt  be  remembered,  is  a  maylmnm.    The  trae  value  ia  probably  very  much  less, 
by  10  per  cent  or  even  more. 
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excretory  in  great  part,  which  can  not  be  estimated,  but  we  may 
asBfume,  nevertheless,  a  maximum  of  3  per  cent  as  the  correction  to 
be  applied.  Allowing  6  per  cent,  as  already  determined,  to  cyclic  or 
wind-borne  sodium,  and  1  per  cent  to  disseminated  salt  of  marine 
origin,  the  total  correction  is  10  per  cent.  This  reduces  the 
158,357,000  tons  of  river  sodium  to  142,521,000  tons,  and  the  quo- 
tient representing  crude  geologic  time  becomes  99,143,000  years. 

The  corrections  so  far  considered  are  all  in  one  direction,  and 
increase,  by  a  roughly  evaluated  amount,  the  apparent  age  of  the 
ocean.  Other  corrections,  whose  magnitudes  are  more  uncertain, 
tend  to  compensate  the  former  group.  The  ocean  may  have  con- 
tained primitive  sodium,  over  and  above  that  since  contributed  by 
rivers.  It  receives  some  sodium  from  the  decomposition  of  rocks  by 
marine  erosion,  which  is  estimated  by  Joly  as  a  correction  of  less  than 
6  per  cent  and  more  than  3  per  cent  on  the  value  assigned  to  geologic 
time.  Sodium  is  also  derived  from  volcanic  ejectamenta,  from 
"juvenile"  waters,  and  possibly  from  submarine  rivers  and  springs. 
The  last  possibihty  has  been  considered  by  SoUas,^  but  no  numerical 
correction  can  be  devised  for  it.  These  four  sources  of  sodium  in  the 
sea  may  be  grouped  together  as  non-fluviatile,  and  reduce  the  numera- 
tor of  the  fraction  which  gives  the  age  of  the  ocean.  Whether  they 
exceed,  balance,  or  only  in  part  compensate  the  other  corrections  it 
is  impossible  to  say. 

From  the  foregoing  computations  it  is  to  be  inferred  that  the  age  of 
the  ocean,  since  the  earth  assumed  its  present  form,  is  somewhat  less 
than  100,000,000  years.  If,  however,  any  serious  change  of  rate  in 
the  supply  of  sodium  to  the  sea  has  taken  place  during  geologic 
time,  liie  estimate  must  be  correspondingly  altered.  This  side  of  the 
question  has  been  studied  by  G.  F.  Becker  in  the  memoir  already 
cited,  who  has  shown  that  the  rate  was  probably  greater  in  early 
times  than  now,  and  has  steadily  tended  to  diminish.  When  erosion 
began,  the  waters  had  fresh  rocks  to  work  upon.  Now,  three-fourths 
of  the  land  area  of  the  globe  are  covered  by  sedimentary  rocks  or  by 
detrital  and  alluvial  material,  from  which  a  large  part  of  the  sodium 
has  been  leached.  The  accessible  supply  of  sodium  has  decreased, 
and  it  may  be  supposed  that  at  some  remote  time  in  the  future  it  will 
be  altogether  exhausted.  From  considerations  of  this  order  Becker 
has  developed  an  equation  representing  the  supply  of  sodium  to  the 
ocean  during  past  time  by  a  descending  exponential,  and  has  shown 
that  the  age  of  the  ocean,  as  deduced  from  the  data  already  given, 
must  lie  somewhere  between  50  and  70  millions  of  years.  The  higher 
figure,  he  thinks,  is  closer  to  the  truth  than  the  lower  one.  If  the 
ocean  was  initially  saline  the  estimate  of  its  age  would  be  still  further 

1  Presidential  addresB,  Quart.  Jour.  Qeol.  Boo.,  May,  1900. 
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reduced.  Becker's  conclusions  are  fairly  accordant  with  the  results 
derived  from  physical,  astronomical  and  paleontological  evidence, 
although  the  study  of  radioactivity  among  minerals  has  led  to  much 
higher  figures  for  the  age  of  the  earth.  The  latter  line  of  evidence 
will  be  considered  in  another  chapter,  but  it  seems  that  the  rate  of 
chemical  erosion  offers  a  more  tangible  and  definite  mode  of  attack 
upon  the  problem  of  geologic  time.  The  problem  can  not  be  regarded 
as  definitely  solved,  however,  until  all  available  methods  of  estima- 
tion shall  have  converged  to  one  common  conclusion.^ . 

^A  valuable  summary  of  the  evidence  relative  to  the  age  of  the  earth,  by  J.  Joly,  appeared  in  Philos 
Mag.,  6th  aer.,  vol.  23,  leili  p.  35g. 
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CHAPTER  V. 

THE  WATERS  OF  CLOSED  BASINS, 

PRlSIilMINART  STATBMBNT. 

In  dealing  with  the  ocean  and  its  tribuatry  rivers  we  have  studied 
the  hydrosphere  in  its  larger  sense,  the  waters  all  forming  part  of  one 
great  system  of  circulation  which  can  be  treated  as  a  unit.  But  on 
all  the  continents  there  are  isolated  areas  from  which  the  drainage 
never  reaches  the  sea.  Streams  originate  in  the  higher  portions  of 
such  areas,  resembling  in  all  respects  those  tributary  to  the  ocean. 
Their  waters  gather  in  depressions  and,  ultimately,  by  the  concentra- 
tion of  their  saline  constituents  form  salt  or  alkaline  lakes  or  even 
dry  beds  of  solid  residues.  The  latter  condition  is  developed  in 
small  areas  of  great  aridity,  where  evaporation  is  so  rapid  that  no 
large  body  of  water  can  accumulate;  but  the  more  important  closed 
basins  are  characterized  by  the  formation  of  permanent  reservoirs, 
such  as  the  Caspian,  the  Great  Salt  Lake,  and  the  Dead  Sea.  Each 
basin  exhibits  individual  pecuUarities  of  more  or  less  local  origin, 
and  therefore  each  one  must  be  studied  separately.  No  such  imi- 
formity  as  that  shown  by  the  ocean  is  manifested  here,  although  in 
some  lakes  we  can  recognize  a  curious  approximation  in  chemical 
character  to  that  of  the  open  sea. 

THE   BONNEVIIjIjE   BASIN. 

To  American  students  the  most  accessible  and  therefore  the  most 
interesting  of  these  isolated  regions  is  that  known  as  "the  Great 
Basin"  in  the  western  part  of  the  United  States.  This  area  is  fuDy 
described  in  two  monographs  of  the  United  States  Geological  Survey,* 
in  which  it  is  represented  as  having  been  formerly  the  seat  of  two  great 
lakes,  Bonneville  and  Lahontan,  of  which  only  the  reronants  now 
exist.  The  Great  Salt  Lake  of  Utah  is  the  chief  remainder  of  Lake 
Bonneville  and,  with  its  accessory  waters,  may  well  occupy  our 
attention  first. 

The  water  of  Great  Salt  Lake  has  been  repeatedly  analyzed — on  the 
whole  with  fairly  concordant  results,  except  in  regard  to  salinity. 
The  latter  varies  with  changes  in  the  level  of  the  lake,  but  is  always 
several  times  greater  than  that  of  sea  water.  An  early,  incomplete 
analysis  by  L.  D.  Gale  and  a  questionable  one  by  H.  Bassett  are 

1  O.  K.  Qilbert,  Lake  Bomievffle:  ICofO.  1, 18B0.    I.  C.  RosseU,  The  geologloal  history  of  Lake  Lahontan: 
,Mon.  XI,  1S8& 
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hardly  worth  reproducing.*    The  other  available  data,  expressed  in 
percentages  of  total  salts,  are  as  follows: 

Analyses  of  water  from  Great  Salt  Lake. 

A.  ByO.D.Alleii,Rept.U.S.OeoLEzpl.40thPar.,vol.2,1877»p.433.  Water  collected  In  1800.  Atnwe 
of  boric  add  Is  alao  reported,  in  addition  to  the  substances  named  In  the  table.  Allen  also  glyes  analyses 
of  a  saline  soil  from  a  mud  fiat  near  Great  Salt  Lake.  It  contained  16.40  per  cent  of  soluble  matter  much 
like  that  of  the  lake  water. 

B.  By  Charles  Smart.  Cited  In  Resources  and  attractions  of  the  Territory  of  Utah,  Omaha,  1879. 
Analysis  made  in  1877. 

C.  By  E.  von  Cochenhausen,  for  C.  Ochsenius,  Zeltschr.  Deotach.  geol  OeselL,  vol.  34,  1882,  p.  3M. 
Sample  ooUected  by  Ochsenius  April  16, 1879.  Ochsenius  also  gtves  an  analysis  of  the  salt  manufactured 
from  the  water  of  Great  Salt  Lake. 

D.  By  7.  £.  Tahnage,  Science,  vol.  14, 1880,  p.  445.  Collected  In  1880.  An  analysis  of  a  sample  taken  In 
in  1885  is  also  given. 

£.  By  E.  Waller,  School  of  Mines  Quart. ,  vol.  14, 1802,  p.  67.    A  trace  of  boric  add  is  also  reported. 

F.  By  W.  Blum.  Collected  In  1004.  Recalculated  to  100  per  cent.  Reported  by  Talmage  in  Scottish 
Geog.  Mag. ,  vol.  20, 1904,  p.  424.  An  earlier  paper  by  Tahnage  on  the  lake  is  in  the  same  journal,  vol.  17, 
1901,  p.  617. 

G.  By  W.  C.  Ebaugh  and  K.  Williams,  Chem.  Zeitung,  vol.  32, 1906,  p.  400.    CoUected  hi  October,  1907. 
H.  By  W.  Macfiwlane,  Science,  vol.  32, 1910,  p.  568.    Collected  in  February,  1910.    A  number  of  other 

analyses,  complete  or  Incomplete,  are  dted  In  this  paper  by  Ebaugh  and  Macterlane. 


A 

B 

C 

D 

E 

F 

G 

H 

CI 

55.99 
trace 
6.57 

56.21 

55.57 

56.64 

55.69 
trace 
6.52 

56.25 
trace 
6.73 

55.11 

53  72 

Br 

SO. 

6.89 
.07 

6.86 

5.97 

6.66 

5.95 

COa 

Li 

trace 
33.15 

1.60 
.17 

2.52 

.01 

32.92 

1.70 

1.05 

2.10 

.01 

trace 
34.65 

2.64 
.16 
.57 

Na 

33.45 

(?) 
.20 
3.18 

33.17 

1.59 

.21 

2.60 

33.39 

1.08 

.42 

2.60 

32.97 

3.13 

.17 

1.96 

32.81 

K 

4.99 

Ca 

.31 

Mg 

2.22 

Fe,0,.  ALOa,  SiOo. . 

1 

Salinity,  per  cent. . . 

100.00 
14. 1  ;4 

100.00 
13.  790 

100.00  100.00 
15.671   19.558 

100.00 
o  23. 036 

100.00 

27.72 

100.00 
22.99 

100.00 
17.68 

a  More  correctly,  230.355  grams  per  liter. 

Although  the  salinity  of  the  lake  is  very  variable  and  from  four  to 
seven  times  as  great  as  that  of  the  ocean,  its  saline  matter  has  nearly 
the  same  composition.  The  absence  of  carbonates,  the  higher  sodium, 
and  the  lower  magnesium  are  the  most  definite  variations  from  the 
oceanic  standard;  but  the  general  similarity,  the  identity  of  type,  is 
unmistakable.  Gilbert  estimates  the  quantity  of  sodium  chloride 
contained  in  the  lake  at  about  400  millions  and  the  sulphate  at  30 
miUions  of  tons. 

For  the  waters  tributary  to  Great  Salt  Lake,  many  analyses  are 
available.^    The  following  table  relates  to  some  of  the  streams,  except 

I  They  are  cited  In  Gilbert's  monograph.    Bassett's  analysis  Is  exceedingly  hi|^  In  potasslom. 

1  In  addition  to  the  data  given  here,  see  analyses  by  J.  T.  Kingsbury,  of  City,  Red  Butte,  Farmington, 
Emigration,  Parleys,  Big  Cottonwood,  and  Little  Cottonwood  creeks,  cited  by  G.  B.  Richardson  in  Water- 
Supply  Paper  U.  S.  Geol.  Survey  No.  157, 1906,  p.  30;  analyses  made  in  1882  and  1884.  Field  Opamtlons 
Bur.  Soils,U.  S.  Dept.  Agr.,  1903,  p.  1138,  contains  analyses  of  Provo  River,  Spanish  Fork,  American  Fork, 
and  Dry,  Payscxi,  Hantaqnin,  Cimaaty  and  Warm  creeks,  but  the  analyst  is  not  named. 
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that  Sevier  Lake,  an  outlying  remnant  of  Lake  Bonneville,  is  included 
as  a  matter  of  convenience.  The  analyses  are  all  reduced  to  standard 
form,  with  bicarbonate  radicles  recalculated  to  normal  CO,.  Salinity 
is  stated  in  parts  per  million: 

Analyses  of  waters  tribiUary  to  Great  Salt  Lake. 

A.  Bear  River  at  Evanston,  Wyoming.    Analysis  by  F.  W.  Clarke,  Bull.  U.  S.  Oeol.  Survey  No.  9, 
1884,  p.  30. 

B.  Bear  River  at  Cofinne,  Utah,  near  its  mouth.    Analysis  received  from  the  Southern  Pacific  Railroad. 

C.  Jordan  River  at  Intake  of  Utah  and  Salt  Lake  canal.    Analysis  by  F.  K.  Cameron,  Rept.  No.  64, 
Bur.  Soils,  U.  S.  Dept.  Agr.,  1900,  p.  108. 

D.  Jordan  River  near  Salt  Lake  City.    Analysis  by  Cameron,  loc.  cit. 

£.  City  Creek,  Utah.    Analysis  by  T.  M.  Chatard,  BuU.  U.  8.  Oeol.  Survey,  No.  9, 1884,  p.  29. 

F.  Ogden  River  at  Ogden,  Utah. 

G.  Weber  River  at  month  of  canyon.    Analyses  F  and  O  made  under  the  direction  of  F.  K.  Cameron, 
Field  Operations  Dlv.  Soils,  U.  S.  Dept.  Agr.,  1900,  p.  226. 

H.  Sevier  Lake.    Analysis  by  Oscar  Loew,  Rept.  U.  S.  Geog.  Surveys  W.  100th  Mer.,  vol.  3, 1875,  p.  114. 
Sample  taken  In  1872. 


a 

SO4 

CO, 

Na 

K 

Ca 

Mr 

SiOU 

(Alte)A. 


Salinity,  parts  per  mil- 
lion  


2.68 

5.76 

52.68 

I  4.49 

23.69 
6.86 
3.84 


100.00 
185 


B 


32.36 

8.16 

2L53 

120.54 

10.12 

4.76 


2.53 


100.00 
637 


35.54 

26.54 

2.67 

126. 13 


34.76 

30.68 

trace 

123.04 

10.26 
L26 


100.00  100.00 

I 
892  I  1,090 


5.38 

2.87 

52.57 

I  3.74 

24.19 

7.15 

3.69 

.41 


100.00 
243 


F 


23.21 
5.65 

33.68 

11.31 
4.16 

16.05 
5.94 


100.00 

444 


G 


13.73 
9.25 

40.00 
8.37 
4.19 

18.19 
6.27 


52.66 
10.88 


33.33 


.12 
3.01 


100.00 
455 


100.00 
86,400 


Utah  Lake,  at  the  head  of  the  Jordan  River,  has  furnished  material 
for  a  most  instructive  series  of  analyses,  as  follows: 

Analyses  ofvxUerfrom  Utah  Lake. 

A.  By  F.  W.  Clarke,  Bull.  U.  8.  Oeol.  Survey  No.  9, 1884,  p.  20. 

B.  By  F.  K.  Cameron,  1809. 

C.  By  B.  E.  Brown,  1903. 

D.  Mean  of  three  analyses  by  A.  Seidell,  1904.    Samples  taken  in  May. 

E.  By  B.  E.  Brown,  1904.    Collected  August  31.    For  analyses  B,  C,  D,  and  £,  see  F.  K.  Cameron,  Jour. 
Am.  Chem.  80c.,  vol.  27, 1905,  p.  113.    AH  are  here  reduced  to  terms  of  normal  carbonates. 


B 


CI... 
SO*. 
CO3. 

Li... 
Na.. 
K... 
Ca... 
Sr... 


4.04 

42.68 
19.88 


35.48 

26.53 

2.66 


26.23 
28.49 
10. 23 


81 


18.24 


1  26.20 

/ 

7.58 


19.28 
2.34 
6.25 


6.08 
3.27 


1.55 


7.18 


24.75 

28.25 

12.35 

.06 

18.19 

2.17 

5.90 

.15 

6.18 

2.00 


26.87 

30.14 

8.48 


18.34 
1.75 
5.34 


6.85 
2.23 


Salinity,  parts  per  million . 


100.00 
306 


100.00 
892 


100.00 
1,281 


100.00 
1,165 


100.00 
1,254 
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Although  the  foregoing  analyses  are,  m  one  respect  or  another, 
incomplete,  they  tell  an  intelligible  story.  Bear  River  at  Evanston 
is  a  normal  river  water,  which  upon  evaporation  would  yield  mainly 
calcium  carbonate,  and  so,  too,  is  City  Creek.  Bear  River,  near  its 
mouthy  has  changed  its  character  almost  completely  and  has  evidently 
taken  up  large  quantities  of  sodium  chloride  from  the  soil.  Utah 
Lake,  in  the  twenty  years  intervening  between  the  earliest  and  latest 
analyses,  has  undergone  a  thorough  transformation,  and  its  salinity 
has  more  than  quadrupled.  From  a  fresh  water  of  the  sulphate  type 
it  has  become  distinctly  saline,  and  this  change  is  probably  a  result 
of  irrigation.  Its  natural  supplies  of  water  have  been  diverted  into 
irrigating  ditches,  and  at  the  same  time  salts  have  been  leached  out 
from  the  soil  and  washed  into  the  lake.  To  some  extent  these  salts 
have  been  brought  to  the  surface  as  a  result  of  cultivation,  so  much 
so  that  considerable  areas  of  land  bordering  upon  the  lake  have  ceased 
to  be  available  for  agriculture.  Its  outlet,  the  Jordan  River,  exhibits 
the  same  peculiarities.  As  for  Sevier  Lake,  which  is  now  reduced  to 
a  mere  pool  in  consequence  of  irrigation  along  its  sources,  its  water 
resembles  that  of  Great  Salt  Lake,  except  that  at  the  time  the  analysis 
was  made  it  was  only  about  half  as  saline. 

All  of  the  waters  tributary  to  Great  Salt  Lake,  so  far  as  they  have 
been  examined,  contain  notable  quantities  of  carbonates,  which  are 
absent  from  the  lake  itself.  These  salts  have  evidently  been  precipi- 
tated from  solution,  and  evidence  of  this  process  is  f oimd  in  beds  of 
ooUtic  sand,  composed  mainly  of  calcium  carbonate,  which  exist  at 
various  points  along  the  lake  shore.^  The  strong  brine  of  the  lake 
seems  to  be  incapable  of  holding  calcium  carbonate  in  solution. 

THE   IiAHONTAN   BASIN. 

The  Quaternary  Lake  Lahontan,'  which  once  covered  an  area  of 
8,400  square  miles  in  northwestern  Nevada,  is  now  represented  by  a 
number  of  relatively  small,  scattered  sheets  of  water  and  many 
alkaline  or  saline  beds.  Instead  of  one  large  basin  there  are  now 
several  basins,  and  each  one  is  fed  by  independent  sources  of  fresh 
water.  Each  lake,  therefore,  has  its  own  individual  peculiarities,  as 
the  various  analyses  show.  Some  of  the  lakes  exist  only  during  the 
humid  season,  when  large  areas  are  covered  by  a  thin  layer  of  water; 
others  are  permanent  sheets  of  considerable  depth.  Our  data  relate 
only  to  the  latter,  with  their  sources  of  supply. 

In  the  statement  of  some  analyses  precision,  in  a  certain  sense,  has 
been  sacrificed  to  uniformity.  In  strongly  alkaline  waters  the  radicle 
SiO,  may  possibly  exist  instead  of  the  colloidal  SiO,.  •  In  no  case^ 

i  See  analyses  by  R.  W.  Woodward,  cited  in  Rept.  U.  8.  Oeol.  Explor.  40Ui  Par.,  vol.  2, 1S77,  p.  435. 
Also  an  analysis  by  T.  M.  Chatard,  in  Bull.  U.  S.  OeoL  Survey  No.  228, 1904,  p.  331. 
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however,  is  the  silica  high  enough  to  cause  a  serious  error  in  this 
respect,  and  a  fraction  of  1  per  cent  will  cover  the  uncertainty.  A 
graver  criticism  might  be  based  upon  the  representation  of  all  the  car- 
bonates as  normal,  for  bicarbonates  are  undoubtedly  present  in  some 
of  the  waters,  which  on  evaporation  deposit  trona  in  large  quantities. 
If,  however,  we  regard  the  analyses  as  representing  the  percentage 
composition  of  ignited  residues,  the  suggested  objection  no  longer 
holds.  We  can  compare  our  data  upon  the  uniform  basis  adopted 
hitherto,  and  leave  the  question  of  bicarbonates  for  separate  con- 
sideration later.  The  divergent  character  of  the  analyses  seems  to 
render  some  such  procedure  necessary.  It  is  only  by  eliminating 
variables  that  we  can  secure  comparable  results. 

In  the  next  table  two  groups  of  analyses  appear.  Lake  Tahoe,  a 
typical  mountain  lake  of  great  purity,  empties  through  the  Truckee 
River,  which  terminates  in  Winnemucca  and  Pyramid  lakes.  These 
waters  are  included  in  the  first  group.  The  second  comprises  the 
Walker  River  and  Walker  Lake.  The  individual  analyses,  which, 
except  when  otherwise  stated,  are  recalculated  from  the  laboratory 
records  of  the  Survey,  are  as  follows: 

Analyses  o/Lahontan  waters — /. 

A.  Lake  Tnhoe,  California.    Analysis  by  F.  W.  Clarke. 

B.  Truckee  River,  Nevada.  Mean  of  two  concordant  '<boiler-water  analyses"  recdved  from  the 
Southern  Pacific  Railroad. 

0.  Pyramid  Lake,  Nevada.    Mean  of  four  concordant  analyses  by  Clarke. 

D.  Winnemnoca  Lake,  Nevada.    Analysis  by  Clarke. 

E.  Walker  River,  Nevada.    Analysis  by  Clarke. 

F.  Walker  Lake,  Nevada.  Mean  of  two  analyses  by  Clarke.  For  analyses  A,  C,  D,  E,  and  F,  see 
BuU.  U.  S.  Geol.  Survey  No.  9. 1884. 


A 

B 

c 

D 

E 

P 

CI 

3.18 

7.47 
38.73 
10.10 

4.56 
12.86 

4.15 
18.95 

7.59 

12.87 

33.30 

1  17. 26 

n.02 
3.49 

}  14.47 

4L04 

5.25 

14.28 

33.84 

2.11 

.25 

2.28 

.95 

47.88 

3.76 

7.93 

36.68 

L94 

.55 

.49 

.77 

7.60 

16.14 

30.34 

1  18.07 

12.96 
2.21 

12.78 

23.77 

so^      

21.29 

col      ;:: 

17.34 

Na!::::::.. 

1     34.83 

K 

Ca 

.90 

Mg 

1.56 

SiOo 

.31 

(AlFe^,0, 

X"****  ^/2'^8 

Salinity  parts  per  million 

100.00 
73 

100.00 
153 

100.00 
3,486 

100.00 
3,602 

100.00 
180 

100.00 
2,600 

The  changes  shown  by  these  waters  ^  are  elaborately  discussed  by 
Russell  in  his  work  on  Lake  Lahontan.  Ordinary  fresh  waters  rich 
in  carbonates  and  in  calcium  are  concentrated,  and  the  lime  salts  are 
finally  thrown  out  in  the  form  of  tufa.    The  tufa,  however,  instead  of 

1  Exoept  that  of  analysis  B,  which  is  more  reoent. 
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being  an  oolitic  or  granular  deposit,  as  in  the  Bonneville  basin,  is  in 

the    form    of    crystals,    "thinolite,"    pseudomorphous    after    some 

unknown  mineral,  which  may  have  been  a  calcium  chloro-carbonate. 

This  peculiar  variety  of  tufa  is  characteristic  of  the  Lahontan  basin; 

but  the  mode  of  its  formation  is  uncertain.^ 

Four  more  analyses  of  Lahontan  waters  remain  to  be  considered, 

as  follows: 

Analyses  of  Lahontan  waters — II. 

0.  Humboldt  River,  Nevada.    Analysis  by  T.  M.  Chatard. 

H.  Humboldt  Lake,  Nevada.  Analysis  by  O.  D.Allen,  Kept.  U.  S.  Oeol.  Explor.  40th  Par.,  vol.  2, 
1877,  p.  743. 

1.  Tbe  large  Soda  Lake,  Ragtown,  Nevada.    Surface  sample.    Analysis  by  Cbatard. 

J.  The  large  Soda  Lake,  sample  from  a  depth  of  30.5  meters.  Analysis  by  Chatard.  For  these  analyses 
of  Chatard 's  see  Bull.  U.  S.  Qeol.  Survey  No.  9,  1884.  An  earlier  analysis  of  Soda  Lake  by  O.  D.  Allen 
is  given  in  the  Fortieth  Parallel  report,  vol.  2, 1877,  p.  748.  It  is  less  complete  than  Chatard's,  but  other- 
wise not  very  different.    This  water  contains  bicarbonates.    Specific  gravity,  1.101. 


CI... 
SO4.. 

K.... 
Ca.... 

Mg... 
SiC 


Salinity,  parts  per  million. 


2.19 
13.92 
39.55 


31.82 

3.27 

2L57 

.07 


36.51 
10.36 
13.78 


36.38 
10.50 
15.89 


13.63 
2.92 

14.28 

3.62 

9.51 

.38 


29.97 
6.54 
1.35 
1.88 
3.53 


.25 

36.63 

2.01 


.26 

35.38 

2.13 


.22 
.24 


.21 
.25 


100.00 
361 


100.00 
929 


100.00 
113, 700 


100.00 
113,700 


The  first  two  of  these  analyses  show  the  change  from  river  to 
lake  water  very  clearly.  There  is  a  concentration  of  chlorides  and 
a  relative  loss  in  siUca,  magnesium,  and  calcium.  The  water  of  Soda 
Lake  is  more  than  three  times  as  concentrated  as  sea  water,  and  of 
an  entirely  different  type.  It  has  no  visible  supply  of  water  except 
from  springs  near  its  margin,  and  at  certain  times  it  deposits  trona 
and  also  gaylussite  in  notable  quantities.  Gaylussite  is  a  carbonate 
of  calcium  and  sodium,  but  no  calcium  is  shown  by  Chatard's  analy- 
ses. It  must,  therefore,  be  deposited  by  the  lake  about  as  rapidly 
as  it  is  received.     The  tributary  springs  have  not  been  investigated. 

The  Lahontan  waters,  then,  are  distinctly  alkaline,  whereas  the 
lakes  of  the  Bonneville  basin  are  salt.     The  cause  of  the  difference 

1  See  discussion  by  £.  S.  Dana,  in  Bull.  U.  8.  Oeol.  Survey  No.  12, 1884.  Calcite  pseudomorphs,  simi- 
lar to  thinolite  and  called  pesudogaylussite,  have  been  discussed  by  F.  J.  P.  van  Calker  (Zeitschr.  Kryst. 
Kin.,  vol.  28, 18d7,  p.  556)  and  C.  O.  Trechmann  (idem,  vol.  35, 1902,  p.  283).  The  Australian  glendonite 
Is  calcite  pseudomorphous  after  glauberlte,  and  sometimes  forms  crystals  15  to  20  inches  long.  See  T.  W.  E. 
David,  Rec.  Oeol.  Survey  New  South  Wales,  vol.  8, 1905,  p.  162. 
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must  be  sought  in  the  sources  from  which  the  waters  are  derived, 
and  one  distinction  is  clear.  Great  Salt  Lake  is  fed  by  streams  and 
springs  which  flow  in  great  part  through  sedimentary  formations. 
Its  saline  matter  is  a  concentration  of  old  salts  which  were  laid  down 
long  ago.  The  Lahontan  lakes,  on  the  other  hand,  are  suppUed  with 
water  from  areas  of  igneous  rocks,  in  which  rhyolites  and  andesites 
are  especially  abundant  and  from  which  the  alkaUes  may  be  obtained. 
They  represent,  therefore,  a  primary  concentration  of  leached  mate- 
rial, as  contrasted  with  the  secondary  origin  of  the  Bonneville  brine. 
The  difference  is  easily  recognized,  but  it  does  not  explain  all  of  the 
phenomena.  To  account  for  the  large  amounts  of  chlorine  in  the 
waters,  particularly  in  that  of  Great  Salt  Lake,  is  not  so  easy  a 
matter.  So  far  as  I  am  aware,  no  plausible  solution  of  the  latter 
problem  has  yet  been  suggested.  The  cosmological  speculations, 
which  help  us  in  the  case  of  the  ocean,  hardly  seem  to  be  appUcable 

here. 

LAKES    OF    CALIFORNIA. 

Li  California  there  are  a  number  of  alkaline  lakes  having  a  gen- 
eral resemblance  to  those  of  the  Lahontan  basin.  The  following 
analyses  are  available,  and  in  them,  as  usual,  bicarbonates,  if  reported, 
have  been  reduced  to  normal  form. 
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AnalyMS  of  water  from  alkaline  lakes  in  California. 

A.  Mono  Lake.  Analysts  by  T.  M.  Chatard,  Bull.  U.  S.  Geol.  Surrey  No.  60,  p.  63,  1S90.  Sample 
taken  In  1882.  Spedflo  gravity,  1.046.  An  improbable  analysis  of  Mono  Lake  water,  by  Wlnelow  Ander- 
son, is  given  in  his  Mineral  springs  and  health  resorts  of  California,  San  Frandsoo,  1802,  p.  198.  In  it  the 
calcium  salts  predominate  over  all  others. 

B.  Owens  River  at  Charlies  Butte.  Mean  of  38  ten-day  composite  samples,  taken  between  December 
31, 1007,  and  December  31,  1008.  Average  analysis  by  W.  Van  Winkle  and  F.  M.  Eaton,  Water-Supply 
Paper  U.  S.  Oeol.  Survey  No.  2?7,  p.  121.  A  similar  annual  average  Is  given  for  the  water  at  Round  Valley, 
farther  upstream. 

C.  Owens  Lake.  Analysis  by  Chatard,  op.  cit.,  p.  58.  Specific  gravity,  1.062.  For  an  early  analysis 
of  Owens  Lake  see  O.  Loew,  Ann.  Rept.  Geog.  Surveys  W.  100th  Mer.,  1876,  p.  190. 

D.  Owens  Lake.  Analyds  by  C.  H.  Stone,  cited  by  W.  T.  Lee  in  Water-Supply  Paper  U.  8.  Oeol. 
Survey  No.  181, 1006,  p.  22.    Sample  taken  In  August,  1905. 

E.  Black  Lake,  near  Benton,  Mono  County.    AnalyiAs  by  Loew,  op.  dt.,  p.  191. 

F.  Tulare  Lake  inl880. 

G.  Tulare  Lake  in  1889.  Analyses  F  and  G  by  £.  W.  Hllgard,  Appendix  to  Rept.  Univ.  California 
Exper.  Sta.,  1900.    This  lake  has  an  outlet  during  floods,  but  not  at  other  times. 

H.  Borax  Lake.  Analysis  by  W.  H.  Melville,  published  by  G.  F.  Becker  in  Mon.  U.  8.  Geol.  Survey, 
vol.  13, 1888,  p.  265.  In  addition  to  the  substances  named  in  the  table,  the  original  residue  contained  4.5 
per  cent  of  organic  matter. 


A 

B 

C 

D 

E 

F 

G 

H 

CI 

23.34 

9.49 

25.67 

24.82 

7.68 
trace 
trace 
13.24 
37.73 
trace 
trace 

17.38 

20.26 

32.27 

Br 

.04 

I 

8O4 

12.86 
23.42 

15.53 
29.84 

9.95 
23.51 

9.93 

24.55 

.11 

.14 

.45 

.03 

38.09 

1.62 

trace 

.02 

.01 

.14 

16.91 
26.55 

20.77 
19.55 

.13 

CO3 

22.47 

po! 

,02 

BX)r 

.32 



.48 

.48 

5.05 

no/. :.. 

Li.. 

trace 

39.05 

2.03 

Na 

37.93 
1.85 

U9. 83 
/ 

37.83 
2.18 

33.51 
1.82 

35.79 
2.44 

38.10 

K 

1.52 

Rb,  Cb 

Ca 

.04 

.10 

.14 

trace 

trace 

8.92 

3.45 

12.37 

*".'69' 

.02 
.01 
.29 
.04 
.02 

'.27 

1.50 

1.78 

.55 

.28 
.26 
.65 

.03 

Mr 

.35 

SiO- 

.01 

A1,0. 

FeoO. 

.01 

Mn,0, 

wo!v::::;:::::::::: 

1 

.05 

Salinity,     parts     per 
miHinn 

100.00 
51, 170 

100.00 
339 

100.00 
72,700 

100.00 
213.700 

100.00 
18,500 

100.00 
1,360 

100.00 
4,910 

100.00 
76,560 

Like  Soda  Lake,  Owens  and  Mono  lakes  both  yield  trona  on  evapo- 
ration; and  at  Owens  Lake  it  has  been  prepared  on  a  commercial  scale.^ 
Soda  Lake  was  also  utilized  at  one  time  for  the  same  purpose. 
Borax  Lake,  according  to  Becker,  derives  its  boron  from  neighboring 
hot  springs.     It  deposits  some  calcareous  sinter. 

1  See  Chatard's  memoir  on  "natural  soda"  in  Bull.  U.  S.  Geol.  Survey  No.  60, 1800.    The  nature  of  the 
product  will  be  considered  later  in  the  chapter  on  saline  residues. 
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NORTHERN    IiAKES. 

The  region  of  alkaline  lakes  continues  northward  from  Nevada  and 
California,  and  several  of  the  waters  have  been  analyzed.  The 
analyses  are  given  in  the  subjomed  table. 


Analyus  of  water  from  northern  alkaline  lakes. 


An 


A.  Abert  Lake,  Oregon.    Analysis  by  T.  M.  Chatard,  Bull.  U.  S.  Oeol.  Survey  No.  60, 1S90,  p.  55. 
eariier  analysis  by  Taylor  is  not  in  accord  with  this. 

B.  Harney  Lake,  Oregon.    Analysis  by  George  Stetger  in  the  laboratory  of  the  Survey. 

C.  Soap  Lake,  Washington.    Analysis  by  Steiger,  Bull.  U.  S.  Oeol.  Survey  No.  113, 18Q3,  p.  113. 

D.  Soap  Lake.    Analysis  by  H.  G.  Kni^t,  Ann.  Rept.  Washington  Geol.  Survey,  vol.  1, 1901,  p.  296. 
£.  Moses  Lake,  Washington.    Analysis  by  Knight,  op.  dt,  p.  294. 

F.  Ooodenough  Lake,  a  shaUow  pond  28  miles  north  of  Clinton,  British  Columbia.    Analysis  by  F.  G. 
Wait,  Ann.  Rept.  Geol.  Survey  Canada,  new  ser.,  vol.  11, 1898,  p.  48  R. 


a 

SO4.... 
CO3... 
PC,... 

BA-. 

Na 

K 

Ca.... 
Mg.... 
SiO,.. 

Fe,0,. 


Salinity,  parts  per  million. 


36.04 

L90 

20.67 


39.33 
L44 


.62 


100.00 
39, 172 


27.60 

7.67 

25.87 


.92 

36.78 

L91 

none 

.07 

.28 

none 

none 


100.00 
10,477 


13.28 
16.44 
30.22 


39.60 

trace 
.04 
.42 


100.00 
28, 195 


12.87 

16.79 

29.73 

.49 


38.14 
L22 
trace 
.29 
.47 
trace 
trace 


100.00 
27,416 


3.88 

2.87 

5L66 


19.86 


8.41 
7.25 
5.06 

1.11 


100.00 
2,966 


7.64 

7.08 

41.41 

.62 

trace 
36.17 

6.65 
.02 
.04 
.04 


100.00 
103, 470 


All  of  these  waters  contain  bicarbonates.  Goodenough  Lake  de- 
posits natron,  NajCOj.lOHjO,  of  which  an  analysis  is  given.  Moses 
Lake,  the  most  dilute  of  all,  is  the  only  one  which  carries  appreciable 
quantities  of  lime  and  magnesia.  From  the  more  concentrated  waters 
these  bases  disappear  almost  completely.  In  Moses  Lake  they  must 
be  held  in  solution  by  an  excess  of  carbonic  acid,  although  no  such 
excess  is  shown  in  the  figures  reported. 
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A  few  saliDe  lakes  situated  east  of  the  Rocky  MouDtains  have  been 
studied  to  s^ome  extent.     The  analyses  are  as  follows: 

Analyses  of  water  from  saline  lakes  east  of  the  Rocky  Mountains. 

A.  WUmin^n  Lake,  Wyoming.    Analysis  by  £.  E.  Sloason,  Bull.  Wyoming  Exper.  Sta.  No.  M,  IWl. 

B.  Big  Lake. 

C.  Track  Lake. 

D.  Red  Lake.  These  three  lakes  are  known  as  the  Laramie  or  Union  Pacific  Lakes  of  Wyoming.  They 
are  usually  dry,  but  in  1888  were  filled  with  water.  Analyses  by  H.  Pemberton  and  G.  P.  Tucker,  Jour. 
Franklin  Inst.,  vol.  135, 1803,  p.  52. 

E.  Old  Wives  or  Chaplin  Lake,  Saskatchewan,  Canada.  Analysis  by  F.  J.  Alway  and  R.  A.  Gortner, 
Am.  Chem.  Jour.,  vol.  37, 1907,  p.  3.    Recalculated  to  100  per  cent  from  the  orlfilnal  summation  of  08.56. 

F.  Devils  Lake,  North  Dakota.  Analysis  by  H.  W.  Daudt,  Quart.  Jour.  Univ.  North  Dakota,  vol.  1, 
1911,  p.  235.    Reduced  to  standard  form.    Ca,  0.04:  SlOa,  12.2;  R|0|,  4.0  parts  per  million. 


A 

B 

C 

D 

E 

P 

CI 

10.78 
16.62 
32.75 

8.85 
58.16 

2.74 
64.30 

3.06 
64.57 

4.98 

61.86 

1.54 

10.46 

so. 

54.07 

CO, 

4.24 

bA 

2.03 
27.00 

1.14 
30.20 

.57 
29.89 

Na' 

39.86 

30.65 
trace 
trace 
.97 
trace 
trace 

25.88 

K 

Ca 

.93 
3.03 

.53 
1.09 

.59 
1.32 

trace 

5.36 

ALOa. 

trace 

SiO-. 

trace 

Salinity  ,a  parts  per  million 

100.00 
119,  700 

100.00 
52,600 

100.00 
77,300 

100.00 
93,100 

100.00 
27,300 

100.00 
11,278 

a  These  figures  for  salinity  have  little  or  no  significance,  because  the  ''lakes"  vary  from  dry  masses  of 
salts  to  solutions  of  differing  concentration.  For  additional  information  about  them  see  L.  C.  Ricketts, 
Ann.  Rept.  Territorial  Geologist  Wyoming,  1888,  p.  45;  and  A.  R.  Schults,  Bull.  U.  S.  Geol.  Survey  No. 
430, 1910,  p.  570. 

Four  of  these  lakes  are  essentially  solutions  of  sodium  sulphate, 
and  resemble  certain  bodies  of  water  on  the  Russian  steppes. 
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CENTRAL.   AND    SOUTH   AMERICA. 

For  the  saline  waters  of  Central  and  South  America  the  chemical 
data  are  very  scanty.     Four  analyses,  however,  may  be  cited  here: 

Analyses  of  saline  waters  from  Central  and  South  America. 

A.  Lake  ChiclMn-Kaiub  ("Uttte  am"),  Yucatan.  Analysis  by  J.  L.  How«  and  H.  D.  CampbeU,  Am. 
Jour.  Sci.,  4th  ser.,  vol.  2, 1886,  p.  413.  Two  samples  were  analyzed,  and  that  from  the  middle  of  the  lake 
is  giyen  below.    The  water  deposits  gypsum. 

B.  Lagoon  of  Tamsntica,  Chile.  Bee  F.  J.  San  Rom^,  Deslerto  i  oovdlllens  de  Atacama,  vol.  3,  Santiago 
deChile,]«)2,p.l90. 

C.  Rio  Saladlllo,  Argentina.  Analysis  by  Siewert,  reported  by  A.  W.  Stelmer,  Beitrftge  zur  Oeologie 
aiMl  Palaeontologle  der  argentinischen  Republllc,  1885.  Sample  taken  at  Puente  del  Monte.  The  river 
empties  into  the  Lagunade  los  Porongos.  It  is  salt  during  drought,  nearty  fresh  in  the  lainy  season.  SteU- 
xwr  estimates  that  it  cairies  into  the  lagnna,  annually,  584,£(j6,20O  kikigrams  of  salts.  Stelzner  also  gives 
analyses  by  Doering  of  the  SaladUlo  between  Salta  and  Jujuy,  and  of  Anoyo  Salado  hi  Patagonia. 

n.  Lagima  de  EpecuAi,  Argentina.    Analysis  by  M.  M.  Legiiizamdn,  Trabajos  Cuarto  Cong.  dent.  Pan- 
o,  vol.  4,  Santiago,  1910,  p.  258. 


A 

B 

C 

D 

CI 

8.14 
58.64 

50.44 
9.17 

56.74 
4.82 

42.96 

so. 

17.19 

CO, 

2.13 

NO, 

2.14 
35.35 

2.29 
.01 
.60 

Na 

n.99 

.43 

13.49 

7.31 

36.40 

37.72 

K 

Ca 

L63 
.41 

Mg 

100.00 
4,446 

100.00 
285,500 

100.00 
108,250 

100.00 
285,000 

CASPIAN    SEA   AND    SEA  OF   ARAIj. 

The  greatest  of  all  the  closed  basins  is  that  of  the  Caspian  Sea, 
which  was  formerly  connected,  through  the  Black  Sea,  with  the  gen- 
eral oceanic  circulation.  It  is  also  probable  that  the  Sea  of  Aral  was 
at  some  time  a  part  of  the  same  great  body  of  water,  and  therefore 
the  two  sheets  are  properly  to  be  considered  together.  Many  smaller 
saline  lakes  are  scattered  through  the  Caspian  depression,  some  of 
them  being  recent  concentrations  from  overflows,  while  others  are  of 
much  older  origin.* 

The  Caspian  Sea,  however,  is  something  more  than  a  segregated 
remnant  of  the  ocean.  Its  water  is  diluted  by  the  influx  of  the 
Volga,  the  Ural,  and  other  important  streams,  so  that  its  composition 
is  intermediate  between  that  of  a  river  and  that  of  the  open  sea. 
Its  salinity  is  relatively  low  and  very  variable.  At  the  north  end, 
near  the  mouth  of  the  Volga,  the  water  is  only  brackish;  in  the  deeper 
southern  portions  it  is  much  Salter.  On  the  eastern  side  of  the  Cas- 
pian there  is  a  large  gulf,  the  Karaboghaz,  into  which  a  current 

1  For  analyses  of  some  of  these  waters,  the  Elton,  Bogdo,  Indersk,  and  Stepanova  lakes,  see  Roth» 
Allgemelne  and  chemisohe  Oeologie,  vol.  1,  p.  460.  Modem  and  complete  analyses  are  much  to  be  desired; 
the  old  ones  are  unsatiafbctoiy . 
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continually  flows,  through  a  shallow  channel,  with  no  compensating 
return.  This  current,  it  is  estimated,  carries  daily  into  the  gulf 
350,000  tons  of  salt;  and  therefore  the  salinity  of  the  Karaboghaz  is 
steadily  increasing.  Its  waters  no  longer  support  animal  life,  and 
saline  deposits  are  forming  upon  its  bottom.  Near  its  margin 
gypsum  crystals  are  formed;  toward  the  center  of  the  gulf  sodium 
sulphate  is  deposited.^  The  latter  substance  is  thrown  down  only 
during  the  winter  months,  for  at  summer  temperatures  the  Karabo- 
ghaz brine  is  an  unsaturated  solution.  In  cold  weather  it  is  saturated 
with  respect  to  sodium  sulphate,  but  not  for  the  chloride,  and  the 
latter  remains  dissolved.^  The  separation  of  salts  by  fractional 
crystallization  is  thus  well  exemplified. 

To  illustrate  the  composition  of  the  Caspian  and  allied  waters,  a 
few  analyses  must  suffice.  The  older  data  can  be  found  in  the  works 
of  Bischof  and  Roth.    The  following  examples  are  fairly  typical: 

Analyus  of  Caspian  and  allied  waters . 

A.  Caspian  Sea.    Mean  of  five  analyses  by  C.  Schmidt,  BtiU.  Acad.  St.  Petersburg,  vd.  24, 1878,  p.  177. 

B.  Caspian  Sea.  Analysis  by  A.  Lebedintzefl,  cited  by  W.  Stahl,  Natur.  Wochenachr.,  vol.  20,  1905, 
p.  689. 

C.  Karaboghas  Qolf.    Analysis  by  Schmidt,  loc.  cit. 

D.  Eaiaboghas  OulC    Analysis  by  LebedintxelT,  cited  by  Stahl,  loc  cit. 

B.  Tlnetzky  Lake,  a  residue  of  concentration  from  the  Caspian.    Analysis  by  Schmidt,  loc.  cit. 

F.  Sea  of  Aral  Analysis  by  Schmidt,  cited  from  Roth,  Ailgom.  chem.  Oeol.,  vol.  1,  p.  465.  Schmidt's 
analyses  report  blcarbonates,  which  are  here  reduced  to  normal  salts.  I  have  also  consolidated  the  insig- 
nificant quantities  of  silica,  phosphoric  acid,  and  ferric  oxide,  which  were  determined  separately. 

0.  Sea  of  Aral.  Analysis  by  Stepanow,  cited  by  B.  Sowetow,  Ann.  Hydrog.  und  Marit.  Meteorolog., 
1910,  p.  658.  Other  recent  analyses  are  also  mentioned,  probably  from  the  monograph  by  L.  Berg  on  the 
Sea  of  Aral,  published  by  the  Russian  Geographical  Society,  a  work  which  I  have  not  seen. 

H.  The  River  Atrek,  a  western  tributary  of  the  Caspian.  Mean  of  two  analyses  by  F.  K.  Otten,  Jahreaber. 
Chemie,  1881,  p.  1442.    Analyses  of  the  tributary  rivers  Sumbar  and  Tschandyr  are  also  given. 


A  . 

B 

C  . 

.   D 

£ 

F 

G 

H 

CI 

42.04 
.05 

23.99 
.37 

24.70 

.54 

.02 

2.29 

5.97 

.03 

41.78 
.05 

23.78 
.93 

24.49 
.60 

"2.' 60' 

5.77 

53.32 

.06 

17.39 

"ii.'5i' 

1.83 
.06 

15.83" 

50.26 
.08 

15.57 
.13 

25.51 
.81 

"".'57' 
7.07 

47.99 

.13 

21.25 

is.' 46* 
.24 
.01 
.01 

11.91 

35.40 
.03 

30.98 
.85 

22.62 

.54 

.02 

4.02 

5.50 

.04 

35.63 

19.33 

Br 

80. 

31.27 

.10 

22.05 

1.07 

43.09 

CO, 

6.09 

Na 

19.03 

K 

Rb 

Ca 

4.48 
5.40 

5.98 

Mg 

5.40 

SiO,,  PO4,  Fe^O, 

1.08 

Salinity,  per  cent 

100.00 
1.294 

100.00 
1.267 

100.00 
28.50 

100.00 
16.  396 

100.00 
28.90 

100.00 
1.084 

100.00 
1.067 

100.00 
1.495 

Analyses  C  and  D  show  that  the  Karaboghaz  varies  from  time  to 
time,  both  in  composition  and  in  concentration. 

1  See  S.  Kusnetsofl,  Zeitsohr.  prakt.  Oeologie,  1898,  p.  26. 

s  See  N.  S.  KumakofI,  Verhandl.  Russ.  k.  mln.  Qesell.,  2d  ser.,  vol.  38,  1900,  p.  28  of  the  proceedings.' 
For  a  long  paper  on  the  Karaboghaz,  also  known  as  the  Karabugas  or  Adschi-darja,  see  W.  Stahl,  Natur. 
Wochenachr.,  vol.  20,  1905,  p.  689.  This  paper  is  based  on  an  official  Russian  report  by  Spindler  and 
Lebedintsefl,  published  in  1908.  For  an  analysis  of  water  from  Lake  Duron  in  Transcaspia  see  A.  Stack- 
mann,  Jahresber.  Chemie,  1887,  p.  2631. 
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With  the  exception  of  the  Atrek,  analyses  of  the  rivers  which  feed 
the  Caspian  seem  to  he  wanting;  at  least,  I  have  found  none  recorded. 
They  must  have  carried  large  amounts  of  calcium  and  of  carbonic 
acid,  which  have  been  almost  entirely  eliminated.  The  falling  off  of 
sidphates  and  the  concentration  of  magnesium  in  the  more  saturated 
waters  is  clearly  brought  out  by  the  table,  an  order  of  change  which 
will  be  considered  more  fully  somewhat  later.  Both  the  Caspian  Sea 
aad  the  Sea  of  Aral  differ  chemically  from  the  ocean,  in  their  higher 
proportions  of  calcium,  magnesium,  and  sulphates.^ 

THE   D£IAI>    SEA. 

In  the  water  of  the  Dead  Sea  some  of  the  phenomena  of  saline 
concentration  are  exhibited  to  an  extreme  degree.  Sodium  com- 
pounds have  been  largely  eliminated,  and  the  remaining  brine  resem- 
bles in  many  respects  the  mother  Uquor  left  by  ocean  water  after 
the  extraction  of  salt.  It  is  rich  in  magnesium,  calcium,  and  bromine; 
the  sulphates  have  been  reduced  to  an  insignificant  amount,  and  car- 
bonates are  almost  entirely  lacking.  The  original  solutions,  how- 
ever, from  which  the  Dead  Sea  was  formed  were  probably  not  iden- 
tical in  composition  with  those  which  produced  the  salinity  of  the 
ocean,  and  so  the  bittern  of  sea  water  differs  from  the  brine  that  we 
are  now  considering.     The  two  are  similar,  but  not  quite  the  same. 

The  water  of  the  Dead  Sea  has  been  repeatedly  analyzed  and  the 
older  data  are  reproduced  in  the  works  of  Bischof  and  Roth.  The 
best  series  of  analyses  is  due  to  A.  Terrell,^  and  of  his  eight,  six  are 
given  below  in  reduced  form.  They  represent  samples  collected  from 
different  depths  and  different  parts  of  the  lake,  and  they  show  its 
variable  character. 

I  Berg3tifts8er,  In  Petermaxin's  Mlttheilunsen,  1868,  pp.  104-106,  has  brought  together  38  old  aoalyaes  of 
salts  from  the  lakes  of  Astrakhan  and  the  mouth  of  the  Volga. 

>  Compt.  Rend.,  vol.  62, 1860,  p.  1329.  Terrell  also  made  an  analysis  of  the  water  of  the  River  Jordan,  but 
stated  It  obscurely.  In  addition  to  the  substances  named  in  the  table,  Terrell  reports  traces  of  hydrogen 
sulphide,  ^nr^mnniA,  alumlua,  ferric  oxide,  and  organic  matter  in  the  water  of  the  Dead  Sea. 
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Analyses  of  water  from  Dead  Sea  and  River  Jordan, 

A.  Surface  water,  north  end  of  lake.    Terrell. 

B.  At  depth  of  20  meters,  5  miles  east  cf  Wady  Mrabba.    Terrell. 

C.  At  depth  of  42  meters,  near  RasMeraed.    Terrell. 

D.  At  depth  of  120  meters,  5  miles  east  of  Ras  Feachkah.    Terrell. 
£.  Same  locality  as  D,  at  depth  of  200  meters.    Terrell. 

F.  Same  locality  as  B,  at  depth  of  300  meters.    TerrelL 

O.  Analysis  by  J.  B.  Boussingault,  Annales  chim.  phys.,  8d  ser.,  vol.  48,  1856,  p.  129.  Boosslngault 
cites  the  earlier  analyses  of  Dead  Sea  water. 

H.  Analysis  by  F.  A.  Oenth,  Lleblg's  Annalen.  vol.  110, 1850,  p.  240. 

L  Analysis  by  Roux,  Compt.  Rend.,  vol.  57, 1863,  p.  602. 

J.  Analysis  by  H.  Fleck,  Jour.  Chem.  Soc.,  vol.  42, 1882,  p.  24,  abstract.    Probably  surface  water. 

K.  Analysis  by  A.  Stutzer  and  A.  Reich,  Chem.  Zeltung,  vol.  31, 1907,  p.  845. 

L.  The  Jordan  near  Jericho.  Analysis  by  R.  Sachsse,  Inaug.  Diss.,  Eriangen,  1896.  Analyses  of  several 
smaller  streams  are  given.  Organic  matter  not  included  in  the  following  table.  An  earlier  analysis  by 
Anderson  is  cited  in  the  former  edition  of  this  book  (Bulletin  330). 


A 

B 

c 

D 

E 

F 

CI 

66.81 

2.37 

.31 

trace. 

11.66 
1.86 
4.73 

13.28 

trace. 

70.26 

1.65 

.21 

trace. 
6.33 
1.70 
6.64 

14.42 

trace. 

68.16 

1.99 

.22 

trace. 

10.21 
1.00 
1.63 

16.89 

trace. 

67.66 

1.98 

.22 

trace. 

10.20 
1.62 
1.61 

16.81 

trace. 

67.84 

1.76 

.22 

trace. 

10.00 
1.79 
1.68 

16.72 

trace. 

67.30 

Br 

2.72 

SO. 

.24 

CO, 

trace. 

Na. . . . .  .• 

6.60 

K 

1.68 

Ca 

6.64 

Mg 

16.92 

Sia 

trace. 

Salinitv.  Der  cent 

100.00 
19. 216 

100.00 
20.709 

100.00 
24.263 

100.00 
24.673 

100.00 
26.110 

100.00 
26.998 

G 

H 

I 

J 

K 

L 

CI ,     

66.90 

1.37 

.13 

66.22 

2.08 

.29 

.01 

66.43 

1.54 

.20 

66.74 

1.49 

.33 

64.49 

1.46 

.46 

41.47 

Br 

SO. 

7.22 

COo 

13.11 

NO, 

trace. 

Na 

11.22 
3.70 

trace. 
5.69 

12.09 

13.39 
2.37 

11.70 
3.63 

trace. 
6.60 

11.86 

ii.eo 

3.40 

16.76 
3.24 

18.11 

K 

1.14 

NH, 

Ca 

4.79 
11.86 

6.02 
12.42 

4.09 
10.63 

10.67 

4.88 

SiOo. 

1.95 

(ALFe),0, 

trace. 

trace. 

.16 

trace. 

1.46 

Salinity,  per  cent 

100.00 
22. 7697 

100.00 
2^.2834 

100.00 
20.590 

100.00 
21.  977 

100.00 
22.030 

100.00 
0.770 

From  the  foregoing  analyses  we  see  that  the  water  of  the  Dead  Sea 
differs  widely  from  all  the  other  waters  that  we  have  examined.  The 
composition  of  its  main  feeder,  the  Jordan,  is  also  unusual.  When  it 
enters  the  Dead  Sea,  its  carbonates  and  gypsum  are  precipitated,  and 
its  contributioD  to  the  lake  brine  is  composed  almost  entirely  of 
chlorides.  The  valley  of  the  Jordan  and  the  regions  roundabout  the 
Dead  Sea  contain  many  beds  of  rock  salt  and  gypsum,  and  the  neigh- 
'"'>ring  Cretaceous  strata  are  impregnated  with  the  same  substances. 
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From  these  sources  the  river  derives  its  chlorides  and  sulphates,  and 
so  returns  to  the  lake  some  products  of  its  former  concentration.  Hot 
springs,  also,  as  L.  Lartet  ^  and  others  have  shown,  contribute  to  the 
salinity  of  the  waters.  To  some  extent,  probably,  there  is  atmospheric 
transportation  of  salts  from  the  Mediterranean,  and  W.  Ackroyd ' 
r^ards  this  as  a  most  important  agency,  although  its  influence  is 
probably  overestimated.  Whatever  may  have  been  the  origin  of  the 
Dead  Sea,  its  water  is  now  essentially  a  bittern,  relatively  low  in 
sodium,  high  in  magnesium,  and  remarkably  rich  in  bromine.  The 
brine  from  300  meters  depth  carries  over  7  grams  of  bromine  to  the 
Uter,  but  no  iodine  has  been  detecteci  in  it.' 

OTHER  RUSSIAN  AND  ASIATIC  LAKES* 

Mother  hquors  having  a  general  similarity  to  the  Dead  Sea  brine 
are  also  furnished  by  the  Elton  Lake,  in  southern  Russia,  and  the 
Red  Lake,  near  Perekop,  in  the  Crimea.  Their  analyses,  recalculated 
from  the  figures  given  by  Roth,  appear  in  the  next  table.  The  com- 
position of  the  Elton  water  varies  with  the  season  of  the  year,  and  I 
have  selected  an  analysis  wbich  represents  its  concentration  in  Au- 
gust. In  spring  its  tributaries,  swollen  by  melting  snow,  bring  in 
much  sodium  chloride  and  alter  its  character  materially.  Analyses 
of  water  from  several  Asiatic  lakes  are  included  with  these  in  the  table 
following. 

1  BuU.  8oc.  g«ol.  France,  2d  ser.,  vol.  23, 1866,  pp.  719-760. 

t  Cbem.  News,  vol.  80, 1904,  p.  13. 

s  The  following  references  to  original  authorities  on  the  water  of  the  Dead  Sea  are  worth  recording:  J. 
Apjohn,  Proc.  Roy.  Irish  Acad.,  vol.  1, 1841,  p.  287;  B.  Silllman,  Jr.,  Am.  Jour.  Scl.,  1st  ser.,  vol.  48, 1845, 
p.  10;  T.  J.  and  W.  Herapath,  Jour.  Chem.  Boo.,  vol.  2, 1849,  p.  337;  A.  F.  Boutron-Charlard  and  O.  Henry, 
Jour,  pharm.  chlm.,  liarch,  1852;  R.  M.  Murray,  Proc.  Glasgow  Philos.  Soc.,  vol.  3, 1852,  p.  242;  J.  C.  Booth 
and  A.  Mockle,  Am.  Jour.  Soi.,  2d  ser.,  vol.  19, 1856,  p.  149;  F.  Moldenhauer,  Liebig's  Annalen,  vol.  97,  l856» 
p.  357;  Sehwarzenbach,  Mitt,  naturforsch.  Gesell.  Berne,  1870,  p.  47.  An  analysis  by  J.  H.  Salisbury  (Am. 
Polytech.  Jour.,  vol.  2, 1853,  p.  374)  of  what  purported  to  be  Dead  Sea  water  was  evidently  of  ocean  water. 
The  earlier  analyses  by  A.  Marcet,  Klaproth,  Oay-Lussac,  and  C.  G.  Gmelin  have  only  historical  interest 
A  recent  analysis  by  Mitchell  (Berg-  u.  hattenm.  Zeitung,  1902,  p.  22£)  is  of  doubtful  value. 
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I 

Analyses  of  Russian  and  Asiatic  waters. 


A.  Elton  Lake,  Russia.  Analysis  by  Erdnuum,  cited  by  Roth,  Allgemeine  nnd  chemiscfae  Qeologle, 
vol.  1,  p.  460. 

B.  Red  Lake,  Perekop,  Crimea.  Analysis  by  Hasshagen,  from  Roth,  op.  cit.,  p.  471.  Roth  gives  anal- 
yses of  several  other  Crimean  salt  lakes.  Analyses  of  four  Crimean  lakes  are  given  by  A.  Ckiebel,  M61. 
chlm.  phys.,  vol.  6, 18&4,  p.  326. 

C.  Lake  Van,  Armenia.  Analysis  by  E.  de  Chancourtois,  Compt.  Rend.,  vol.  21, 1845,  p.  1111.  Car> 
bonates  reduced  to  normal  salts. 

D.  Lake  Urmi  or  Urmiah,  Persia.  Analysis  by  R.  T.  GOnther  and  J.  J.  Manley,  Proc.  Roy.  Soc.,  vol. 
65, 1800,  p.  312. 

E.  Salt  lake  near  ShJraz,  Persia.    Analysis  by  K.  Natterer,  Monatah.  Chemie,  vol.  in,  1805,  p.  668. 

F.  Gaukhane  Lake,  southern  Persia.    Analysis  by  A.  Heider,  published  by  Natterer,  op.  cit.,  p.  673. 

G.  Koko-Nor,  Tibet.  Analysis  by  C.  Schmidt,  Bull.  Acad.  St.  Petersburg,  vol.  24, 1878,  p.  177.  Blcar- 
bonates  reduced  to  normal  salts.    Sample  taken  in  autumn,  1872. 

H.  Koko-Nor,  Tibet.  Analysis  by  Schmidt,  M61.  chim.  phys.,  St.  Petersburg,  vol.  11,  1881,  p.  487. 
Sample  taken  in  the  winter  of  1880,  from  under  thick  ioe.  For  analyses  of  three  saline  lakes  in  Central 
Aslki,  see  Schmidt,  idem,  vol.  12, 1887,  p.  547. 


A 

B 

C 

D 

E 

F 

G 

H 

CI 

64.22 

66.82 
.03 
.11 

"19.32" 
.58 

27.08 

57.33 

58.17 
.01 

59.67 

40,05 
.04 

41  69 

Br 

04 

I 

SO4 

6.82 

.04 

11.27 

ii.95 

20.71 

37.65 

1.19 

5.06 

'33*98" 

.78 

3.48 

.23 

35.51 

.29 

1.29 
"37*38* 

17.84 
5.55 

30.60 

1.08 

.04 

16  30 

CO. 

6  66 

Na 

28.64 

K 

81 

Rb 

.04 

NH. 

.01 

.46 
1.84 

trace 

Ca 

.10 
17.55 

2.01 
11.13 

'".*57' 

.85 

trace 

.32 
2.53 

.82 
.83 
.01 

1.77 

2.90 

.09 

.02 

.02 

04 

5.66 

SiOa 

.08 

Fe,Oa 

.02 

pS  ' 

02 

Salinity,  per  cent 

100.00 
26.50 

100.00 
30.01 

100.00 
2.10 

100.00 
14.85 

100.00 

7.77 

100.00 
25.88 

100.00 
1.11 

100.00 
1.30 

The  general  resemblance  of  analyses  A  and  B  to  those  of  Dead  Sea 
water  is  evident.  Elton  Lake,  however,  contains  a  notable  propor- 
tion of  sulphates,  which  are  entirely  wanting  in  the  Crimean  water. 
Lake  Van  is  alkaline,  and  its  saline  composition  is  much  like  that  of 
Mono  Lake  in  California,  except  that  it  is  less  concentrated.  Lake 
Unni  is  of  the  same  type  as  Great  Salt  Lake,  and  the  two  other 
Persian  waters  are  similar.  The  Koko-Nor  belongs  in  the  same  class 
with  the  Caspian  and  the  Sea  of  Aral;  but  it  contains  a  much  larger 
proportion  of  carbonates. 

Li  the  neighborhood  of  Minussinsk  and  Abakansk,  government  of 
Yeniseisk,  Siberia,  there  are  a  number  of  saline  lakes  or  ponds  which 
have  been  recently  studied  by  F.  Ludwig.*  The  reduced  analyses, 
arranged  in  the  order  of  their  chlorine,  are  as  follows: 

^  Zeitschr.  prakt.  Geologie,  vol.  11, 1903,  p.  401.    Ludwlg  also  gives  analyses  of  sediments  and  saline 
deposits  from  these  wateis. 
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Analysea  of  water  from  saline  lakes  of  Yeniseisk^  Siberia. 

A.  TheKlsil-Kul. 

B.  Lake  Schunett,  water  collected  in  1899.  Another  analysis,  of  a  sample  collected  in  1898,  gave  similar 
tmt  somewhat  different  results,  and  showed  much  greater  concentration.  This  latter  sample  had  a  salinity 
of  25.35  per  cent,  and  its  salts  contained  0.19  per  cent  of  bromine. 

C.  LakeTagar. 

D.  Lake  Belsk. 

E.  Bitter  Lake. 

F.  LakeAltol. 

G.  Lake  BOJo.    This  is  the  largest  of  the  lakes  and  measures  about  60  kilometers  in  circumference. 
H.  Lake  Domoshakovo. 


A 

B 

C 

D 

E 

F 

G 

H 

CI 

48.28 

trace 

14.55 

.22 

38.89 

32.19' 
.31 

29.62 

trace 

34.99 

1.55 

22.79 

trace 

42.32 

.61 

20.02 

'43."83" 
1.53 

14.38 

trace 

50.14 

1.12 

9.91 

52.33" 

6.22 

1.07 

21.83 

.87 

.43 

7.28 

.03 

.03 

3.71 

Br 

trace 

8O4    

63.62 

CO3 

.08 

NO, 

.07 

Na 

34.01 

.35 

.69 

1.86 

.04 

16.12 
.33 
.44 

11.67 
.01 
.04 

28.41 

1.01 

.27 

4.12 

.04 

.09 

31.32 

1.01 

.07 

1.86 

.01 

.01 

trace 

31.78 
1.38 

.15 
1.28 

.03 
trace 

32.83 
.52 
.05 
.90 
.03 
.02 
.01 

30.61 

K 

.59 

Ca 

.58 

Mg 

\74 

SlOa 

trace 

ALO, 

trace 

Fe,0, 

trace 

Salinity,  per  cent. . . 

100.00 
10.87 

100.00 
15.19 

100.00 
2.09 

100.00 
10.47 

100.00 
5.90 

100.00 
10.88 

100.00 
.88 

100.00 
14.55 

The  last  analysis  in  this  table,  that  of  Lake  Domoshakovo,  repre- 
sents essentially  a  solution  of  sodium  sulphate,  with  very  Uttle  else. 
It  is  the  extreme  type  of  a  sulphate  water.  The  other  waters  upon 
evaporation,  yield  mixtures  of  chlorides  and  sulphates,  sodium  being 
the  dominant  electropositive  radicle.  In  one  analysis  only  is  magne- 
sium high ;  in  two  others  it  is  important.  The  calcium  is  insignificant 
throughout  the  series. 

A  number  of  other  Siberian  lakes  have  been  investigated  by  C. 
Schmidt,  from  whose  memoirs  the  subjoined  analyses,  reduced  to 
standard  form,  have  been  selected.* 

1  In  M6m.  Acad.  St.  Petersburg,  vol.  20,  No.  4, 1S73,  Schmidt  gives  analyste  of  14  bitter,  salt,  and  fresh 
lakes  on  the  line  from  Omsk  to  PetropaTlovsk,  and  thence  to  Prasnowskaja. 
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Analyses  of  water  from  Siberian  lakes, 

A.  Issyk-Kul.    U€L.  phys.  chizn.,  St.  Petersburg,  vol.  11, 18S2,  p.  623. 

B.  Iletsk  salt  lake,  goyemment  of  Orenberg.    Op.  cit.,  vol.  11, 1882,  p.  608.    Average. 

C.  Barchatow  bitter  lake,  300  yersts  southwest  of  Barziaul,  goyemment  of  Tomsk.    Op.  cit.»  vol.  11, 
1882,  p.  609. 

D.  Bm{iktfi-Kul  or  Fish  Lake,  Kirghiz  Steppe.    Op.  cit.,  vol.  12, 1883,  p.  37. 


CI 

Br 

SO4 

CO3 

PO, 

Na 

K 

Ca 

Mg 

Fe 

SiOj 

S,  sulphide. 


15.64 

.03 

65.94 

1.26 

.02 

11.76 

1.85 

.94 
12!  50 
trace 

.06 


60.26 

trace 

.47 


45.05 

.11 

20.23 


38.86 

trace 

.33 

.08 


28.01 
.26 


5.84 


.50 


Salinity,  parts  per  million. 


100.00 
3,574 


100.00 
155,230 


100.00 
13, 308 


37.96 
.04 

27.39 
.98 


23.29 

.32 

5.28 

4.68 


.06 


100.00 
11,458 


MISCELLANEOUS    LAKES. 


In  the  next  table  I  give  reduced  analyses  of  several  European  lakes 
of  widely  varying  character.     They  are  as  follows: 
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Arutlyiei  of  footer  from  several  European  lakes. 

A.  Laks  Laaeh,  Qemiaiiy.  AnalyBis  by  O.  Blaohof,  Lehrbueh  der  chexnlscheii  und  physUcaUschen 
G«olQgi0, 3d  ed.,  701. 1, 1883,  p.  316b  This  lake  oocnpies  tlie  crater  of  an  extinct  volcano,  and  its  water  is 
fredi.    It  ls»  nevertfaelesB,  an  alkaline  water  and  yields  sodium  carbonate  on  eTaporation. 

B.  Palio  Lake,  Banat,  Hungary.  Analysis  by  K.  von  Hauer,  Jahrb.  K.-k.  geol.  Relchsanstalt,  vol.  7, 
1866,  p.  961.  Iron,  magnesiam,  and  oaldom  are  held  in  solution  pa  bicarbonates,  and  are  precipitated  on 
boiling.    Free  carbonic  add  and  organic  matter  are  also  present. 

C.  niyte  or  Medye  Lake,  near  Szoyata,  Hungary.  Analysis  by  B.  von  Lengyel,  F51dt.  KOzl.,  vol.  23, 
18BB,  p.  280.    Recently  formed  by  a  sinking  of  the  ground .    The  neighboring  country  contains  salt  deposits. 

D.  Lake  Buasanda,  Hungary.  Analysis  by  J.  Schneider,  cited  by  A.  Kaleczinzky,  FOldt.  KOtl.,  vol.  28, 
188B,  p.  284.    The  data  as  published  show  discrepancies  which  detract  from  their  value.    Organic  matter 


S.  Lake  Tekir-Ohlol,  Roumania.  Analysis  by  Popovid,  Sallgny,  and  Oeorgesoo,  cited  by  P.  BuJor, 
Ann.  scL  Univ.  Jassy,  voL  1, 1901,  p.  158.  A  lake  of  about  1,140  hectares,  situated  only  300  to  400  meters 
tnm  the  Black  Sea.   The  published  summation  of  the  analysis  is  not  in  accord  with  the  individual  figures. 

F.  Laoa  Sent,  Roumania.  Analysis  by  Camot,  cited  by  BuJor,  op.  cit.,  p.  176.  In  winter  this  lake 
deposits  onratalUsed  sodium  sulphate,  mirabilite,  NasSOi.lOHsO.  In  a  memoir  entitled  "AperQU  g6olo- 
gique  aor  lea  ionnatlons  sallfkes  et  lee  gisements  de  sel  en  Ronmanie,"  Bucharest,  1002,  L.  Mrasec  and 
W.  Telssejre  dte  analyses  of  Lacu  Saiat,  Laou  Fundata,  Lacu  Amara,  and  Lacu  lanca.  They  also  give 
analyna  of  Roumanian  salt. 


A 

B 

C 

D 

E 

P 

CI 

4.99 

15.68 

60.18 

trace 

.44 

.04 

19.07 

"22.' 56* 
19.22 

60.53 

.18 

.67 

trace 

trace 

28.25 

Br 

80. 

2.97 
50.97 

2.92 
41.02 

37.12 

cot 

.27 

NO. 

po*;... : 

.52 

nhL 

trace 

34.78 

1.68 

.28 

1.84 

.01 

Na;::::::: :.:.:.: 

27.05 

35.75 

39.02 

37.07 

1.19 

.20 

.15 

}  traces 

.02 

31  75 

K 

Ca 

9.90 

2.77 

.66 
3.35 

.25 
.03 

.39 

Mg 

2  16 

ALO. 

}    .02 

fSS^^^            

.35 
.27 

trace 
.04 

siflL. : 

L35 

04 

Salinity,  parts  per  million 

100.00 
218 

100.00 
2,215 

100.00 
233,747 

100.00 
6,276 

100.00 
70,877 

100.00 
58,038 

niyfe  Lake  and  the  neighboring  Black  Lake  are  essentially  strong 
solutions  of  common  salt,  formed  by  the  leaching  of  salt  beds.  Ac- 
cording to  A.  Kaleczinzky/  they  have  warm  layers  under  a  fresh- 
water surface,  which  owe  their  increased  temperature  to  the  absorp- 
tion of  solar  heat  and  to  the  fact  that  brine  has  a  lower  specific  heat 
than  water.  The  surface  layer  of  Black  Lake  has  a  temperature  of 
21**;  the  warm  layer  below  reaches  56®.  These  lakes,  therefore,  are 
accumulators  of  heat. 


1  Uebar  die  ungariaohen  wannen  und  helssen  Kochsals-Seen,  etc.,  Budapest,  1902.    An  analysis  by 
Hanko  of  tha  Black  Lake  is  given.    It  is  practically  identical  with  that  of  Ulyte  Lake;  the  salinity  is  19.53 
flee  also  F.  Sohaftnlk,  FOldt.  KOsl.,  vol.  38, 1908,  p.  437. 

101381^— BuU.  491—11 11 
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With  the  analyses  of  five  more  lake  waters,  the  present  tabulation 
must  close.    They  are  as  follows: 

Analytei  oftoivM  laket  in  Africa,  India,  and  AtutraJiia. 

A.  Natron  Lake,  ntar  Tbabv,  Egypt.  Analysis  by  E.  WUIm,  Compt.  tUnd.,  vol.  54, 1882,  p.  1234.  Mo 
bromine,  iodine,  nitrates,  or  sulphates  were  detected. 

B.  Salt  lake  32  kilometefs  north  of  Pretoria,  Transvaal.  Described  by  E.  Cohen,  Min.  pet.  Mitt,  vol.  15, 
1896,  pp.  1, 194.  Analysis,  incomplete,  by  H.  Hopmann.  This  lake  or  salt  pen  Is  about  400  meters  in 
diameter,  and  occupies  a  ftmnel-6fai4)ed  deprssslon  in  granite. 

C.  The  Katwee  salt  lake,  north  of  Albert  Edward  Nyania,  central  Africa.  Analysis  by  A.  Pappe  and 
H.  D.  Richmond,  Jour.  Boo.  Chem.  Ind.,  vol.  9, 1890,  p.  734. 

D.  Sambhar  Salt  Lake,  Ralputana,  India.  Analytfs  by  W.  A.  K.  Christie,  Rec.  Q«A.  Survey  India, 
vol.  88, 1909,  p.  187.  Trsces  of  NH4,  Fe,  8,  BOi,  PO4,  and  I  were  also  found.  For  the  origin  of  the  salt 
In  this  lake  see  ante,  p.  189. 

B.  Lake  Corongsmlte,  Victoria,  Australia.  Analysis  by  A.  W.  Craig  and  N.  T.  M.  Wllsmore,  Fourth 
Kept.  Austrslasian  Assoc.  Adv.  ScL,  1892,  p.  370. 


A 

B 

C 

D 

B 

CI 

26.00 

43.47 

36.67 

52.96 

.04 

5.85 

2.19 

38.86 

.09 

trace 

.01 

59.32 

Br 

.22 

80. 

.03 
16.17 
41.33 

12.33 
10.42 
33.46 
7.09 
tnce 
tnce 

1.65 

ool 

32.90 
31.05 

undet. 

N^?:::;..;:::::::::::::::::::::::::::: 

35.07 

K 

.84 

Oa 

3.67 
3.62 
1.60 
1.36 

.18 

2.77 

(A,  Fe)«6. 

.03 

trace 

' 

Afilinitv.  imrtfl  T>ep  million . . .  r 

100.00 
4,407 

100.00 
211,400 

100.00 
310,000 

100.00 

(?) 

100.00 
46,039 

SUMMARY. 

With  the  evidence  now  before  us  it  is  easy  to  see  that  the  waters 
of  salt  and  alkaline  lakes  may  be  classified  in  a  few  fairly  well 
defined  groups.  First;  we  have  a  group  of  chloride  waters,  charac- 
terized mainly  by  sodium  chloride,  which  may  be  regarded  as  belong- 
ing to  an  oceanic  type.  In  the  followmg  table  these  waters  are 
summed  up  in  the  order  of  diminishing  chlorine,  only  the  main 
constituents  being  given: 

Principal  constUuenti  o/chlonde  waien. 


01,  Br 


SO4 


COi 


Na,K 


Ca. 


Hg. 


Lake  Teldr-Ghiol 

IletzkLake 

lUy^Lake 

Gaukhane  Lake 

Lake  Oaronffamite 

Lake  near  ffliiras 

Lake  Urmi 

RioSaladillo 

Great  Salt  Lake  (avenge) 

Ocean 

Sambbar  Lake 


60.71 
60.26 
60.18 
59.67 
59.54 
58.18 
57.33 
56.74 
55.64 
55.48 
53.00 


0.67 
.47 
.44 
1.29 
1.65 
3.48 
5.06 
4.82 
6.62 
7.69 
5.85 


trace. 


0.04 

'(?)■*■ 


trace. 

.21 

2.19 


36.46 
38.86 
39.02 
87.38 
35.91 
35.80 
34.76 
36.40 
35.43 
31.70 
38.95 


0.28 
.33 
.25 
.82 
.13 
.46 
.32 

L63 
.34 

L20 


L84 

.08 

.03 

.83 

2.77 

L84 

2.53 

.41 

2.22 

3.72 

.01 
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These  analyses  suggest,  if  they  do  not  actually  prove,  a  similarity 
of  origin  for  all  these  bodies  of  water,  and  a  possible  derivation, 
direct  or  indirect,  from  a  primitive  ocean.  Some  of  the  lakes  were 
formed  by  leaching  masses  of  oceanic  salts  which  were  deposited  in 
earlier  geologic  ages;  otheis  are  doubtless  remnants  of  oceanic  over- 
flows or  segregations.  In  the  leaching  process  the  alkahne  chlorides 
dissolved  more  freely  than  other  salts,  and  so  became  concentrated  in 
the  newer  waters.  K.  Natterer,^  in  his  discussion  of  the  Persian 
salt  lakes,  suggests  that  diJffering  diffusibiUty  may  have  played  a 
part  in  the  concentration  of  sodium  chloride.  As  the  leaching  waters 
percolated  through  the  soil,  the  more  diffusible  alkaline  chlorides 
would  be  partially  separated  from  the  less  active  calcium  and  mag- 
nesium salts,  and  would  reach  the  lake  reservoir  in  larger  quantities. 
The  composition  of  Lake  Tekir-Ohiol,  which  is  closely  adjacent  to 
the  Black  Sea,  would  seem  to  emphasize  this  suggestion.  In  it  the 
alkaline  chlorides  are  concentrated,  while  the  other  constituents  of 
sea  water  are  present  in  much  less  than  the  normal  amounts. 

In  direct  relation  to  waters  of  the  preceding  group  are  the  derived 
waters  of  the  bittern  type.  In  these,  by  prolonged  evaporation, 
magnesium  salts  are  concentrated,  sodium  chloride  having  crystallized 
out.    The  three  waters  available  for  comparison  are  as  follows: 

Principal  constUttenU  of  natural  Inttems. 


C.Br,  I. 

SO4. 

COi. 

N».K. 

Ca. 

Mg. 

Dead  Sea  ^averase) 

68.55 
66.96 
64.22 

.28 

trace. 

13.04 
19.90 
11.27 

4.26 

2.01 

.10 

13.90 

liM  J^Vp 

11.13 

Elton  Lake 

6.82 

.04 

17.55 

From  the  chloride  waters  we  pass  by  slow  gradations  to  the  sul- 
phate type,  as  shown  in  the  following  condensed  analyses.  Between 
the  two  groups  there  is  no  distinct  line  of  demarcation. 

Principal  eomtitucnta  of  Morty-rndphaU  waten. 


Cl,  Br. 

BO4. 

CC' 

Na,K. 

Ca. 

Mg. 

Sevier  Lake 

52.66 

50.44 

48.28 

42.96 

29.52 

2&25 

22.79 

20.02 

14.38 

4.98 

4.88 

3.71 

10.88 
9.17 
14.55 
17.19 
34.99 
37.12 
42.32 
43.63 
50.14 
6L86 
62.34 
63.62 

"6.22* 
2.13 
L55 
.27 
.61 
L53 
L12 
L54 

"'Vos' 

33.33 
37.64 
34.36 
37.72 
29.42 
3L75 
32.33 
33.16 
33.35 
30.65 
29.03 
3L20 

0.12 
.01 
.69 

3.01 

TjmiATitica  liftgoon 

.60 

Kifiil-Kiil " 

1.86 

T^umrm  nf  RnArii^n . 

1^^  Tagar 

.27 
.39 
.07 
.15 
.05 

*   *".*68' 
.58 

4.12 

Iaph  Barat. 

2.16 

LakeBeifik 

L86 

Bitter  Lake 

L28 

Lake  Altai 

.90 

Old  Wives  Lake 

.97 

Laiamie  Lakes  (average) 

lAke  Domoflhakovo. ,..,,,  r .. . 

L81 
.74 

L  )foii«tih.  Clifflnto,  TOL 16, 1806,  p.  060, 
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Some  of  these  waters  have  been  modified  by  human  agency,  which 
utilized  them  as  sources  of  salt.  They  form,  neverthelesB,  a  natural 
series,  in  which  the  alkaline  radicles  are  nearly  constant  in  propor- 
tion, while  the  chlorides  and  sulphates  vary  reciprocally. 

A  slightly  different  composition  is  represented  by  a  subgroup  of 
sulphato-chloride  waters,  as  shown  by  the  analyses  of  the  Caspian, 
the  Sea  of  Aral,  and  two  smaller  lakes. 

Principal  eonsiihienU  of  sulphato^Umde  wcUen, 


' 

Cl,  Br. 

8O4. 

CO.. 

Na,K. 

Ca. 

Mg: 

Barchatow  bitter  lake 

45.16 
41.96 
38.00 
35.43 

20.23 
23.88 
27.39 
30.98 

*"*a65' 
.98 
.85 

28.27 
25.16 
23.61 
23.18 

"2."  44" 
6.28 
4.02 

5.84 

ORAPian  84«. 

5.87 

BofttktCl-Kul 

4.68 

Sea  of  Aral 

5.50 

Here  we  have  a  dilution  of  oceanic  water  by  sulphate-bearing  tribu- 
taries, with  a  falling  off  of  the  alkaline  metals  and  an  increase  in 
calcimn  and  magnesiimi.  The  bitterns  derived  from  these  waters 
differ  from  the  normal  bitterns  in  respect  to  their  proportion  of  sul- 
phates, but  otherwise  they  represent  the  same  order  of  changes.  I 
include  with  them  the  Schunett  Lake  of  Siberia,  which  has  analo- 
gous composition,  and  also  the  Issyk-Kul. 

Principal  constituents  0/ sulphato-chhride  bitterns. 


Cl,  Br.        BOi. 


COs.         Na,  K.  Ca. 


Mg. 


Karaboghaz  Gulf  (average) 

Tinetzky  Lake 

Schunett  Lake 

IflByk-Kul 


51.86 
48.12 
38.89 
15.67 


16.48 
2L25 
32.19 
55.94 


0.07 


.31 
L26 


18.33 
18.70 
16.45 
13.61 


0.28 
.01 
.44 
.94 


1L45 
1L91 
n.67 
12.50 


The  water  of  Lake  Chichen-Kanab  in  Yucatan  is  also  a  sulphato- 
chloride  water,  but  it  stands  alone  as  the  only  known  member  of  a 
distinct  subgroup.     Its  dominant  kation  is  calcium. 

The  alkaline  lakes,  which  contain  notable  quantities  of  carbonates, 
are  less  easy  to  classify  than  the  foregoing  waters,  and  yet  some 
analogies  are  clear.  First,  we  have  a  number  of  analyses  in  which 
the  carbonates  are  largely  in  excess  of  all  other  salts,  as  follows: 

Principal  constituents  of  carbonate  waters. 


01,  Br.         SO4.  COs.         Na,K.  Ca. 


Mg. 


MoaeeLake 

Lake  Laach 

Goodenough  Lake. 

Black  Lake 

Palic  Lake 


3.88 
4.99 
7.64 
7.68 
15.68 


2.87 
2.97 
7.08 
13.24 
2.92 


5L56 
50.97 
4L41 
37.79 
4L02 


19.86 
27.05 
42.82 
4L08 
35.75 


&41 
9.90 


7.25 

2.77 

.04 


.66 


3.35 
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In  the  next  group  of  waters  carbonates  and  chlorides  predominate, 
with  sulphates  in  subordinate  quantity. 

Pnndpal  amsHtiients  of  caTb<m€Ue<hhride  v>€Uers. 


01,  Br. 

8O4. 

COf. 

Na.K. 

Ca. 

Mg. 

Natron  lAko 

26.00 
27.50 
32.31 
3L82 
36.04 
43.47 
4L04 
47.88 

"7.' 67* 
.13 
3.27 
L90 
.03 
5.25 
3.76 

32.90 
26.87 
22.47 
2L57 
20.67 
15.17 
14.28 
7.93 

3L05 
37.69 
39.62 
36.51 
40.77 
4L33 
35.95 
3a62 

3.67 

none 

.03 

L36 

3.62 

Hamoy  lAke.     ...,...,,., 

.07 

Borax  lAke ,.,.,., 

.35 

Humboldt  Lake. 

L88 

AhertTAke 

Salt  Lake  near  Pretoria 

Pyrami^l  lAke 

.26 
.56 

2.28 

Winnemucca  Lake 

.49 

Borax  Lake,  which  also  contains  5.05  per  cent  of  B4O7  in  its  saline 
residue,  might  well  be  put  in  a  class  by  itself;  but  extreme  subdivision 
is  not  now  desirable. 

In  the  following  waters,  which  are  of  the  *' triple"  type,  chlorides, 
sulphates,  and  carbonates  are  all  present  in  notable  quantities: 

Pfindpal  oonstUugnta  of*  ^triple ''  waUr9, 


Cl,  Br. 


8O4. 


00^ 


Na,K. 


Ca. 


M«. 


Wilmington  Lake. . , . . 
Soap  Lake  (average). . 

Owens  Lake 

Mono  Lake 

Tulare  Lake  (average) 

Lake  Van 

Lake  Ruazanda 

Walker  Lake 

Soda  Lake  (average). . 
£atwee  salt  lake 


10.78 
13.07 
25.67 
23.34 
18.82 
27.08 
19.07 
23.77 
35.96 
36.67 


16.62 
16.62 
9.95 
12.86 
18.84 
n.95 
22.56 
2L29 
10.42 
12.33 


32.75 
29.97 
23.51 
23.42 
23.05 
20.71 
19.22 
17.34 
14.83 
10.42 


39.85 
39.48 
40.01 
39.78 
36.78 
38.84 
38.26 
34.83 
36.00 
40.65 


trace 

0.17 

0.02 

.01 

.04 

.10 

.89 

L02 

.57 

.26 

.16 

.90 

L56 

.22 

Finally  there  are  three  waters  which  mi^t  be  classed  with  the  sul- 
phato-chlorides,  were  it  not  for  their  moderately  alkaline  character. 

Principal  constituents  of  water  o/Lake  Biljo,  Devils  Lake,  and  Koho-Nor. 


Cl,  Br. 


SO«. 


CO|. 


Na,  K. 


Ca. 


M«. 


Lake  Biljo. . 
Devils  Lake 
Koko-Nor... 


9.91 
10.46 
40.09 


52.33 
64.07 
17.84 


6.22 
4.24 
6.55 


22.70 
26.88 
3L72 


0.43 
trace 
LT7 


7.28 
5.36 
2.90 


In  general,  as  was  pointed  out  in  discussing  the  Lahontan  waters, 
alkaline  lakes  are  representatiye  of  volcanic  regions,  while  saline 
lakes  are  associated  with  sedimentary  deposits.  That  is,  from  a 
chemical  point  of  view  the  alkaline  waters  are  the  newest,  and  exhibit 
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the  nearest  relationship  to  rivers  and  springs.  By  the  weathering 
of  rocks  carbonates  are  first  formed,  as  is  seen  in  most  rivers  near 
their  sources.  Under  favorable  conditions  these  salts  accumulate, 
and  they  are  transformed  into  or  replaced  by  other  compounds  only 
after  a  long  and  slow  series  of  chemical  reactions.  In  recentiy 
formed  bodies  of  water,  derived  from  igneous  rocks,  carbonates  are 
abundant;  but  as  salinity  or  concentration  increases,  the  slightly 
soluble  calcium  carbonate  is  thrown  down,  leaving  sulphates  and 
chlorides  in  solution.  If  more  calcium  is  available,  gypsum  is  pre- 
cipitated, and  the  final  result  is  a  water  containing  little  except 
chlorides.  The  carbonate  waters  form  the  beginning,  the  chloride 
waters  the  end  of  the  series.  When  calcium  is  deficient  in  quantity, 
then  mixed  waters  are  produced,  in  which  alkaline  sulphates,  car- 
bonates, and  chlorides  may  coexist  in  almost  any  relative  propor- 
tions. Waters  of  mixed  type  may  also  be  formed  by  the  blending  of 
supplies  from  different  sources,  and  the  contributions  of  two  tribu- 
taries may  be  very  unlike.  The  fresh  decomposition  products  from 
a  volcanic  rock  and  the  leachings  of  sedimentary  beds  are  widely^ 
dissimilar;  but  the  chemical  changes  consequent  upon  their  commin- 
gling will  follow  the  order  just  laid  down.  This  order  can  not  be 
stated  in  quantitative  terms,  for  the  conditions  of  equiUbrium  in 
complex  mixtures  are  not  definitely  known.  The  solubility  of  a  salt 
in  pure  water  is  one  thing;  its  solubility  in  the  presence  of  other 
compounds  is  something  quite  different;  and  when  the  number  of 
possible  substances  is  great  the  problem  becomes  hopelessly  com- 
plicated. Each  substance  influences  every  other  substance,  in  a 
manner  which  depends  partly  upon  temperature  and  partly  upon 
concentration,  and  no  known  equations  can  cover  the  whole  field. 

Qualitatively,  however,  the  conditions  governing  the  deposition 
of  salts  can  be  simply  and  intelligibly  stated.  Suppose  we  consider 
a  solution  so  dilute  that  it  contains  ions  capable  of  forming  the  chlo- 
rides, sulphates,  and  carbonates  of  podium,  calcium,  and  magnesium, 
which  are  the  chief  salts  derivable  from  natural  waters*  Upon  con- 
centration, the  difficultly  soluble  carbonates  of  calcium  and  magne- 
sium will  be  precipitated  first,  to  be  followed  by  the  slightly  soluble 
gypsum.  Next  in  order  sodium  sulphate  and  carbonate  will  form, 
and  these  salts  are  deposited  by  many  saline  or  alkaline  waters. 
Later,  sodium  chloride  and  magnesium  sulphate  may  ciystallize  out, 
leaving  at  last  a  bittern  containing  the  very  soluble  chlorides  of  cal- 
cium and  magnesium.  This  is  the  observed  order  of  concentration 
but  every  step  is  not  necessarily  taken  in  every  instance.  All  of  the 
calcium  may  be  eliminated  as  carbonate,  leaving  none  for  the  forma- 
tion of  other  salts.  All  of  the  sulphuric  ions  may  be  taken  to  produce 
gypsum,  and  then  no  sodium  sulphate  can  form.    In  short,  the  actual 
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changes  which  take  place  during  the  coiicentration  of  a  specified  water 
depend  on  the  proportions  of  its  constituents,  and  vary  from  case  to 
case.  The  proposed  order  of  deposition  is  simply  the  general  order, 
which  conforms  to  the  facts  of  observation  and  to  the  known  solubil- 
ities of  the  several  salts.  The  least  soluble  possible  salt  will  form 
first;  the  most  soluble  will  remain  longest  in  solution.  The  formation 
of  double  salts  will  be  considered  in  another  chapter. 
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CHAPTER  VI, 

MINERAL  WELLS  AND  SPRINGS. 

DEFINITION. 

Between  the  so-called  ''mineral  waters"  and  waters  of  ordinary 
character  no  sharp  line  of  demarcation  can  be  drawn.  In  fact,  some 
of  the  springs  having  the  greatest  commercial  importance  yield 
waters  of  exceptionally  low  mineral  content  and  owe  their  value  to 
their  remarkable  purity.  They  are  simply  potable  waters  carrying  a 
minimum  of  foreign  matter  in  solution.  Other  springs,  on  the  con* 
trary,  are  characterized  by  excessive  salinity,  and  between  the  two 
extremes  nearly  every  intermediate  condition  may  be  observed. 

In  the  chapter  on  lakes  and  rivers  a  number  of  springs  were  con- 
sidered, which  represent  the  ordinary  or  common  type  of  water  sup- 
ply. Rain  water,  charged  with  carbonic  acid,  percolates  through 
the  soil  or  through  relatively  thin  layers  of  rock,  and  emerges  with  a 
moderate  load  of  dissolved  impurities.  Upon  evaporation  such 
waters  give  a  residue  consisting  most  commonly  of  calcium  carbonate, 
calcium  sulphate,  or  silica,  with  minor  amounts  of  alkaline  chlorides; 
and,  blending  with  rain  or  seepage  waters,  they  form  the  beginnings 
of  streams.  Sometimes  sulphates  predominate,  sometimes  carbon- 
ates, but  chlorides  are  present  much  less  conspicuously.  Calcium  is 
the  dominating  metal,  and  sodium  occupies,  as  a  rule,  a  subordinate 
place.  To  the  vast  majority  of  spring  waters  these  statements  apply; 
but  here  and  there  exceptions  are  encountered  which,  by  their  peculiar 
characters,  attract  attention  and  are  known  as  '^ mineral''  wells  or 
springs.  Speaking  broadly,  all  springs  are  mineral  springs,  for  all 
contain  mineral  impurities;  but  in  a  popular  sense  the  term  is 
restricted  to  waters  of  abnormal  or  unusual  composition.  A  mineral 
water,  then,  is  merely  a  water  which  differs,  either  in  composition  or 
in  co/icentration,  from  the  common  potable  varieties.  The  term  is 
loose  and  indefinite,  but  it  has  a  certain  convenience,  and  we  may  use 
it  without  danger  of  being  led  astray. 

To  put  the  case  differently,  a  mineral  spring  may  be  described 
as  one  which  owes  its  character  to  local  as  distinguished  from  wide- 
spread or  general  conditions;  and  the  peculiarities  thus  acquired 
may  result  from  a  great  variety  of  causes.  One  water,  rising  from 
beds  of  salt,  is  charged  with  sodiiun  chloride;  another  lepresents  the 
solution  of  gypsum;  a  third  may  carry  substances  derived  from  the 
168 
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sulphides  of  metalliferous  vems,  and  so  on  indefinitely.  Any  soluble 
matter  existing  in  the  crust  of  the  earth  may  find  its  way  into  the 
waters  of  a  spring  and  gire  to  the  latter  some  distinguishing  peculiar- 
ity. Even  in  their  gaseous  contents  spring  waters  differ  widely. 
Some  are  heavily  charged  with  carbonic  acid  and  effervesce  upon 
reaching  the  air,  and  others  contain  hydrogen  sulphide  in  sufficient 
quantities  to  be  recognized  by  the  smell.  Some  waters  are  strongly 
add,  some  alkaline,  and  some  neutral;  waters  emerging  from  beds 
of  pyritiferous  shale  are  often  rendered  astringent  by  salts  of  alumi- 
num or  iron;  one  spring  is  boiling  hot  while  its  neighbors  are  ice 
cold;  in  short,  every  difference  of  origin  may  be  reflected  in  some 
peculiarity  of  composition  or  character.  In  recent  years  many  min-  . 
eral  sprii^  have  been  found  to  contain  appreciable  quantities  of 
ai^on,  helium,  and  the  other  inert  gases,  a  fact  which  bears  upon  the 
radioactivity  exhibited  by  natural  waters.  For  example,  G.  Massol,* 
in  the  gas  from  the  thermal  spring  of  Uriage,  France,  found  0.932 
per  cent  of  helium,  together  with  krypton  and  xenon.  Argon  was 
detected  in  the  hot  springs  of  Bath,  England,  shortly  after  the  element 
was  discovered.'  In  the  boric  acid  soffioni  of  Tuscany,  heliiun  and 
argon  were  found  by  R.  Nasini,  F.  Anderlini  and  R«  Salvadori.' 
Many  French  springs  have  been  studied,  with  similar  results,  by 
C.  Moureu  and  R.  Biquard.*  These  minor  characteristics  of  natiu*al 
waters  can  not  be  dwelt  upon  more  fully  here. 

ClaASSIFICATION. 

The  classification  of  waters  can  be  based  on  a  variety  of  considerar 
tions.  It  may  be  geologic,  correlating  the  springs  with  their  geo- 
logic origin,  or  as  ancient  or  modem,  or  by  dividing  them  into  classes 
according  to  their  derivation  from  rain  water  or  from  sources  deep 
within  the  earth;  it  may  be  physical,  drawiog  a  chief  distinction 
between  cold  and  thermal  springs;  or  chemical,  in  which  case  differ- 
ences of  composition  determine  the  place  which  each  water  shall 
occupy.  To  a  great  extent  the  three  systems  of  classification  over- 
lap, and  each  one  depends  more  or  less  on  the  others;  but  for  the 
purposes  of  this  memoir,  which  deals  with  chesGdcal  phenomena, 
the  chenoical  method  is  obviously  the  most  appropriate.  The  other 
considerations  must,  of  course,  be  taken  into  accoimt;  but  chesGdcal 
composition  is,  for  us,  the  determining  factor.  From  this  point  of 
view  the  classification  of  springs  is  comparatively  simple  and  follows 
the  lines  laid  down  in  the  preceding  chapters.    Waters  are  classed 

i  Compt.  Bead.,  vol.  161, 1910,  p.  1124. 

s  See  Rayld^  and  Ranmy,  Zdtschr.  phys.  Chemle,  vol.  16, 1805,  p.  362.  Also  Rayldgh,  Proc.  Roy. 
Soc.,  voL  60, 1806,  p.  196. 

•  Oan.  cUm.  itaL,  vol.  28, 1808,  p.  81. 

4  Compt.  Rend.,  vol.  143, 1906,  p.  795;  voL  145, 1908,  p.  436.  See  abo  Mourea,  Idem,  vol.  142, 1006,  p.  1165, 
and  In  Revue  ad.,  vol.  0, 1906,  p.  368,  for  a  thoroush  review  of  the  whole  sabjeot. 
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according  to  their  negative  radicles,  as  chloride,  sulphate,  carbonate, 
or  acid  waters,  with  various  mixed  types  and  occasional  examples  in 
which  unusual  combinations,  such  as  nitrates,  borates,  sulphides,  or 
siUcates,  appear.  The  classification,  however,  can  not  be  rigid,  and 
to  a  great  extent  convenience  must  govern  and  modify  the  usual 
rules.  Mxtures  such  as  we  have  now  to  consider  can  not  be  arranged 
according  to  any  hard-and-fast  system,  but  must  be  dealt  with  some- 
what loosely.  The  general  relationships  are  simple  and  evident,  but 
the  exceptional  cases  are  common  enough  to  modify  any  formal 
scheme  of  arrangement  that  might  be  adopted. 

CHIiORIDE  WATERS. 

The  hterature  relating  to  mineral  springs  is  extremely  volumi- 
nous, and  the  recorded  analyses  are  nimibered  by  thousands.  From 
such  a  mass  of  material  only  typical  or  striking  examples  can  be  util- 
ized here  in  order  to  show  the  variations  in  composition  which  have 
been  observed.  As  the  chloride  waters  form  perhaps  the  most  con- 
spicuous group,  we  may  properly  begin  with  them,  and  consider  first 
the  solutions  which  upon  evaporation  yield  principally  sodium  chlo- 
ride. Waters  of  this  class  are  very  common,  and  range  from  potable 
springs  to  brines  approximating  sea  water  in  saline  composition. 
From  such  brines  conmion  salt  is  commercially  obtained,  and  the  sub- 
joined table  gives  analyses  of  several  important  examples.^  The 
figures  represent  the  composition  of  the  anhydrous  saline  matter  con- 
tained by  the  several  waters,  each  analysis  being  reduced  from  the 
original  form  of  statement  to  percentages  of  ions. 

1  In  AniL  Rept.  GeoL  Survey  Canada,  vol.  15, 1C03-8,  p.  236  8, 0.  C.  Hoffman  gives  12  analyaea  of  brinea 
from  ICanltoba.  A  brine  from  a  well  1,020  feet  deep,  at  Sand  Beach,  lOcfaigan,  analysed  by  8.  P.  Duffleld 
(QeoL  Survey  Michigan,  voL  6,  pt.  2, 180S,  p.  82),  ia  onuauaUy  xloh  in  toomina. 
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Analyaei  ofehlonde  waten, 

A.  Brine  from  Synoase,  New  Yoik.  Ayertge  of  four  analyBfls  by  C.  A.  Oowmiinn,  pnblUhed  in  Dane's 
Syitem  of  xnlnenJogy,  Oth  ed.,  p.  166. 

B.  Brine  from  Waiaaw,  New  York.  Analysis  by  F.  E.  Enfelhardt,  BnlL  New  York  State  Mas.  No.  11, 
1893,  p.  38.    Many  other  analyses  are  giren  in  this  pablioadon. 

C.  Brine  from  East  Saglziaw,  Michigan.  Well  806  feet  deep.  AnalyBis  by  Ooenmann,  OeoL  Borvey 
Michigan,  vol.  3, 1878-1876,  p.  183. 

D.  Brine  from  Pomeroy,  Ohio.  Analysis  by  C.  W.  Foolk,  BolL  Ohio  OeoL  Surrey,  No.  8, 1906,  p.  37. 
The  trace  of  iodine  represents  0.004  gramme  Nal  per  liter. 

£.  Humboldt  salt  well,  Minnesota.  Analysis  by  C.  F.  Sidener,  Ann.  Rcpt.  OeoL  Survey  Minnesota, 
VOL  13, 1884,  p.  101. 

F.  Brine  from  Hutchinson,  Kansas.  Analysis  by  B.  H.  8.  Bailey  and  E.  C.  Case,  Univ.  Kansas  OeoL 
Survey,  voL  7, 1002,  p.  79. 

O.  Artesian  well,  Abilene,  Kansas.  Analysis  by  E.  H.  8.  Bailey  and  F.  B.  Porter,  Univ.  Kansas  OeoL 
Survey,  voL  7, 1902,  p.  130.    Well  1,260  feet  deep. 

H.  Bryan's  well,  Bistlneau,  Louisiana.  Analysis  by  M.  Bird,  Report  on  geology  of  Louisiana,  1902. 
p.  40.    Many  other  analyses  of  salines  are  given  in  this  volume.    The  brines  are  of  Cretaoeous  origin. 
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H 
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5S.85 
.01 

59.71 

61.27 

61.59 
.13 
trace . 

55.96 

59.60 

61.65 

.29 

trace . 

59.96 

Br 

I 

SO4 

2.29 
.01 

1.19 

.52 

none.. 

4.18 

1.68 

trace . 

1.33 

.07 

CO, 

po! 

Na. 

37.29 

.03 

1.28 

38.38 

32.76 

31.51 

.06 

4.91 

.14 

.21 

1.36 

32.56 

.66 

2.71 

38.38 
"■55" 

31.57 
trace . 

37.26 

K 

Ca 

.67 

4.25 

4.85 

.94 

Sr 

Ba 

Me 

.23 

.05 

1.20 

1.80 

.11 

1.52 
trace . 

.29 

mI:::;"::::::: 

Pe 

.01 

.05 

Fe.0. 

}    .08 
.01 

.02 
.07 
.36 

a5o;:.;..:::.: 

.63 

SiOj 

.03 

trace  - 

Other  solids 

.98 

1     '  ' 

Salinity,  per  cent 

100.00 
16.84 

100.00 
26.34 

100.00 
20.24 

100.00 
10.52 

100.00 
5.72 

100.00 
29.31 

100.00 
17.89 

100.00 
8.93 

Most  if  not  all  of  the  foregoing  brines  were  formed  by  solution 
from  beds  of  rock  salt.  The  latter  undoubtedly  originated  from  the 
evaporation  of  salt  lakes  or  sea  water,  and  in  geological  age  they 
range  from  the  Cretaceous  down  to  the  upper  Silurian.  The  New 
York  brines  are  from  Silurian  deposits.  The  Humboldt  well  is 
nearest  to  ocean  water  in  composition,  although  it  is  nearly  twice  as 
concentrated.  In  general,  the  proportion  of  sodium  chloride  is 
greater  than  in  sea  salts,  for  the  reason  that  that  compound  redis- 
solvee  more  readily  than  the  gypsum  which  was  deposited  with  it. 
The  process  of  deposition  and  re-solution  thus  tends  to  separate  the 
constituents  of  the  original  water;  and  so  the  composition  of  the 
ancient  lake  or  ocean  is  not  exactly  reproduced. 

The  following  analyses  also  represent  the  salts  from  chloride  waters 
in  which  sodium  is  largely  the  predominant  base. 
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Analyea  of  chloride  water$^L 

A.  CiDdiuiati  artfldan  iroU,  ClnoiDiisti,  Ohfo.  Analytls  by  E.  8.  Wayn^dtodby  A.  a  Fvale,  In  BoD. 
U.  8.  Oeol.  Surrey  No.  82, 1886,  p.  133.    This  water  oontaiiu  oonaidarable  qnaattttes  of  free  HaS  and  CO^ 

B.  Upper  Blue  Lick  Spring,  Kentucky.  Analysis  by  J.  F.  Judge  and  A.  Fennel,  cited  by  Peale,  op.  cit., 
p.  111.  Also  rich  in  Hi8  and  COs.  I  represent  berabyX  an  lndetenninatemixtareofGB»PsO«,AbOa,  and 
FesOs.  For  later  analyses  of  the  Bhie  Lick  sprin^i,  by  R.  and  A.  M.  Peter,  and  for  analyses  of  otiier 
mineral  wateis  in  Kentucky,  see  Chase  Pafaner,  Water-Supply  Paper  U.  8.  Q^oL  Survey  No.  283, 1900, 
pp.  184^215. 

C  Montesano  Springs,  Missouri.  Analysis  by  P.  Schweitser,  OeoL  Surrey  Missouri,  voL  3, 18B2,  p.  77. 
This  volume  contains  many  analyses  of  Missouri  mhieral  waters. 

D.  Deep  well  at  Brunswick,  Mtesouri    Depth  1,806  feet.    Analysis  by  Schweitser,  op.  dt.,  p.  07. 

£.  Utah  Hot  Springs,  8  miles  north  of  Ogden,  Utah.  Temperature  56*  C.  Analytls  by  F.  W.  CktkB, 
BulL  U.  S.  Oeol.  Survey  No.  0, 1884,  p.  30. 

F.  Spring  at  Pahua,  New  Zealand.  Analysis  by  W.  Skey,  Tzans.  New  Zeatand  Inst.,  yoL  10, 1877,  p. 
423.  This  sprtaig  is  notable  fh>m  the  fact  that  It  contains  fk«e  iodine.  AccordtaigtoJ.A.Wanklyn(Cbem. 
News,  ToL  54, 1886,  p.  300)  the  water  of  WoodhuU  Spa,  near  Linootai,  England,  has  the  same  peculiarity. 
The  iodine  ookxrs  the  water  brown  and  can  be  ezlzacted  by  carbon  diwilphtrte, 

In  analyses  D  and  F  the  bicarbonates  of  the  original  statement  have  been  reduced  to  normal  salts. 
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B 

C 

D 

E 

F 

CI 

55.83 
.04 
.03 

53.08 
.51 
.02 

57.38 
.31 

52.74 

58.79 
trace 

60.78 

Br           

trace 

I,  combined 

.04 

I,  free 

.11 

'so.        

3.12 
2.03 

6.03 
2.34 

5.37 

8.36 
1.88 

.94 
.61 

.15 

CO. 

.17 

po^v::;:::::::::::::::::::.. 

.05 

Na          

33.09 
.27 

31.47 
.96 

28.17 
.15 

30.15 

30.38 

3.76 

trace 

4.90 

.40 

34.81 

K 

.02 

Li 

Ca 

3.72 
L13 

3.56 
1.57 

6.15 
2.30 

4.74 
2.09 

3.14 

Mk 

.60 

Af;;;;;;;:::::::::::::::::::: 

.01 

ALO, 

.02 

Fe       

trace 

Fe,0, 

.06 
.08 

sA^ 

.16 
.30 

.17 

.04 

.20 

.12 

x^v. . .  :::::: 

Salinity,  parte  per  million 

100.00 
10,589 

100.00 
11,068 

100.00 
8,509 

100.00 
15,905 

100.00 
23,309 

100.00 
21,060 
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AnalyieB  o/dUoride  waUn — /—Continued. 

O.  Waier  of  Satoomasgiore,  Italy.  Analysis  by  R.  Nadnl  and  F.  Anderlini,  Oasz.  chlm.  Ital.,  toI.  30, 
i;  1900,  p.  306.  Contains  in  1,000  giams  0.00028  giamHn  and  0.00792  giamBiOr.  These  are  less  than  0.01  per 
oeat  of  the  total  solids. 

H.  The  MarienqueUe,  Bavaria.  Analysis  by  A.  Lfpp,  Bar.  Deutsch.  chem.  OesalL,  vol.  30, 1807,  p.  309. 
Contains  also  much  tne  CO*. 

L  The  Eochbrnnnen,  Wiesbaden,  Qennany.  Analysis  by  C.  R.  Freseniua,  Jahrb.  Nassau.  Ver.  Natur> 
knnde,  voL  50, 1897,  p.  20.  This  water  abo  contains  0.000013  gram  lodhie,  0.00002  gram  PO4,  and  0.00016 
gram  AsO^  to  the  liter,  each  recorded  here  as  a  "trace."  For  other  analyses  of  Wiesbaden  waters  see  the 
same  Jooxnal,  voL  49, 1896^  pp.  22, 23. 

J.  Water  of  Arva-Polhora,  Hungary.  Analysis  by  W.  TTaiTnimn  and  M.  Olaser,  Mhi.  jMt  liltt.,  vol. 
18, 1898-09,  p.  448.    Organic  matter,  about  O.U  per  cent.  Is  eoEoluded  Ihim  the  reduced  statement  hero  given. 

K.  Old  sulphur  well,  Harrogate,  England.  Analy^  by  T.  E.  Thorpe,  Jour.  Chem.  Soc,  vol.  39, 1881, 
pu  flOO.    The  memoir  contains  some  other  analyses. 

L.  Chloride  of  Iron  Spa,  Harrogate.  Analysis  by  C.  H.  Bothamley,  Jour.  Chem.  Soc.,  voL  89, 1881,  p. 
502.    The  same  author,  in  voL  83, 1883,  p.  686,  gives  analyses  of  waters  from  Askem,  Yorkshire. 


0 

H 

I 

J 

K 

L 

CI 

61.09 
.15 
.03 

52.72 
.42 
.54 

56.58 

.04 

trace 

58.76 
.37 
.14 

58.81 
.19 
.01 

trace 

"".'23" 
2.12 
trace 

60.83 

Br 

.07 

I 

trace 

F 

8O4 

.18 

trace 

.78 

.12 

.02 

s  .* 

CO, 

# 

7.66 
trace 

3.13 
trace 
trace 

'*'.'6i' 

32.60 
1.16 
.04 
.07 
4.06 
.12 
.01 
.61 

}      '^ 

1.07 
.02 

1.23 

pSv:::::::::: :.:.:.: 

ABO4 

B.O7 

trace 

trace 

.72 

bd!!:;.::::::::::. :.:.::::::: 

Na. 

34.04 

33.08 
trace 
trace 

'"'4."  is' 

36.  is 
.42 
.22 

'"'i."i6" 

.34 
.08 
.29 

33.61 

.48 

.01 

.03 

2.65 

trace 

.42 

1.37 

23.45 

K 

.35 

li                

.07 

.12 

3.21 

.24 

trace 

NH. 

.03 

oa:!:::::;:::::: :.::::: 

7.28 

Sr 

.07 

Ba-  .            

.76 

Me 

.82 

1.34 

3.12 

ms::::::::;::.: :::: 

.10 

Fe^' 

.03 

".'69' 
trace 

.14 

2.39 

FcoO, 

j^"::::::.:::.: :.::::: 

.01 

trace 

Cu 

trace 

SiO,           

.01 

.76 

.03 

.07 

.30 

Salinity,  parte  per  million 

100.00 
159,000 

100.00 
2,970 

100.00 
8,241 

100.00 
30,150 

100.00 
14,800 

100.00 
6,617 

Although  sodium  chloride  is  the  principal  salt  obtainable  from  the 
waters  represented  by  the  preceding  analyses,  they  owe  their  interest 
to  other  things.  They  have  been  selected  from  the  great  mass  of 
published  material  in  order  to  show  the  extent  to  which  substances 
like  bromine,  iodine,  sulphur,  hthium,  barium,  strontium,  and  iron 
occur  in  waters  of  this  class.^ 

To  these  minor  constituents  the  therapeutic  value  of  mineral  waters 
is  commonly  ascribed,  but  to  considerations  of  that  sort  no  attention 

>  For  the  common  oocnzreooe  of  Sr,  Ba,  Hn,  As,  etc.,  in  mineral  springs  see  J.  C.  Oil,  Rev.  Acad.  ci. 
Madrid,  voL  8»  1909,  p.  131.  On  selentami  in  mineral  waters  see  F.  Taboory,  BnU.  Soc.  chlm.,  4th  ser., 
ToL  5,1909,  p.  866. 
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can  be  paid  here.    The  last  analysis  given,  that  of  the  Chloride  of 

Iron  Spa  at  Harrogate,  is  interesting  as  marking  a  transition  to 

another  group  of  chloride  waters,  in  which  the  proportion  of  sodium 

is  decreased  and  large  quantities  of  calcium  appear.    Sometimes 

magnesium  is  also  abundant;  for  example,  in  salts  from  the  group 

of  springs  at  Kapouran,  Java,  S.  Meunier  ^  found  54.2  per  cent  of 

calcium  chloride  and  40.65  per  cent  of  magnesium  chloride.    The 

foUowing  analyses  are  characterized  by  the  presence  of  calcium  in 

large  proportion : ' 

Analyus  of  chloride  waters — 11. 

A.  Brine  from  well  2,067  feet  deep  at  Oonneautsvllle,  Pennsylvania.    Analysis  by  A.  E.  Robinson  and 
C.  F.  Mabery,  Joor.  Am.  Chem.  Boo.,  vol  18, 18M,  p.  916.    A  little  HtS  is  present. 

B.  Well  at  Bowennan's  miUs,  Whitby,  Canada.    Analysis  by  T.  Sterry  Hunt,  Oeology  of  Canada,  1863, 
p.  647.    Analyses  of  other  waters  are  given  in  this  memoir. 

C.  Water  tram  well  192  feet  deep,  Manitoulln  Island,  Lake  Huron.    Analysis  by  T.  Sterry  Hunt,  Chem- 
ical and  geological  essays,  1876,  p.  168. 

D.  Water  firom  the  Silver  Islet  mine,  Lake  Superior.    Analysis  by  F.  D.  Adams,  Ann.  Rept.  Oeol. 
Survey  Canada,  new  ser.,  vol.  1, 1886,  p.  17  M. 

E.  Water  from  the  lower  level  of  the  Qnincy  mine,  Hancock,  Michigan.    Analysis  by  O.  Steiger.  In  the 
aboratory  of  the  United  States  Geological  Survey. 

F.  Water  tnim  boring  on  Kanab  Greek,  near  Port  Haney,  British  Columbia.    Analysis  by  F.  O.  Wait, 
Ann.  Rept.  Qeol.  Survey  Canada,  vol.  6, 11,  new  ser.,  1890-91,  p.  22  R. 

G.  Boiling  spring  at  Savu-Savu,  Fiji.    Analysis  by  A.  Llversidge,  Proo.  Roy.  Soc.  New  South  Wales, 
vol.  14, 1880,  p.  147.    Part  of  the  aluminum  In  this  water  Is  reported  as  AIGU  and  part  as  AltOt. 


A 

B 

c 

D 

£ 

F 

G 

CI 

62.31 
.53 
.01 
.03 
.27 

64.43 

.41 

trace 

64.45 

61.57 

63.55 

63.39 

57.91 

Br 

I 

preeent 
none 

"""5.' 27' 
.42 

8O4 

.13 
.48 

.01 

.01 

none 

5.63 

none 

3.38 

00, 

.09 

trace 

po!:v;;:::::::::::::: 

trace 

Na. 

18.35 

1.55 

.04 

.23 

13.86 

16.17 
trace 

8.71 
1.92 

18.33 
.67 

16.65 

K 

.93 

Li 

NH4 

Ca.* 

13.68 
trace 
5.22 

20.67 

17.46 

30.78 

30.89 

18.34 

Sr 

Me 

2.53 
.02 

4.25 

1.21 
none 

.01 
none 

.03 

.04 

Af. 

.43 

AbO, 

.54 

Fe 

.25 

trace 

none 

none 

trace 

FejO. 

Mn,Co 

trace 
.15 

none 
.01 

SiO- 

.02 

1.78 

Salinity,  parts  per  mil- 
lion  

100.00 
309,175 

100.00 
46,300 

100.00 
21,660 

100.00 
36,000 

100.00 
212,300 

100.00 
48,500 

100.00 
7,813 

>  Compt.  Rend.,  vol.  103, 1886,  p.  1206. 

s  See  also  the  analysis  of  brine  fkom  a  well  at  Ahna,  Michigan,  by  C.  F.  Chandler  and  C.  £.  Pellew,  Qeol. 
Survey  IClchigan,  vol.  6,  pt.  2, 1894,  p.  46.  Also  one  of  water  fkom  the  Freda  well,  Keweenaw  Point,  Mlchl^ 
gan,  by  Q.  A.  EOnlg,  Rept.  State  Board  Oeol.  Survey  Mlohlgan,  1008,  p.  166.  In  the  deep-seated  waters 
around  Lake  Superior  caloiuin  chloride  seems  to  be  an  Important  constituent.  These  waters  have  been 
careltilly  studied  by  A.  C.  Lane,  Jour.  Canadian  ICln.  Inst.,  voL  12, 1900,  p.  114^  and  Proc.  Lake  Superior 
Mln.  Inst.,  1908,  p.  68. 
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The  next  table  contains  analyses  of  waters  belonging  to  the  chloride 
group,  but  in  which  notable  quantities  of  other  acid  radicles  are  also 
present.    The  chlorine,  however,  predominates. 

Analy$e»  o/ehloride  toaten-^lll. 

A.  Concran  Spring,  Samtoga,  New  York.  Analysis  by  C.  F.  Chandler,  cited  by  A.  C.  Peale  In  Bull. 
U.  8.  OeoL  Survey  No.  32, 18W,  pp.  88, 89. 

B.  Hathora  Spring,  Saratoga,  New  York.  Analysis  bj  Ghandler,  loo.  dt.  For  recent  analysss  of  the 
Hathom  and  twelve  other  Saratoga  waters,  see  J.  K.  Haywood  and  B.  H.  Smith,  Bull.  Bur.  Chemistry 
No.  91,  U.  8.  Dept.  Agr.,  190S. 

G.  Franklin  artesian  well,  Ballston,  New  York.  Analysis  by  Chandler,  op.  cit.,  p.  38.  These  waters 
(A,  B,  and  C)  are  all  reported  as  oontafaning  bloarbonates,  which  in  the  present  tabulation,  are  reduced  to 
normal  salts.  They  all  effervesce  because  of  their  large  content  in  free  COi.  The  PO4  hi  A  and  C  amounts 
to  OOl  grahi  per  galkm. 

D.  Artesian  well  at  LouisvUle,  Kentuoky.  Analysis  by  J.  Lawrence  Smith,  dted  by  Peale,  op.  dt., 
p.  115.    Bicarbonates  reduced  to  normal  salts.    Lithium  is  reported  as  0.02  grain  per  gallon. 

B.  Steamboat  Springs,  Nevada.  Analysis  by  W.  H.  Melville,  given  by  G.  F.  Becker  in  Mon.  U.  8. 
OeoL  Survey,  voL  13, 1888,  p.  840.  Bicarbonates  reduced  to  normal  salts.  The  "  trace "  of  iron  represents 
0l14  part  per  million.  From  a  geologioal  point  of  view  this  water  is  out  of  its  proper  classification.  It  it 
a  Toieanic  water,  whereas  the  other  waters  In  the  table  are  of  sedhnentary  origin. 

F.  Lansdowna  weU,  Cliettanham,  England.  Analysis  by  T.  E.  Thorpe,  lour.  Chem.  Soo.,  voL  66^ 
1804,  p.  773.    The  "trace"  of  bromtaie  Is  0.3  part,  and  that  of  iron  0.1  part  per  million. 

Q.  The  Stanlslawaquelle,  near  Earisdorf,  Oaliola.  Analysis  by  Von  Dunhi-Wasowict  and  J.  Horowits, 
C3Mm.  Oentralbl.,  1899,  pt.  2,  p.  491.  Bicarbonates  reduced  to  normal  salts.  The  NOb  amounts  to  0.03 
part  per  million.    One  kilogram  of  this  water  contains  2.157232  grams  of  free  COt  and  0.10665  gram  of  oiganio 
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E 

P 
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a 

42.00 
1.13 

.02 
trace 

.08 

42.42 
.16 
.02 

txace 

41.95 
.37 
.02 

trace 
.04 

48.03 
.05 
.04 

35.00 

38.01 
trace 
trace 

34.60 

Br 

}      .02 

I 

F 

80. 

14.93 

4.58 

.22 

5.08 

20.89 

.82 

8...;;:::::.: 

CO, 

18.59 

19.28 

18.66 

.49 

4.22 

19.96 

no'... 

trace 

por :::::....: 

trace 

trace 

27.62 

.78 

.08 

6.03 

trace 

.09 

3.41 

trace 

trace 

27.29 

.68 

.16 

5.69 

trace 

.12 

3.92 

trace 

trace 

28.84 

1.83 

.07 
5.04 
trace 

.06 
2,95 

.09 

**29.'84* 
.41 
trace 
3.75 

.03 

8.88 

30.35 

3.79 

.27 

.25 

trace 

bA 

Ni !;;;::;::;..: 

32.80 

.72 

trace 

1.85 

37.29 

K 

.53 

Li 

.01 

Ca 

3.64 

8r 

1.44 

Ba 



.82 

Mff 

2.19 

.01 

i.37 
trace 
trace 

mS:::::::;::::::::::: 

.01 

Fe 

trace 

Fe,0. 

.03 

.07 

.07 

.02 
.06 

.17 

A?A. 

"".'6i* 

.10 

.02 

trace 

11.41 

trace 

ALO, 

trace 

.02 

.03 

4  ^  > 

As 

8b 

Hg 

SiOo 

.14 

.17 

.07 

.     .10 

.14 

.69 

Salinity,  parts  per  mil- 
lion  

100.00 
12,022 

100.00 
15,238 

100.00 
20,315 

100.00 
15,700 

100.00 
2,850 

100.00 

8,870 

100.00 
7,639 
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SUUPHATE   WATERS. 

The  sulphate  waters,  or  the  waters  in  which  SO4  is  the  principal 
negative  ion,  fall,  like  the  chloride  waters,  into  several  groups,  which 
shade  one  into  another  by  imperceptible  gradations.  Among  potable 
waters  of  this  class,  those  which  upon  evaporation  yield  chiefly  cal- 
cium sulphate  are  by  far  the  most  conmion.  Many  examples  of  such 
waters  were  cited  among  the  analyses  of  rivers.  As  a  rule,  on  account 
of  the  slight  solubility  of  gypsum,  their  saUnity  is  relatively  low. 
Waters  of  this  type  are  frequently  found  in  so-caUed  mineral  springs. 
Other  waters,  of  medicinal  significance,  are  essentially  solutions  of 
magnesium  sulphate  or  sodium  sulphate;  still  others  contain  sulphates 
of  aluminum  or  iron,  and  a  small  group  of  waters,  derived  from  the 
oxidation  of  sulphides,  carry  heavy  metals  in  considerable  quantity. 
Examples  of  these  different  classes  are  given  below,  and  some  sulphate 
waters  which  contain  free  acids  will  be  considered  in  a  special  group 
later.    The  following  analyses  are  sufficient  for  present  purposes. 

Arudyies  oftulphate  toaten, 

A.  AbUezia  well,  14  mUes  northwest  of  Abilene,  Kansas,  130  feet  deep.  Analysis  by  E.  H.  8.  Bailey, 
UniT.  Oeol.  Survey  Kansas,  vol.  7, 1902,  p.  166.  The  ^'traces"  refer  to  4  parts  NOi  and  3.2  parts  Fe  per 
million  of  water. 

B.  Spring  near  Denver,  Colorado.  Analysis  by  L.  O.  BaUns,  Bull  U.  8.  GeoL  Survey  No.  00, 1800, 
p.  174.    Contains  210  parts  of  tne  COi  per  million. 

C.  Cottage  well,  Cheltenham,  England.  Analysis  by  T.  E.  Thorpe,  Jour.  Chem.  Soc. ,  vol.  65, 1804,  p.  772. 
Contains  0.2  part  of  Fe  per  million. 

D.  Bitter  spring  at  Laa,  Austria.  Analysis  by  A.  Kauer,  Jahrb.  K.-k.  geoL  Reichsanstalt,  vol.  20, 1870, 
p.  118.    Contains  fk^  C0|. 

E.  Water  from  Gruzy,  H4rault,  France.  Analysis  published  by  Braoonnier,  Annales  des  mines,  8th  ser., 
vol.  7, 1886,  p.  143.  From  a  well  14  metons  deep  in  an  old  gypsum  quarry.  The  flseures  around  the  well 
are  lined  with  fibrous  epsomite. 

F.  Bt.  Lorencquelle,  Leuk,  Switserland.  Analysis  by  Q.  Lunge  and  R.  E.  Schmidt,  Zeitschr.  anaL 
Chemie,  vol.  25, 1888,  p.  300.  Contahis  0.06  part  Li,  0.05  part  NH4,  a06  part  Fe,  and  0.11  part  lln  per  mil- 
lion—in each  case  less  than  0.01  per  cent  of  the  total  solids. 
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CI 

o!48 

66.28 

.60 

trace 

2.62 
72.56 

6.56 

57.42 

6.48 

.02 

0.57 

69.87 

4.75 

3.73 

74.16 

.03 

0.34 

so. 

65.86 

CO. 

3.74 

NO. 

pC-  .;....-. 

trace 

ab.; 

trace 

Na 

30.46 
1.08 

11.23 

.22 

trace 

13.51 
.48 

trace 
.01 

8.33 

2.99 
.35 

4.50 
.03 

1.50 

K: 

.30 

Li 

trace 

NH. 

.22 
7.63 

"   ".62* 

trace 

Oa 

.67 

.53 

23.55 

Sr 

.05 

Ba 

trace 

Mg 

.41 

12.79 

7.03 
trace 
trace 

13.18 

17.45 

3.07 

Mn 

}  ■" 

Fe^'' 

trace 

trace 

FeaO. 

} .« 

.01 

ALOs 

.03 

Al.... 

trace 

Cu 

trace 

SiOo 

.02 

.05 

.16 

.42 

.07 

1.66 

Salinity,  parts  per  million 

100.00 
74, 733 

100.00 
60,584 

100.00 
5,518 

100.00 
62,371 

100.00 
101,000 

100.00 
1,948 
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Analy9es  ofmlphate  toat€r<— Continued. 

G.  Spring  ftt  Srebrenica,  Bosnia.  Analyab  by  E.  Ludwtg,  MIn.  pet.  Mitt.,  voL  11, 188»-00,  p.  303.  1.37 
per  cent  of  free  HtSOi  has  been  here  added  to  the  figure  for  the  BO4  radicle.  A  little  oiganio  matter  (11.2 
parts  per  million)  Is  also  present.  On  p.  308  of  the  same  volume  Ludwlg  gives  an  analysis  of  an  add  water 
rich  in  ahimlnum  sulphate  from  Bfidfis,  Transylvania.  Other  papen  in  the  volume  give  a  number  of 
fanportant  analyses  of  springs  in  Bosnia  and  Transylvania.  Some  waters  05"tft*"*"g  unusual  amounts  of 
stronthmi  are  mentioned  in  Rept.  State  Board  OeoL  Survey  Michigan,  1905,  p.  656. 

H.  Alum  well,VenalUes,  Missouri    Analysis  by  P.  Schweitser,  Geol.  Survey  Missouri,  vol  3, 1892,p.  131. 

L  Water  fh>m  Ronoegno,  southern  Tyrol.  Analysis  by  M.  Glflaer  and  W.  Eafanann,  Ber.  Deutsch. 
ehem.  Gesell. ,  vol  21,  ISB,  p.  2870.  For  a  later  analysis  of  Ronoegno  water  see  R.  Nasini,  M.  G.  Levi,  and 
F.  Ageno,  Gan.  chlm.  itaL ,  vol  39  (2),  1900,  p.  481.    They  dte  another  analysis  by  P.  Splca. 

J.  Arsenical  spring,  S.  Orsola,  southern  TyroL  Analyds  by  G.  F.  Eidildter,  Jahrb.  K.-k.  geoL  Reiote* 
aistatt,voL57,ig07,p.A20.    The  traoe  of  Ni  is  0.003  per  cent. 

X.  Spring  on  Shoal  Creek,  4)  miles  west  of  JopUn,  MissourL  Analysis  by  W.  F.  Hlllebrand,  Bull.  U.  S. 
Oeol.  Survey  No.  1 13, 1893,  p.  40.  Total  COa,  free  and  combined,  120.6  parts  per  million.  A  traoe  of  lead  is 
also  reported. 
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0.48 
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0.03 
70.93 

0.33 
71.84 
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62.76 
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8.00 
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trace 
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.75 

H.Aib. 

••*••••■ 
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AaO, 

.41 

.31 

.32 

trace 

3.00 

1.48 

.12 

24.98 

.14 
.21 
.10 

Na 

1.19 

L25 
.23 

.67 

K 

.46 

Li 

Ca 

5.82 
3.39 

"*4.'28' 

7.08 

.93 

.78 

.03 

11.09 

3.09 
.17 
.41 

6.32 
.97 
.24 

1.76 
13.09 

ao5 

1L82 

Me 

.71 

Sb...:::::::...: 

.42 

Fe^' 

.11 

Fe^^' 

Al 

1.21 

7.36 

.08 

Co 

Ni                

trace 

Cd       

.10 

Zn 

.30 

.36 

1.70 

"'"L39' 

.06 

.15 

1.61 

'"Voi" 

1.19 

22.31 

Cu 

.04 

SiO 

2.54 

Salinitv.  oarta  i>er  million 

100.00 
1,723 

100.00 
3,303 

100.00 
8,150 

100.00 
7,883 

100.00 
540 

The  Roncegno  and  S.  Orsola  waters  evidently  derive  their  saline  con- 
stituents from  metallic  sulphides,  apparently,  in  great  part,  from 
arsenical  pyrites.  Arsenical  waters  are  not  uncommon,  and  some  of 
them  contain  enough  arsenic  to  be  poisonous.  The  water  from  Shoal 
Creek  represents  the  oxidation  of  zinc  blende,  together  with  some 
reaction  upon  the  adjacent  limestones,  from  which  its  calcium  and 
carbonic  ions  were  obtained.  It  is  essentially  the  same  thing  as  a 
mine  water,  although  it  is  not  derived  from  any  artificial  opening. 
For  comparison,  three  analyses  of  mine  waters,  carried  out  in  the 
laboratory  of  the  Geological  Survey,  are  appended.  Two  of  them  are 
zinc  waters;  the  third  is  a  strong  solution  of  copper  sulphate.  Such 
waters  play  an  important  part  in  the  leaching  and  reprecipitation  of 
ores,  and  will  be  more  fully  considered  later. 
101881*^— BuU.  491—11 n 
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Andly$e$  of  mine  waten. 

A.f  B.  Two  xnine  waten  from  the  Missoori  sine  region,  analyzed  by  H.  N.  Stokes.  Two  similar  waten 
from  the  same  region  were  analysed  by  C.  P.  WlUiams,  Am.  Chemist,  vol.  7, 1877,  p.  246. 

C.  Water  from  the  Mountain  View  mine,  Butte,  Montana.  Analysis  by  W.  F.  Hillebrand.  Bpeolflo 
gravity,  1.1317  at  16*  G.    Contains,  hi  parts  per  million,  8.6  Ni,  4.6  Co,  6.8  K,  and  1.6  P0«. 
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0.16 
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63.26 
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so. 
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trace 
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trace 
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trace 
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trace 
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3.55 
.26 
.02 
4.88 

04 
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trace 

Li 

trace 
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26 
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01 

Fe^' 

04 

Ni 

trace 

Co 

trace 

Zn 

10.74 

trace 

.02 

.20 

.86 

24.80 

.04 

.09 

1.46 

1.11 

37 

Cu 

38.72 

Cd 

Al 

07 

SiOa 

.06 

Salinity,  parts  per  million u 

100.00 
4,232 

100.00 
9,754 

100.00 
117,860 

Two  other  examples  of  intennediate  waters,  contaming  both  sul- 
phates and  chlorides,  but  with  the  former  in  excess,  may  be  cited 
here.    Both  are  from  Indiana,  and  the  analyses  are  by  W.  A.  Noyes. 

Analyses  of  sulphato-chloride  wafers.     ^ 

A.  King's  mineral  apring,  near  Dallas.  Twenty-sixth  Ann.  Rept  Indiana  Dept.  Geology,  1901,  p.  32. 
Contains  traces  of  Al,  Fe,  Ba,  8r,  Li,  Mn,  Ni,  Zn,  Br,  PO4,  and  B«Ot.  TUs  volame  contains  an  elaborate 
report  upon  the  mineral  waters  of  Indiana,  in  which  many  other  analyses  aie  cited. 

B.  West  Baden  Spring.  Op.  ctt,  p.  109.  Contains  traces  of  Al,  Fe,  Ba,  8r,  Li,  Br,  I,  PO4,  and  B^Or. 
Also  32.6  parts  of  BiS  per  million  of  water. 


A 

B 

CI 

ILIO 

59.68 
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13.89 

.49 

2.91 

10.19 
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46.66 

CO. 

4.11 

Na 
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Ca 
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Mg 
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SiO, 
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RftHnitv  T>artii  T>flr  Tnillion  , - 

100.00 
15,682 

100.00 
4,417 
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CARBONATE   WATERS. 

The  carbonate  waters,  those  in  which  CO,  or  HCO,  is  the  principal 
negative  ion,  fall  into  two  main  subdivisions,  calcium  being  the  im- 
portant base  in  one,  and  sodium  in  thcf  other.  A  large  number  of 
lake  and  river  waters  as  we  have  already  seen,  belong  to  the  first  of 
these  groups,  and  so  do  many  springs  of  the  usual  potable  type; 
waters  of  the  second  group,  however,  are  not  ujicommon.  In  most  of 
these  waters  the  carbonic  acid  present  is  sufficient  to  form  bicarbon- 
ates — a  condition  which  renders  it  possible  for  calcium,  magnesium, 
and  iron  to  remain  in  solution.  Upon  evaporation  of  such  waters, 
CaCO,  and  MgCO,  are  deposited,  while  the  ferrous  bicarbonate  is 
broken  up,  and  insoluble  Fe,0„  or  some  corresponding  hydroxide,  is 
formed  by  oxidation.  The  anhydrous  residue,  in  such  cases,  contains 
no  bicarbonates,  but  the  latter  may  exist  when  sodium  is  predomi- 
nant. The  salt'NaHCO,  is  reasonably  stable.  On  accoimt  of  these 
peculiarities,  which  characterize  the  carbonate  waters,  it  seems  best 
to  state  their  analyses  in  two  ways — one  with  bicarbonate  ions  (when 
they  are  given)  in  terms  of  parts  per  million,  the  other  in  percentages 
of  anhydrous  residue,  as  in  all  the  preceding  tables.  Each  form  of 
statement  has  its  advantages,  but  the  second  method  gives  the  best 
comparison  between  different  waters.  The  following  analyses  repre- 
sent waters  of  the  carbonate  type  :^ 

1  Some  Interesting  oarbonate  w«ten  hma  Colondo  an  deecribed  by  W.  P.  Heedden  in  Am.  Jour.  8cL, 
4th  ser.,  ToL  27, 1900,  p.  306. 
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AnafyieM  ofcarbwuiU  waten. 

A.  lloOMlMid  w«U,  Cub  County,  MiaBourL  Anftlysis  by  P.  Sofaweiteer,  Oeol.  Surrey  MiaKniri.  vol.  Z, 
1883,  p.  181. 

B.  ArteBlan  w»ter.  La  Junta,  Colorado.  WeU  386  feet  deep.  Analysis  by  W.  F  HUlebrand,  in  the  labor- 
atory of  the  United  States  Geological  Survey. 

C.  Ojo  CaUente,  near  Taos,  New  Mexico.  Analysis  by  HUlebrand,  Bull.  U.  S.  Geol.  Survey  No.  113, 
1883,  p.  114.  Traces  of  As,  NO3,  Ba,  NH4,  and  possibly  I,  were  found.  For  the  gedogio  relations  of  Ojo 
CaUflQte  see  W.  Lindgren,  Soon.  Geology,  vol.  5, 1910,  p.  22. 

D.  The  Grande-Grille,  Vichy,  France.  Analysis  by  J.  Bouquet,  Annales  chim.  phys.,  3d  ser.,  vol.  42, 
1854,  p.  304.    Analyses  of  other  Vichy  waters  and  their  sediments  are  given  in  this  memoir.o 

E.  Spring  at  Hikutaia,  Puriri,  district  of  Auckland,  New  Zealand.  Analysis  by  W.  Skey.  Trans.  New 
Zealand  Inst.,  vol.  10, 1877,  p.  423. 

F.  Excelsior  Springs,  Missouri.  Analysis  by  W.  P.  Mason,  Chem.  News,  vol.  61, 1880,  p.  128.  This 
water  is  notable  for  the  relatively  large  amount  of  numganese  whksh  It  contains. 

G.  Spring  in  Pine  Creek  valley,  near  Atlin,  British  Columbia.  Analysis  by  F.  G.  Wait,  Ann.  Kept. 
Geol.  Survey  Canada,  1900,  p.  40  R.    This  water  deposits  hydromagnesite  and  calcareous  tufa. 

H.  WOhfllmaqueae,  Karisbrunn,  Austrian  Silesia.  Analysis  by  E.  Ludwig,  Mbi.  pet  Mitt.,  vol.  4, 1882 
p.  182. 

L— Parts  per  adllloB  of  water. 
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6.79 

HCO. 

1,287 

6,339.1 
trace 

405.18 

PO... 

.2 

trace 

4.2 

995.7 

31.4 
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1.76 
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trace 
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trace 
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18.85 
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.05 

Fe 

trace 

46.57 
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1.6 

.5 

60.2 

2 
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3.4 
51.0 

2.10 
12.00 

6.5 
82.5 

.30 

sX:.::.:. 

12 

70 

39.6 

69.36 

2,069 

1,668.3 

2,614.4 

5,249 

7,673.1 

489.00 

7,829.5 

621.69 

a  AooonUng  to  De  Gouvenahi  (Compt.  Rend.,  vol.  76, 1873,  p.  1063),  Vkshy  water  contains  7.6  parts  of 
fluorine  per  million.  In  the  water  of  Bourbon-rArchambault  2.68  parts  of  fluorine  were  found.  For 
other  examples  of  water  contafaiing  fluorine  see  J.  C.  GU.  Mem.  Acad.  Barcelona,  vol.  1, 1886,  p.  420;  A.  F. 
de  Silva  and  A.  d' Aguiar.  Bull.  Soo.  chim. ,  3d  ser. .  vol.  21, 1899,  p.  887;  C.  Lepierre,  Compt.  Rend. ,  vol.  128, 
1880,  p.  1289;  J.  Casares,  Zeitschr.  anal.  Chemfe,  vol.  34.  1896.  p.  546;  vol.  44,  19a5,  p.  m;  and  P.  Carles, 
Compt.  Rend.,  vol.  144, 1907,p. 37.  Carles  rarely  failed  to  detect  fluorine  in  mineral  waters,  commonly 
from  0.002  to  0.004  gram  per  liter.  In  one  Vlohy  water  he  found  0.018  gram,  his  maximum.  This  is  18 
parts  per  million. 
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3.84 
trace 

.2.42 

0.03 

0  28 

I 

p 

.19 
5.77 

80- 

6.21 

.06 

44.76 

4.26 

3.75 

.98 

.54 

1.31 

1.68 

s.: 

CO, 

47.45 

41.91 
.01 

46.57 

1.52 

.04 

52.09 
present 

56.92 

67.56 
trace 

38  72 

pS::::;v;:::. ::::::: 

.14 

AflO- 

trace 

B4O7 

.16 

38.08 

1.20 

.12 

.87 

.05 

.41 

none 

trace 

1.13 

.26 

nL! 

41.07 

40.09 
.38 

tnce 
.27 

36.27 
2.88 

"'2.' 29" 

.04 

1.11 

38.39 

.64 

trace 

2.04 

1.92 
.73 

1  36 

K 

.46 

Li 

trace 

Ca 

.30 

29.28 

2.54 

17.18 

Sr 

trace 

Mg 

.12 

.15 

trace 

.14 

1.22 

3.15 

.91 

2.28 

25.03 

4.89 

Mn 

.01 

Fe 

trace 

FeaO, 

.06 

.02 

2.30 

.04 

.21 

.14 

1.79 

17.24 

ALO, 

.20 
3.05 

.43 
2.42 

.07 

si5,f:::::::. :.:::.::. 

.86 

1.32 

.80 

17.97 

100.00 

100.00 

100.00 

100.00 

100.00 

100.00 

100.00 

100.00 

WATERS  OP  MIXED  TYPE. 


The  following  analyses,  which  are  all  reduced  to  the  normal  stand- 
ard, represent  waters  of  mixed  types,  chlorides  with  carbonates;  sul- 
phates with  carbonates;  or  chlorides,  carbonates,  and  sulphates  all 
together.  Waters  of  this  character  are  very  conmion,  and  show 
almost  every  stage  of  intermediate  gradation. 
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Analytes  o/waten  of  mixed  typu, 

A.  The  Vbsinia  Hot  Springs,  Virginia.   Avenge  of  six  springi,  analysed  by  F.  W.  dvln,  BnlL  U.  8. 
GeoL  Barvey  No.  9, 1884,  p.  3S. 

B.  The  Life  weU,FairliaveaSprin«i,Mia9oiiri.    Analysis  by  P.  SchvettMr^OeoL  Survey  HissoialvoLS. 
8ia,p.l74. 

C.  Deep  weU,l£aoomb,  Illinois.   Analysed  by  Q.Stelger  in  the  laboratory  ofthe  United  States  Geological 


D.Cleopatra  Spring,  Yellowstone  National  Park.  Analysis  by  F.  A.  Ooooh  and  J.  B.  Whttfldd,  BolL 
U.  B.  Geol.  Suryey  No.  47, 1888,  p.  8S.    Free  COi,  8M  parts  per  millioQ. 

E.  Omge  Spring,  Yellowstone  National  Park.  Analysisby  Oooohand  Whftfleld,op.Glt.,p.88.  Free 
COi,  02  parts  per  million. 

F.  KfinlgsqueUe,  Bad  Ebter,  Saxony.  Analysis  by  R.  Fledhsig,  dted  by  A.  Goldberg,  15.  Ber.  Natorw. 
OeselL  Chemnlts,  1004.  pp.  74, 108.  This  memoir  is  a  monogn^h  on  the  mineral  waters  of  Saxony,  and 
contains  many  analyses.    Blcarbonates  reduced  to  normal  salts.    Free  COs  is  also  present. 

Q.  The  Sprudel,  Carlsbad,  Bohemia.  Analysis  by  F.Ragsky,  cited  by  Roth,  AUgemelne  and  ohemlsche 
Geologie,  vol.  1,  p.  fiflO.  Contains  0.7W4  gram  ftee  and  hatfoombined  COt,  per  kJtogrsm.  Also  traces  of  Br. 
I,Li,B.Rb,andCB. 

H.  Chalybeate  water,  Mlttagong,  New  South  Wales.  Analysis  by  J.  C.  H.  Mingaye,  Pioe.  Roy.  Soo. 
New  South  Wales,  voL  36, 1803,  p.  73.  ▲  very  unusual  water.  In  the  same  memoir  Mingaye  gives  many 
other  analyses  of  Australian  spring,  artesian,  and  well  waters. 


A 

B 

C 

/ 

B 

F 

G 

H 

CI 

0.64 

0.06 

18.02 

10.09 
trace 

10.07 
tiace 

20.36 

11.62 

27.34 

Br 

F 

.03 
31.19 
19.15 

.01 

SO4 

21.73 
40.02 

51.54 
16.84 

33.22 
13.14 

30.34 
21.65 

32.80 
20.76 

31.47 
10.96 

CO, 

30.58 

po! 

AbO* 

.26 

1.46 

7.50 

2.95 

.13 

.03 

17.76 

BA 

undet 

7.65 

3.78 

.10 

Na.! 

1.81 
2.04 

5.33 

26.88 
.79 

32.51 
.45 
.23 

32.49 
1.35 

7.13 

K 

8.96 

Li 

NH4 

ca.* :  .: 

23.35 

16.86 

5.26 

17.50 

1.40 

2.23 
.01 
.65 
.01 
.02 

4.25 

Sr 

Mg 

5.82 

6.39 

2.23 

4.21 

4.09 

.44 
.19 
.59 

5.89 

mS ::::::::::: 

Fe 

.79 

15.85 

FeoOa 

.07 

at;'.:;;:::::::::::: 

trace 

ALO, 

.58 
4.01 

"iii" 

.04 
.35 

.54 
2.98 

.13 
3.12 

ksj::::::::::::::::: 

1.40 

1.34 

Salinity,  parts  per  mil- 
lion  

100.00 
563 

100.00 
1,670 

100.00 
3,008 

100.00 
1,732 

100.00 
1,612 

100.00 
4,991 

100.00 
5,431 

100.00 
225 

SILICEOUS    WATERS. 

Waters  characterized  by  a  large  relative  proportion  of  silica  are 
common,  and  a  number  of  examples  were  noted  among  river  waters, 
Uruguay  River  forming  the  extreme  case.  Springs  issuing  from 
feldspathic  rocks  are  likely  to  contain  silica  as  a  chief  inorganic  con- 
stituenty  but  the  absolute  amount  of  it  is  generally  small.  In  volcanic 
waters,  on  the  other  hand,  and  especially  in  geyser  waters,  the  silica 
may  reach  half  a  gram  to  the  liter,  and  sometimes  even  more.^    It  is 


1  For  example,  tbe  Opal  Spring,  in  the  YeUofwatooe  National  Park, 
gnun  of  water. 


caotoi  0.7090  giam  of  ailloa  per  kil»> 
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usually  reported  as  SiO,;  although  in  some  cases,  when  the  ordinary 
acid  radicles  are  insufficient  to  satisfy  the  bases,  it  becomes  necessary 
to  assume  the  existence  of  silicates,  even  if  their  precise  nature  is 
unknown.  For  such  waters  it  is  convenient  to  report  this  saline  siUca 
in  the  form  of  the  metasiUcic  radicle  SiO„  the  dried  residue  being 
supposed  to  contain  the  sodium  salt  Na^SiO,;  but  this  is  hardly  more 
than  a  convenient  device  for  evading  a  recognized  imcertainty.  In 
solution,  according  to  L.  Kahlenberg  and  A.  T.  Lincoln,^  sodium 
metasihcate  is  hydrolyzed  into  colloidal  sihca  and  sodium  hydroxide; 
and  this  conclusion  was  also  reached  by  F.  Eohlrausch '  about  five 
years  earher,  although  he  stated  it  in  a  more  tentative  form.  In 
natural  waters,  then,  sihca  is  actually  present  in  the  colloidal  state, 
fmd  not  in  acid  ions.  On  evaporation  to  dryness  the  sihcate  may 
form,  but  only  when  there  is  a  deficiency  of  other  acid  groups.  Such 
a  deficiency  is  indicated  by  a  pronoimced  alkahnity  in  any  highly 
sihceous  water. 

For  convenience,  the  sUicic  waters  are  divided  below  into  two 
groups — ^first,  two  waters  are  given  which  are  probably  not  of  volcanic 
origin;  second,  a  number  of  geyser  waters  appear  in  a  table  by  them- 
selves. The  two  waters  just  mentioned  are  as  follows.  Both  are  rather 
dilute. 

>  Jour.  Physioal  Chem.,  y6L  3.  IMS,  p.  77.  i  ZeltBChr .  physUal.  Ghemie,  vol.  13,  IMS,  p.  773. 
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Jno^MS  qf  iUieic  waters  ncA  qf  %6lMnfic  origin, 

A.  BlgInii8prtiig,Hot8prlsic;BofAifcaiiaa6.  Axialjrili  by  J.  K.H»7««Ki»R^t.  to  U..8.Dept  Interior, 
1902.  ThJb  la  a  typical  water,  aelectodfhim  among  tiie  46  springB  which  wo^  All  the  hot  springs 
In  this  group  are  very  muoh  alike.  Haywood  reports  his  oarbonates  wholly  as  blcarbonates,  and  his  figures 
are  here  restated  in  nonnal  fonn-4hat  is,  HCOi  has  been  reeainnkrfnd  into  the  proper  quanttty  of  COi 
corresponding  to  the  normal  salts. 

B.  Cascade  Sluing,  Olette,  eastern  Pyrenees.  One  of  six  analyses  by  E.  Willm,  Gompt.  Rand.,  vol. 
lM,ltt7,p.ll7S.  Tunpefrntora  70.4*  C.  In  this  water,  whloh  might  also  be  dasaad  as  a  tolphnr  water, 
the  radicle  StOt  represente  the.  presence  of  thlosolphates,  prodooed  by  the  partial  ozidatlon  of  snlphldes. 
Thlosulphates  have  also  been  reported  in  other  waters,  and  several  examples  ftrom  Indiana  are  cited  hi 
Tw«nty.«ixth  Ann.  Bept  Indiana  Dept  Qeology,  1001,  pp.  78, 81, 86. 


01 

Br,  I.. 
8O4.... 

|4;.; 

00,.... 
NO,... 
PO,... 
BO,.... 
Na.... 

K 

Li 

NH4... 

Oa 

Ba,  Sr. 

Mg 

Mn.... 
Fe,Al. 
SiO,... 


Salinity,  parts  per  million. 


100.00 
244 


a  284.8  in  the  origfaial,  where  bicarbonates  are  included.    In  that  stotement  HCOi  forms  flO.00  per  cent 
of  the  total  solids.    This  water  might  be  equally  well  classed  with  the  carbonate  waters. 

For  geyser  waters  and  waters  of  similar  character  the  data  are 
abundant  and  only  a  few  examples  need  be  utilized  here. 
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Analy$e9  qf  geyser  wiUn. 

a  Oonl  Spring,  Nonis  BmIa,  Ydlowstaoe  Natiooal  Park. 

D.  Kchtnns  Spring,  Nonli  Biiato. 

E.  Bench  Spring,  Upper  Qeyser  Basin,  Yellowstone  National  Park. 

F.  Old  Fatthini  Oeyier,  Upper  Oeyser  Basin. 

a.  Exoelalor  Oeyser,  Midway  Basin,  Yellowstone  National  Park.  Analyses  C  to  Q  by  F.  A.  Qoooh  and 
J.  S.  Wbitlleld,  Bull.  U.  S.  Geol.  Survey  No.  47, 1888.  A  number  of  other  geyser  waters  were  analysed 
and  an  reported  in  this  memoir.  The  flguna  giyen  here  vary  aomewfaat  ftrom  the  original  statements, 
having  been  reealoulated  on  a  difflerent  basis.    The  discrepancies,  however,  are  very  slight 

H.  Great  Qeyeer,  Iceland.    Analysis  by  Sandberger,  Ann.  Cham.  Pharm.,  vol.  02, 1847,  p.  49. 

I.  Te  Tanta,  Roturua,  New  Zealand.  The  water  v^ilch  formed  the  white  terrace  of  Rotomahana.  A 
tega  excess  of  sUloa  over  bases,  represented  as  SIO9. 

J.  Otnkapi]anngl,Boton]agBysBrs.  The  water  of  the  pink  terrace.  Exoess  of  sUloa  very  small.  Anal- 
yses I  and  J  by  W.  Skey,  Tians.  New  Zealand  Inst,  vol.  10, 1877,  p.  423.  Thirteen  other  analyses  are  given 
hi  this  memoir.  J.  S.  liaolanrin,  in  Thirty-ntaith  Ann.  Rept  Colonial  Laboratory,  Mines  Dept,  New 
Zealand,  gives  23  analyses  of  mineral  springs  in  New  Zealand.  Several  of  them  are  very  high  in  silica. 
See  also  the  Forty-eeoond  Report  For  early  analyses  of  Yellowstone  waters  see  H.  Lefbnan,  Am.  Jour. 
Set,  ad  ser.,  vol.  25,  pp.  104, 361. 


c 

D 

E 

F 

G 

H 

I 

J 

CI 

36.61 

14.93 
trace 
28.65 

trace 
'29.22' 

31.64 

.25 

1.30 

20.91 
trace 
1.31 

13.52 

26.82 

37.52 

Br 

SO* 

1.84 

9.01 

.32 

10.16 

3.60 

4.96 

s  * 

CO,     

.15 

8.78 
none 

.24 

1.19 

26.42 

1.93 

.40 
trace 

.11 

.04 
trace 
tace 

25.01 
trace 

.29 

1.34 

31.34 

2.43 

.16 
trace 

.17 

.17 
trace 

.13 

po!:::.... :::::..:... 

trace 

AaO.               

.08 

2.24 

21.44 

4.45 

.22 

.02 

.89 

.08 

.2^ 

2.38 

15.65 

4.89 

trace 

.13 
1.42 
none 

"ii.'is' 

2.05 
trace 

"trace' 
trace 

B.Ot 

Ni^:::::::;:::::..:. 

19.71 
1.88 

"'.'28' 

"".'os' 

33.94 
1.01 
trace 

24.22 

K                

.36 

li 

NH^ 

ij  "4 

Ca 

.38 
.09 

2.59 

Mtt 

.19 

is;. : 

Fe 

tnce 

none 

|5.80 

Fe,0.       

.20 
.01 

trace 

S^O^^^^^^^^^ 

.76 

■".'33' 
31.33 

.12 

.17 

.35 

Ai!^:::::::;:;;:::::: 

SiO. 

31.72 

50.78 

27.58 

16.58 

45.04 

'33.'96' 

29.81 

QltJ* 

Salinity,  parU  per  mil- 
lion  

100.00 
1,830 

100.00 
808 

100.00 
473 

100.00 
1,388 

100.00 
1,336 

100.00 
1,131 

100.00 
2,064 

100.00 
2,735 

NITRATE,    PHOSPHATE,    AND    BORATE   WATERS. 

Although  waters  containing  small  quantities  of  nitrates,  borates, 
or  phosphates  are  not  uncommon,  waters  in  which  these  compounds 
are  conspicuous  are  rare.  MelviUe's  analysis  of  Steamboat  Springs 
has  abready  been  cited,  and  the  salts  from  that  watw  contain  nearly 
9  per  cent  of  the  radicle  B4OT,  corresponding  to  about  11.5  per  cent 
of  anhydrous  borax.^    Nitrates  are  usually  regarded  as  evidence  of 

1  Boilo  addln  lurtiinl  wslen  lias  bcto  dJmnamA  by  L.  Dleuliftdt  In  Campt.  Rend.,  yol.  08, 1881,  p.  224; 
▼oL  94, 1882,  p.  1862;  and  vol.  100, 1886,  pp.  1017, 1240.  Aooordlng  to  L.  KahlenberK  and  O.  Scbniner  (Zdt- 
•dir.  phyrikaL  Chcmle,  voL  20, 1800,  p.  647),  the  groap  B^Or  is  not  the  tnie  Ion  of  the  boratea.  It  la  a  ooo- 
Tcnlat  expwwlon,  however,  for  the  negatlye  radicle  of  borax. 
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pollution  in  waters,  but  they  do  not  necessarily  indicate  pollution. 
In  arid  regions,  where  nitrification  goes  on  rapidly,  nitrates  may 
occur  in  considerable  amounts;  some  of  the  underground  waters  of 
Arizona  contain  as  high  as  160  parts  per  milUon  of  nitrogen  in  this 
form.^  The  following  analyses  probably  represent  extreme  examples 
of  phosphates,  borates,  and  nitrates  in  natural  waters: 

Ancdyies  ofphoBphaUy  borate,  and  nitrate  toaters. 

A.  Hot  spring  tram  sulphur  bank  on  the  margin  of  Clear  Lake,  CaUibnila.  Analysis  by  O.  E.  Moore, 
Oeol.  Survey  California,  Qeokigy,  1866,  p.  M.  In  the  original  the  carbonates  are  given  as  Uoarbonates,  and 
ammonium  bicarbonate  is  reported  to  the  extent  of  107.76  grains  per  gallon.  So  great  a  proportion  of  am- 
monium in  a  water  is  extraofdinary,  although  one  add  water,  dted  later  (p.  188),  surpasses  it  In  the 
tabulation  the  bicarbonates  are  reduoed  to  nonnal  salts. 

B.  Hot  water  from  the  Hermann  shaft,  Sulphur  Bank,  Caliioniia. 

C.  Hot  water  from  the  Parrott  shaft,  Sulphur  Bank.  Analyses  B  and  C  by  W.  H.  Melville,  dted  by 
G.  F.  Becker,  Mon.  U.  S.  OeoL  Survey,  vol.  13, 1888,  p.  259.  Some  organic  matter,  a  little  H^,  and  a  con- 
siderable amount  of  COi  are  reported  in  these  waters. 

D.  Phosphatic  water  from  Viry,  Sdne-et-Oiae,  France.  Analysis  by  Bourgoin  and  Chastalng;  abstzaot 
InJour.Chem.  8oc.,vol.64,1888,p.354.  The  water  issues  Ihnn  a  gallery  cut  in  clay.  Bicarbonates  reduoed 
to  normal  salts. 

E.  Spring  "  Valette"  at  Cransac,  Aveyron,  France.  One  of  nine  analyses  by  A.  Camot,  Compt.  Rend., 
vol.  Ill,  1890,  p.  192.  These  springs  Issue  below  beds  of  coal  and  carbonaceous  sdiists,  in  which  fires  have 
occurred.    The  nitrates  were  derived  from  the  oxidation  of  the  nitrogen  compounds  contained  in  the  coaL 

F.  The  holy  well  Zem-Zem  at  Mecca.  Analysis  by  P.  Van  Romburgh,  Rec  tiav.  chim.,  vol.  5, 1886, 
p.  266.  For  a  corroborative  analysis  see  M.  Oresboil,  idem,  vol.  16, 1897,  p.  354.  The  nitrates  of  this  water 
are  commonly  ascribed  to  pollution  by  human  agency;  but  it  is  not  certain  that  so  large  a  quantity,  absohitd 
or  relative,  could  be  derived  from  that  source. « 


A 

B 

C 

D 

B 

F 

CI 

16.49 

.03 

teace. 

21.96 

13.57 

14.39 

5.11 

5.45 

16.44 

I 

S04 

.32 
22.38 

10.06 
4.73 

7.74 

19.46 

6.33 

27.87 

2.58 

36.09 

14.04 

CO. 

12.78 

NO. 

24.62 

B.O,           

25.61 

27.98 

40.09 

P& 

22.41 
3.32 
teace 
trace 

Na::;;:::::::::::;::::::::::;: 

24.99 
trace 

33.97 
.48 

28.49 
.84 

3.53 

.68 

trace 

12.66 

K 

6.67 

Li    

NH^ 

7.88 
trace 
trace 

.05 
.41 
.11 

.02 
.44 
.03 

oa:;:::::::::: 

30.38 
1.21 

15.93 

5.17 

.06 

8.70 

Me 

2.70 

mS::::::::::::::::::::::::::: 

Fe^'                  

.01 

F&^^ 

.06 

ALO. 

.40 
2.64 

siK;?::::::::::::::::. ...:... 

.73 

.90 

4.04 

2.58 

L39 

Salinity,  parte  per  million 

100.00 
66,343 

100.00 
5,096 

100.00 
4,632 

100.00 
490 

100.00 
1,163 

100.00 
3,455 

a  The  mineral  water  of  Chenydale,  Vhrginia,  is  also  reported  to  be  rich  In  nitrates.  See  analysis  by  X.  X. 
Haywood  and  B.  H.  Smith,  of  a  commercial  bottled  sample,  in  Bull.  Bur.  Chemistry  No.  91,  U.  S.  Dcpt. 
Agr.,  1906,  p.  54.  Several  springs  in  Massachusetts,  reported  by  W.  W.  Skinner  (BuU.  Bur.  Chemiitry 
No.  139, 1911).  are  also  remarkab^highin  nitrates. 

»  Reckoned  with  nonnal  carbonates.    With  bicarbonates  the  saUmty  becomes  6,666  parts  per  mlUloii. 

>  See  W.  W.  Skinner,  BolL  Univ.  Ariiflom  Agr.  Kxper.  Sta.  Mo.46^  190B. 
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ACID   WATERS. 

The  last  group  of  waters  that  we  have  to  consider  are  those  which 
contain  free  acids,  sulphuric  or  hydrochloric.  They  may  be  classi- 
fied in  two  •  divisions — first,  add  waters  derived  from  sedimentary 
rocks,  their  acidity  being  probably  due  to  the  oxidation  of  pyrites  or 
other  sulphides;  second,  waters  of  volcanic  origin.  Under  the  first 
heading  the  four  analyses  given  below  may  be  cited.  In  these  anal- 
yses it  seems  best  to  state  the  free  acids  as  such  and  not  in  the  form 
of  ions,  and  to  give,  instead  of  the  normal  ''salinity,''  the  total 
inorganic  impurity  in  parts  per  million. 

Analyses  of  acid  waters  from  sedimerUary  rocks. 

A.  Tbe  Tuscaran  aour  spring,  9  miles  south  of  Brantford,  Canada.  Analysis  by  T.  Sterry  Hunt,  Qeol. 
Surrey  Canada,  1863,  p.  545. 

B.  Oak  Orchard  luring,  Alabama,  Genesee  County,  New  York.  Analysis  by  W.  J.  Craw,  Am.  Jour. 
8cL,  2d  ser.,  vol.  0, 1860,  p.  440.  The  free  add  Is  sUted  In  the  original  as  80*;  it  is  here  recaknlated  into 
HiBO«. 

C.  Spring  9  miles  northwest  of  Jonesyllle,  Lee  County,  Viiglnia.  Analysis  by  L.  E.  Bmoot,  Am.  Chem. 
Jour.,  vol.  19, 1897,  p.  234.    Acidity  low. 

D.  Rockbridge  Alum  Spring,  Virginia.  Analysis  by  M.  B.  Hardin,  Am.  Chemist,  vol.  4, 1S73-74,  p.  347. 
This  water  and  that  analysed  by  Smoot  might  be  equally  well  put  in  the  ordinary  sulphate  group  with 
other  "alum"  springs. 
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Mn 

.69 

Ni 
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Co 
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Cu 

trace 

Al 

1.20 

1.00 
•  1.33 

12.55 
2.88 

11.08 

8iO, 

7.11 

Total  inoiganic  impurity,  parte  per  million 

100.00 
6,161 

100.00 
«6,136 

100.00 
3,715 

100.00 
464 

«  4,085  whan  the  free  aold  is  reckoned  as  BOi. 
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Among  volcanic  waters  acidity  is  much  more  common,  and  many 
examples  of  it  are  known.  The  following  analyses  are  among  the 
most  typical,  and  are  stated  in  the  normal  percentage  form: 

Analyses  of  acid  vxjtUrs  of  volcanic  origin. 

A.  nevU's  Inkpot,  YeUowstone  Nattoiud  Park.  Analjsls  by  F.  A.  Oooch  and  J.  B.  Whitfield,  BtiU. 
U.  S.  GeoL  Survey  No.  47, 188S,  p.  80.  Aoldity  sUght.  Tbia  water  is  oniqae  on  aooount  of  its  high  pro- 
portion of  ammonium  salts.  It  wnntaina  KH4  equivalent  to  2.8  grams  of  ammonium  sulphate  per  liter,  or 
about  83  per  oent  of  the  total  impurity.  Contains  also65  parts  of  free  COs  and  6  parts  of  HiS  permilUon. 
Asan  ammoniacal  water  this  may  be  oompared  with  the  borate  water  flram  Clear  Lake,  California,  previously 
dted. 

B.  lUo  Vinagre, Colombia.  Analysis  by  J.  B.  Bonmringanlt,  Annales  chim.  phys.,  5th  ser.,  vol.  2, 1874, 
p.  80.  Free  SOg  recalculated  into  H1SO4.  BonsulDganlt  also  gives  analyses  of  several  saline  waters  from 
the  same  region.  On  p.  81  he  estimates  that  Rio  Vinagre  at  Puraoe  carries,  each  day,  46,873  kilograms  of 
H1SO4  and  42,150  kilograms  of  HCl.   These  figures  correspond  to  17,000  and  15,000  metric  tons  per  annmn. 

C.  Hot  Spring,  Paramo  de  Ruis,  Colombia.  Analysis  by  H.  Lewy,  cited  by  Boussingault,  op.cit.,  p.  01. 
Free  SOg  recalculated  into  HgS04. 

D.  Soliatara  at  Possuoii,  Italy.    Analysis  by  S.  De  Luca,  Compt.  Rend.,  vol.  70, 1870,  p.  408. 

E.  Brook  Sungi  Pait,  from  crater  of  IdJ4n  volcano,  Java.  Analysis  by  F.  A.  Flfloklger,  Jahresber. 
Chemie,  1882.  p.  820.    Acid  waters  are  not  uncommon  in  Java. 
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trace 

1.53 
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3.18 

7.16 
trace 
12.72 

4.44 

Ab 

SiOa 

2.67 

.80 

2.21 

.83 

Total  impurity,  parts  per  million 

100.00 
3,366 

100.00 
«2,969 

100.00 
^8,296. 

100.00 
c2,477 

100.00 
18,060 

a  2,960  With  free  BO|  instead  of  H^O^. 
^  7,028  with  free  SOt  instead  of  H^O«. 


«2,401  with  fieeSOs  instead  of  H^0«. 
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Anafytet  of  add  waien  of  volcame  oH^Ptn^-Oontinued. 

F.  Hot  Lake,  WUte  Island,  Bay  of  Plenty,  New  Zealand.  Analysis  by  C.  Da  Fonteil,  Ann.  Gbem. 
Fhann.,  vol.  96, 1855,  p.  1118.    Praottoally  a  10  per  cent  solatlon  of  hydrooiiloric  acid. 

G.  Probably  the  same  water  as  that  of  F.  Analysis  by  W.  8k^,  Trans.  New  Zealand  Inst.,  vol.  10, 
1877,  p.  423.  In  a  later  analysis  by  J.  B.  ICadaorln  (Proc.  Chem.  Soc.,  vol.  37, 1911,  p.  10),  the  presence  of 
pentathionio  add  Is  reported. 

H.  Cameron's  Bath,  Rotonia  geyser  district.  New  Zealand.  Analysis  by  Skey ,  loccit.  Contains  6  parts 
p«  million  of  HiB. 

I.  Yellow  lake  or  hot  pool,  crater  of  Taal  voloaoo,  Luaon,  Philippine  Islands. 

J.  Green  lake  or  pool,  crater  of  Taal  volcano.  Analyses  I  and  J  by  J.  Centeno,  Estudio  geoldgico  del 
voloAn  de  Taal,  Madrid,  1885.  Obscurely  stated.  Recalculated  on  the  assumption  that  ''foe&to  sddlco" 
means  NatPO^,  and  that  sulphuric  acid  means  H18O4  and  not  80s.  The  free  add,  however,  should  prob- 
ably be  all  hydroohk>rlo,  with  no  sulphuric  at  all.  In  this  matter  I  have  simply  followed  the  author.  Com- 
pare dtation  by  G.  F.  Becker,  Twenty-first  Ann.  Kept.  U.  8.  Geol.  Survey,  pt.  3, 1901,  p.  49.  For  recent 
analyses  of  these  Taal  waters,  see  R.  F.  Bacon,  PniUppine  Jour.  8cl.,  vol.  1, 1906,  p.  433;  vol.  2, 1907,  p.  115, 
Unfortunatdy,  these  analyses,  wbkib.  combotate  CentenCs,  an  stated  in  such  form  that  I  can  not  reduce 
them  to  the  uniform  standards. 

For  analyses  of  the  California  geysers,  see  Wtaislow  Andsnon,  ICtaienl  sprlnigB  and  health  rerorts  of 
CalUbmia,  San  Francisco,  1892,  pp.  136-153.   Some  of  these  waters  are  strongly  acid. 
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.78 
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Fe''' 

5.98 
.35 

5.55 

Al 
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.03 

.18 

5.39 

2.37 

1.23 

Total  impurity,  parte  per  million 

100.00 
158,051 

100.00 
194,830 

100.00 
1,862 

100.00 
26,989 

100.00 
60,023 

Still  another  acid  water,  from  the  crater  of  Popocatepetl,  was 
partially  analyzed  by  J.  Lef ort.*  It  contained  1 1 .009  grams  of  hydro- 
chloric acid  and  3.643  of  sulphuric  acid  in  1,000  parts,  together  with 
2.080  grams  of  alumina,  0.699  of  soda,  and  0.081  of  ferric  oxide. 
Lime,  magnesia,  silica,  and  arsenic  were  present  in  traces.  These 
data  are  too  incomplete  to  admit  of  systematic  discussion.  The 
total  dissolved  matter  amounted  to  17,512  parts  per  million. 

J.  B.  Boussingault,'  in  his  memoir  on  the  acid  waters  of  the  Colom- 
bian Andes,  discusses  at  some  length  the  question  of  their  origin. 
He  shows  that  hydrochloric  acid  may  be  generated  by  the  action  of 
steam  upon  a  mixture  of  chlorides  and  silica,  and  also  that  hot  gas- 
eous hydrochloric  acid  will  liberate  sulphuric  acid  from  sulphates. 
Both  of  these  reactions  may  take  place  in  volcanoes.    Sulphuric  acid 


s  Compt,  Esnd.,  Td.  M,  IMS,  p.  000. 


*  Anoatoi  eblin.  phys.!  hth  Mr.,  vol.  2, 1874,  p.  76. 
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may  also  be  formed  by  volcanic  heat,  sulphur,  either  free  or  derived 
from  sulphides,  first  burning  to  SO,,  which  afterward,  in  presence 
of  moisture,  oxidizes  to  H3SO4.  It  is  also  to  be  borne  in  mind  that 
aqueous  sulphuric  acid  will  decompose  chlorides,  with  liberation  of 
HCl,  and  this  reaction  also  probably  occurs.  The  acidity  of  a  vol- 
canic water,  then,  may  be  due  to  a  variety  of  causes,  which  operate 
under  varying  conditions  of  material  and  temperature.  We  may  not 
be  able  to  say  with  certainty  that  a  given  water  of  this  class  origi- 
nated in  a  given  way,  but  we  can  see  that  the  reactions  which  pro- 
duce it  are  neither  complex  nor  obscure.^ 

SUMMARY  OF  WATERS. 

From  the  evidence  before  us  the  classification  of  natural  waters 
according  to  their  negative  or  acid  ions  seems  to  be  fully  justified. 
This  question  has  been  partially  discussed  in  previous  chapters;  but 
the  greater  variety  of  composition  shown  by  'mineral  springs  enables 
us  now  to  cover  the  ground  much  more  completely.  The  main  di- 
visions and  subdivisions  are  as  follows: 

I.  Chloride  waten.    Principal  negative  ion  01. 

A.  Principal  positive  ion  sodium. 

B.  Principal  positive  ion  calcium. 

C.  Waten  rich  in  magnesium. 

n.  Sulphate  waten.    Principal  negative  ion  8O4. 

A.  Principal  positive  ion  sodium. 

B.  Principal  positive  ion  calcium. 

I  G.  Principal  positive  ion  magnesium. 

D.  Waten  rich  in  iron  or  aluminum. 

E.  Waten  containing  heavy  metals,  such  as  zinc. 

in.  Sulphato-chloride  waten,  with  8O4  and  Gl  both  abimdant 
IV.  Garbonate  waten.    Principal  negative  ion  GO,  or  HGOt. 

A.  Principal  positive  ion  sodimn. 

B.  Principal  positive  ion  calcium. 
G.  Ghalybeate  waten. 

y .  Sulphato-carbonate  waten.    SO4  and  GOs  both  abundant 
yi.  Ghloro-carbonate  waten.    Gl  and  GOg  both  abundant. 

VII.  Triple  waten,  containing  chlorides,  sulphates,  and  carbonates  in  equally 
notable  amounts. 
VIII.  Siliceous  waten.    Rich  in  SiO,. 
IX.  Borate  waten.    Principal  negative  radicle  B4O7. 
X.  Nitrate  waten.    Principal  negative  ion  NO,. 
XI.  Phosphate  waten.    Principal  negative  ion  PO4. 
XII.  Acid  waten.    Gontain  free  acids. 

A.  Acid  chiefly  sulphuric. 

B.  Acid  chiefly  hydrochloric. 

This  classification  is  sufficient  for  all  practical  purposes,  although 
it  might  be  subdivided  still  further  in  order  to  cover  certain  excep- 
tional cases,  as,  for  example,  the  feebly  acid  ammonium  suphate 

>  In'BiiU.  U.  S.  O60I.  Survey  No.  315, 1907,  p.  489,  W.  T.  Lee oites  an  analysis  by  W.  H.  Bairofastrangly 
■old  water  fram.ljbtfolpfaiir  beds  of  CovisCrMk,  Utah.  ItoontaiiiB  4,638  portsper  million  of  free  H^904 
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water  of  the  Devil's  Inkpot.  Many  waters  are  obviously  interme- 
diate in  character,  like  the  brines  containing  both  calcium  and 
sodium,  or  the  sulphates  of  two  or  more  bases  in  something  like 
equally  important  quantities.  In  a  classification  based  on  thera- 
peutic considerations  sulphur  waters  would  form  a  distinct  group; 
but  sulphides  occur  in  subordinate  amounts,'  and  from  a  chemical 
point  of  view  are  merely  incidental  impurities.  It  has  already  been 
observed  that  mixtures  can  not  be  classified  rigorously,  a  conclusion 
^^ch  it  is  well  to  reiterate  now.  The  classification  of  natural 
waters  is  only  approximate,  and  a  matter  of  convenience  rather  than 
of  fixed  principles. 

CHANGES   IN   WATERS. 

When  the  water  of  a  spring  emerges  into  the  open  air  it  begins  to 
undergo  changes.  It  may  flow  into  other  waters,  and  so  lose  its 
individuality;  it  may  simply  evaporate,  leaving  a  saline  residue;  it 
may  react  upon  adjacent  material  and  so  produce  new  substances; 
or,  by  cooling,  it  may  deposit  some  one  or  more  of  its  constituents. 
The  first  of  these  contingencies  admits  of  no  systematic  discussion; 
the  third  will  be  considered  in  the  next  chapter;  the  others  can 
receive  attention  now. 

Alteration  by  loss  of  gaseous  contents  is  observed  in  two  impor- 
tant groups — the  sulphur  waters  and  those  containing  an  excess  of  ^ 
carbonic  acid.  Hydrogen  sulphide  partly  escapes  into  the  atmos- 
phere without  immediate  change,  and  part  of  it  is  oxidized,  with 
deposition  of  sulphur  and  the  formation  of  thiosulphates  and  finally 
sulphates,  which  remain  in  solution.  Deposits  of  finely  divided 
sulphur  are  conmion  aroxmd  those  springs  which  emit  hydrogen 
sulphide,  but  they  frequently  contain  other  substances,  such  as 
silica,  calcium  carbonate,  and  ocherous  matter.  Since,  however,  the 
sulphur  is  a  product  of  partial  oxidation,  this  change  comes  more 
appropriately  imder  the  heading  of  reaction  with  adjacent  material, 
the  latter,  in  this  case,  being  oxygen  derived  from  the  air.  The 
hydrogen  sulphide  itself  may  be  generated  by  the  action  of  acid 
waters  upon  other  sulphides,  but  it  is  more  conmionly  produced  by 
the  reduction  of  sulphates  through  the  agency  of  organic  matter, 
and  the  subsequent  decomposition  of  the  resultant  alkaline  com- 
pounds by  carbonic  acid.  The  last  reaction,  however,  as  A.  B^champ  * 
has  shown,  is  reversible.  Carbon  dioxide  decomposes  solutions  of 
calcium  hydrosulphide;  but,  on  the  other  hand,  hydrogen  sulphide 
can  partly  decompose  solutions  of  calcium  carbonate.  Bicarbonates 
and  sulphides,  therefore,  can  coexist  in  mineral  waters  in  a  state  of 
unstable  equilibrium. 

1  AimalM  chim.  phyi.,  4th  ser.,  vol.  16,  1860,  p.  202.    See  also  a  recent  pbyslooohemioal  dlnoflskm  by 
7.  Amrbacdi,  ZeltMsbr.  phystkal.  Cbemle,  vol.  40, 1004,  p.  217. 
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CAIiCAREOUS    SINTER. 

With  carbonated  waters  the  changes  due  to  escape  of  gas  are  more 
conspicuous,  at  least  when  calcium,  magnesium,  or  iron  happen  to  be 
the  important  basic  ions.  YiThen  the  ^'bicarbonic*'  ion  HCO,  breaks 
up,  losing  carbon  dioxide  to  the  atmosphere,  the  normal  calcium  or 
magnesium  carbonate  is  formed  and,  being  insoluble,  is  precipitated. 
If  we  assume  calcium  bicarbonate  as  existent  in  solution,  the  reaction 
is  Bs  follows: 

CaHjCA^-CaCOs  +  HjO+CO,; 

but  the  change  is  modified  by  other  substances  which  may  be  present, 
and  so  the  product  is  rarely  pure,  nor  is  the  precipitation  absolutely 
complete.  Calcareous  sinter,  tufa,  or  travertine  is  thus  produced, 
and  in  many  localities  it  is  an  important  deposit.  The  carbonate 
waters  of  the  Yellowstone  Park,  for  example,  form  laige  bodies  of 
this  character,  and  many  analyses  of  it  haye  been  made.  It  is  also 
abundant  in  the  Lahontan  and  Bonneville  basins,  as  mentioned  in 
the  preceding  chapter.  The  following  analyses  of  typical  American 
material  are  sufSicient  to  show  its  usual  composition: 

Analyses  of  ccdcareotu  sinters, 

A.  TiBvertine,  Temoe  Mmintain,  Mammoth  Hot  Springs,  Yellowstone  National  Park.  Analysis  by 
F.  A.  Gooch,  Boll.  U.  S.  Oeol.  Survey  No.  228, 19M,  p.  328. 

B.  Travertine,  near  Pulsating  Geyser,  Mammoth  Hot  Sprinsi.  Analysis  by  J.  E.  Whitfield,  BolL 
U.  S.  Geol.  Survey  No.  228, 1904,  p.  823.  Other  analyses  of  caloaieous  deposits  are  given  in  the  same  pabU- 
eation.    See  also  W.  H.  Weed,  Ninth  Ann.  Rept.  U.  S.  Geol.  Survey,  1889,  p.  619. 

C.  Lithoid  tofft,  Lahontan  basin,  Nevada.  One  of  three  analyses  by  O.  D.  Allen,  citad  by  I.  C.  Rosseil, 
Mon.  U.  S.  Geol.  Survey,  vol.  11, 1885,  p.  208. 

D.  Calcareous  tuft^  mahi  terraoe.  Redding  Spring,  Great  Salt  Lake  Desert.  Analysis  by  R.  W.  Wood- 
ward, Rept  U.  S.  Geol.  Ezplor.  40th  Par.,  vol.  1, 1878,  p.  502. 
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Analyses  of  several  European  tufas  are  given  by  Roth/  and  they 
exhibit  many  variations  in  composition.  Ten  calcareous  deposits 
from  the  springs  of  Vichy  were  analyzed  by  J.  Bouquet,*  who  found 
strontium  and  arsenic  in  them.  The  arsenic  ranged  from  a  trace  to 
1.16  per  cent  of  As^Oq.  In  the  Carlsbad  ^'Sprudelstein"  Blum  and 
Leddin '  also  found  arsenic  to  the  extent  of  0.27  per  cent.  In  a  tufa 
from  the  Doughty  Springs,  in  Delta  County,  Colorado,  W.  P.  Head- 
den  ^  found  barium  sulphate  ranging  from  a  small  amount  up  to  nearly 
95  per  cent.  This  tufa  or  sinter  was  distinctly  radioactive,  and 
probably  contained  traces  of  raditun. 

The  commonest  companion  of  calcium  carbonate  in  sinter  is  mag- 
nesium carbonate,  which  is  rarely,  if  ever,  absent.  According  to 
H.  Leitmeier  *  the  springs  of  Lohitsch  in  Styria  deposit  hydrous  car- 
bonate of  magnesium.  The  presence  of  magnesium  salts  in  a  water 
favors  the  deposition  of  calcium  carbonate  in  the  form  of  aragonite, 
as  shown  by  F.  Comu "  and  F.  Vetter.^  Calcite,  however,  is  much 
more  common  in  sinters  than  aragonite.  In  rare  instances  fluorite 
is  deposited.^  Sihca  and  ferric  hydroxide  are  also  frequent  con- 
taminations of  tufas.  In  short,  the  calcium  carbonate  precipitated 
from  natural  waters  may  carry  down  with  it  a  great  variety  of 
impurities,  which  depend  upon  the  character  of  the  spring. 

OCHEROTJS    DEPOSITS. 

When  ferrous  ions  are  present  in  a  carbonate  water,  loss  of  carbonic 
acid  is  followed  or  accompanied  by  oxidation,  and  the  precipitated 
material  is  an  ocherous  ferric  hydroxide.  Aroimd  chalybeate  springs 
these  deposits  of  iron  rust  are  always  noticeable.  With  substances 
of  this  character  calcium  and  magnesium  carbonates  are  often  thrown 
down,  and  also  siUca,  so  that  the  ochers  from  iron  springs  vary  much 
in  composition.  Between  an  ocher  and  a  calcareous  sinter  every 
intermediate  mixture  may  occur.  Sometines  when  sulphates  have 
been  reduced  by  organic  matter  sulphides  of  iron  are  deposited,  and 
a  number  of  examples  of  this  kind  are  cited  by  Roth.^  The  following 
analyses  will  illustrate  the  usual  character  of  these  sediments. 

1  AUgem.  chem.  GeoL,  toI.  1,  p.  589. 

*  Annales  ehlm.  phys.,  3d  ser.,  vol.  42, 1854,  p.  332.  For  later  analyses  of  Vkdiy  deposits,  see  C.  Oiiard 
and  F.  Bordas,  Compt.  Rend.,  vol.  132, 1901,  p.  1423. 

s  Ann.  Chem.  Phann.,  vol.  73, 1850,  p.  217. 

*  Froc.  Colorado  Sci.  Soc.,  vol.  8, 1906,  pp.  1-^.  Analyses  of  six  of  the  springs  are  given  In  this  memoir, 
and  several  analyses  of  sinters.  On  the  coexistence  of  barium  and  sulphates  in  mineral  waters  see  P.  Carles, 
Jour.  Chem.  Soc.,  voL  80  (abstracts),  pt.  2. 1901,  p.  506.  AUcallne  bicarbonates,  with  an  excess  of  COi,  can 
hold  barium  In  solution,  notwithstanding  the  presence  of  sulphates.  R.  Delkeskamp,  in  Notlzbl.  Ver. 
Erdknnde,  4th  ser.,  Heft  21,  p.  47,  has  discussed  the  occurrence  of  barium  in  natural  waters  and  tabulated 
a  large  number  of  occurrences.  See  also  J.  White,  Jahresber.  Chemie,  1809,  p.  635,  on  barium  in  artesian 
waters  of  Derbyshire. 

»  Zeltschr.  Kryst.  Min.,  vol.  47, 1909,  p.  104.  ^ 

*  Oesterr.  Zeltschr.  Berg-  u.  HQttenwesen,  voL  56, 1907,  p.  596. 
v  Zeltschr.  Kryst.  Min.,  vd.  48, 1910.  p.  45. 

*  See  W.  Llndgren,  Econ.  Geology,  voL  5«  1910,  p.  22. 

*  AUgemelne  und  chemisehe  Oeologte,  vol.  1,  pp.  509, 600. 

101381**— BuU.  491—11 13 


Digitized  by  VnOOQ IC 


194 


THE  DATA  OF  GBOCHEMI8TBY. 


Analyses  ofoeherous  deposits. 

A.  Deposit  from  Diibnrg,  Oermany.    Analysis  by  F.  J.  H.  Ludwig,  Jahresber.  Chemie,  1847-48,  p.  1012. 

B.  Deposit  from  Naahebn,  Oermany.   Analysis  by  Ewald,  Jahnsber.  Chemie,  1847-48,  p.  1012. 

C.  Deposit  from  Endos  des  Cttestins,  Vichy.  One  of  four  analyses  by  J.  Bouquet,  Annales  chim.  phys., 
3d  ser.,  vol.  42, 1864,  p.  336.  The  "quarts  and  mica"  of  ooorse  do  not  belong  with  the  sediment,  but  are 
an  accidental  addition  to  it. 

D.  Deposit  from  Chalybeate  Spring,  Death  Oulch,  YellowBtone  National  Park.  Analysis  by  J.  E. 
Whitfield  in  the  laboratory  of  the  United  States  Geological  Survey.  For  an  analysis  of  water  from  Death 
Oulch,  see  O.  B.  Frankforter,  Jour.  Am.  Chem.  Soc.,  yol.  28,  lOOe,  p.  714. 


FeaO. 

MnA-  - .  ■ 

AlA 

CaO 

CaCOj.... 
MgCOa-... 
NaCl,  etc. 
SO. 


57.303 
6.' 683* 


49.86 
.40 


47.40 
trace 


JjOj 

Soluble  SiOj 

H2O 

Organic  matter. . . 

Sand 

Quartz  and  mica. 
GOjand  loss 


.543 
\'663" 


23. 333 

.542 

5.388 


6.145 


100.000 


20.81 


10.85 
6.03 


2.59 


trace 


2.81 
23.53 


6.96 
1.04 

25.72 


63.03 


2.06 


100.00 


100.06 


.08 


8.35 


1.37 
26.94 


99.77 


The  deposit  represented  by  analysis  D  evidently  contains  an 
admixture  of  a  basic  sulphate  of  iron.  A  number  of  such  salts  are 
known  among  natural  minerals  and  are  commonly  formed  by  deposi- 
tion from  chalybeate  solutions.  Their  consideration,  however,  does 
not  belong  in  this  chapter.  Ocherous  deposits  rich  in  manganese 
are  also  known.  For  example,  M.  WeibuU  *  has  described  a  spring 
near  Lund,  in  Sweden,  which  contains  23  milligrams  of  MnO  to  the 
liter  of  water.  From  this,  by  the  action  of  the  organism  Orenothrix 
manganifera,  the  manganese  oxide  is  precipitated  in  such  quantities 
as  to  clog  water  pipes. 

SILICEOUS  DEPOSITS. 

Siliceous  deposits  are  formed  by  all  waters  containing  silica,  but 
are  commonly  so  small  as  to  be  inconspicuous.  The  silica  then  ap- 
pears, as  in  the  preceding  tables  of  analyses,  as  an  impurity  in  some- 
thing else.    From  hot  springs,  however,  which  often  contain  silica 

I  Jour.  Chem.  Soo.|  vol.  92,  pt.  2, 1907,  p.  888,  abstnMit. 
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in  large  quantities,  great  bodies  of  sinter  are  produced,  and  this  has 
a  composition  approaching  that  of  opal.  Mineralogically,  siliceous 
sinter  is  classed  as  a  variety  of  opal,  for  it  consists  mainly  of 
hydrated  silica  with  variable  impurities.  According  to  W.  H.  Weed,* 
who  has  studied  the  formation  of  sinters  in  the  Yellowstone  Park, 
the  deposit  may  be  due  either  to  relief  of  pressure,  to  cooling,  to 
chemical  reactions  between  different  waters,  to  simple  evaporation, 
or  to  the  action  of  algse.  In  the  last  case  the  silica  forms  a  gelatinous 
layer  upon  the  algous  growths,  and  this,  after  the  death  of  the  algae, 
gradually  hardens  to  sinter.  The  subjoined  analyses  (A  to  E)  of 
Yellowstone  Park  sinters  are  selected  from  among  fifteen  which  were 
made  by  J.  E.  Whitfield  in  the  laboratory  of  the  United  States  Greo- 
logical  Survey.* 

Analyses  of  sinters  from  Yellowstone  Park,  etc. 

A.  Incroststkiii,  Exodslor  Geyser  Batiii. 

B.  Opal  deposit,  Nonla  Basin. 

C.  Compact  sinter,  Old  Falthltd  Qeyaer. 

D.  Deposit  from  Artemisia  Oeyser. 

B.  Oeyserlte  incrastatiOQ,  Olant  group,  Upper  Basin. 

F.  SlUoeoos  sinter.  Steamboat  Springs,  Nevada.    Analysis  by  R.  W.  Woodward,  Rept.  U.  8.  GeoL 
E]qilor.  40th  Par.,  ydL  2, 1S77,  p.  826. 


A 

B 

c 

D 

£ 

F 

SiOj 

94.40 
}      .79 

93.60 
1.06 
trace 

89.54 
2.12 
trace 

83.10 
6.02 
trace 

72.25 

10.96 

.76 

.31 

.74 

.10 

1.66 

3.55 

.36 

9.02 

.20 

.45 

92.67 

AJ-0. 

}  .» 

Fio' 

FeS.";;;;::::::. ..:.::. :.:::: 

CaO 

none 
none 

.50 
trace 

1.71 
trace 
.30 
1.12 
trace 
5.13 

.80 

.21 

.87 

2.18 

""6.'73' 

.14 

MffO 

.05 

kSl;.;;::::::::::. :::::::::; 

.18 

NajO 

.75 

Ni£l 

HjOa 

5.02 

4.71 

5.45 

CV.          

SO, 

trace 

.28 

8^:;:;:::::: :::.:::: 

trace 

100.21 

99.87 

99.92 

100.19 

100.36 

100.04 

a  Loss  on  Ignition. 

At  Steamboat  Springs  O.  F.  Becker '  found  the  deposits  to  contain 
•also  sulphides  of  antimony,  arsenic,  lead,  copper,  and  mercury,  ferric 

I  Am.  Jour.  Sci.,  8d  ser.,  toI.  37, 1880,  p.  351. 

X  BnU.  U.  S.  Qeol.  Survey  No.  228, 1904,  pp.  208-200.    A  very  exceptional  sinter,  from  a  warm  spring  in 
Sdangor,  Malay  States,  contains,  with  01.8  per  cent  of  SiOt,  0.6  per  cent  of  SnOs.    See  S.  Meunler,  Gompt. 
Bend.,  yol.  110, 1800,  p.  1088. 
,  *  Man,  U.  S.  Oeol.  Surrey,  toL  18, 1888,  pp.  348-340. 
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hydroxide,  gold,  silver,  and  traces  of  zinc,  manganese,  cobalt,  and 
nickel. 
The  following  analyses  represent  sinters  from  foreign  localities:  ^ 

Analyses  of  dntera  from  foreign  localiHes. 

0.  Geyserlte,  lodand.    Analysis  by  A.  A.  Damonr,  Boll.  Soo.  gtel.  Fraooe,  2d  ser.,  vol.  6, 1847-48,  p.  100. 
H.  Deposits  finom  the  Scribia  spring,  lodandlo  geysers.    Analysis  by  C.  Bickell,  Ann.  Chem.  Pharm., 

Td.  70, 1849,  p.  203. 

1.  Sinter  fhAn  the  hot  springs  of  Taupo,  New  Zealand.  Analysis  by  J.  W.  Mallet,  FblL  Mag.,  4th  ser., 
▼Ol.  5, 1853,  p.  285. 

J.  Sinter  from  geysers  of  Rotoroa,  New  Zealand.  Analysis  by  J.  B.  Whit&eld,  discussed  by  W.  H. 
Weed,  Ninth  Ann.  Kept.  U.  S.  Oeol.  Survey,  1880,  p.  619.    Two  other  analyses  are  given  in  this  reporL 

K.  Sinter  from  the  Mount  Morgan  gold  mine,  Queensland.  Analysis  by  E.  A.  Schneider,  discussed  by 
W.  H.  Weed  in  Am.  Jour.  Sci.,  3d  ser.,  vol.  42, 1891,  p.  166.  This  sinter  Is  Impregnated  with  auriferous 
hematite.  In  sinters  ftom  the  geyser  district  of  New  Zealand,  according  to  J.  M.  Madaren  (Oeol.  Mag., 
1906,  p.  511),  there  are  also  appreciable  quantities  of  gold  and  silver. 


SiOo. . 

AlA- 

Fe^Oa- 

MgO.. 

CaO.. 

KjO.. 

NajO. 

NaCl. 

H.O... 

SO,... 


87.67 
.71 


.40 

trace 

.82 


88.26 
.69 
3.26 
trace 
.29 
.11 
.11 


94.20 

1.58 

.17 


92.47 
2.54 


trace 


.15 
.79 


94.02 

2.27 

trace 
.07 


10.40 


4.79 
2.49 


.85 
3.06 


3.99 


3.36 


100.00 


100.00 


99.86 


99.94 


99.72 


The  sinters,  however,  represent  only  the  simplest  form  of  deposit 
from  geysers  and  siliceous  springs.  A  great  variety  of  intermediate 
substances,  mixtures  of  silica,  of  hydroxides,  of  carbonates,  sulphates, 
or  arsenates,  and  even  of  sulphur,  have  been  observed,  and  a  number 
of  analyses  made  in  the  laboratory  of  the  United  States  Geological 
Survey  by  J.  E.  Whitfield  are  cited  below  as  illustrations  of  this 
fact.  All  the  samples  analyzed  were  collected  in  the  Yellowstone 
National  Park. 

Analysesof  spring  deposits  from  Yellowstone  Pcark, 

A.  Deposit  from  spring  No.  75,  Norris  Basin.    Dried  at  104^ 

B.  Saline  deposit,  Shoshone  Qeysers.    Dried  at  104^ 

C.  Sediment  fh>m  Crater  Hill. 

D.  Black  coating,  Fairy  Springs.    Air  dried. 

E.  Deposit  from  Chrome  Spring,  Crater  HIU. 

F.  Sedimentary  deposit  from  Lamar  River. 

G.  Deposit  from  Constant  Geyser.    Described  by  Arnold  Hague  in  Am.  Jour.  Scl.,  3d  ser.,  vol.  34, 1887, 
p.  171.    Contains  soorodite. 

H.  Red,  ocherous  deposit.  Arsenic  Qeyser.    Air  dried. 

I  For  additional  analyses  see  Roth,  Allgem.  chem.  Geol.,  vol.  1,  p.  583b 
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A 

B 

c 

D 

B 

F 

G 

H 

SiOj 

54.36 

5.90 

25.48 

.33 

50.03 

2.15 

trace 

....... 

54.22 

18.03 

.86 

21.36 
3.11 
9.17 
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|3.66 

29.23 
trace 
1.91 
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4.74 
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41.20 

AlA 
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MnO 

MnOo 

MgO 

.17 
1.86 
1.30 
1.21 
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9.60 

trace 

trace 

24.18 

.32 

.24 

4.78 
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5.40 

trace 
.32 
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.07 
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LuO 
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7.12 

13.02 

6.15 

3.03 

10.62 

15.70 

COj 

SO, 

15.41 

.09 

.24 

s.A : 

18.79 
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64.29 
""i.64" 

AfloO. 

.28 

17.37 

14.08 

C,  oigaDic 

100.49 

100.02 

100.27 

99.91 

99.76 

100.07 

100.56 

100.10 

Analyses  G  and  H  are  especially  interesting,  for  they  represent 
the  deposition  of  scorodite,  FeAs04.2H20.  This  occurs  still  more  peiv 
fectly  at  Joseph's  Coat  Springs,  in  the  Yellowstone  Park,  where  the 
mineral  has  been  separated  from  an  incrustation  and  identified.* 
The  manganese  in  D  and  the  sulphur  in  E  and  F  are  also  worthy  of 
notice.  When  we  consider  that  in  addition  to  these  precipitates 
many  saline  compounds  are  produced  by  the  simple  evaporation  of 
waters,  we  see  that  the  range  of  possibilities  must  be  very  great. 
When  a  water  has  become  sufficiently  concentrated  to  begin  the 
deposition  of  solid  matter,  every  change  in  concentration  or  tem- 
perature introduces  a  new  set  of  conditions  which  determine  the 
nature  of  the  compounds  to  be  formed.  The  complexity  of  the 
problems  which  thus  originate  will  become  more  evident  when  we 
study  the  subject  of  saline  residues.  It  is  clear,  from  the  nature  of 
the  products  thus  far  considered,  that  in  a  complex  water  several 
reactions  may  take  place  simultaneously,  a  number  of  substances 
being  thrown  down  at  the  same  time.  If  a  water  carrying  much 
iron  and  much  calcium  loses  hydrogen  sulphide  and  carbonic  acid, 
then  ferric  hydroxide,  calcium  carbonate,  and  sulphur  will  be  de- 
posited together,  each  change  being  independent  of  the  others.  In 
such  cases  the  complexity  of  reaction  is  apparent  only,  and  not  real. 
The  reactions  are  all  simple  and  easily  understood.  When  salts  are 
formed  by  evaporation  of  a  water,  the  interpretation  of  the  phenomena 
19  more  difficult. 

1  A.  Hague,  Am.  Jour.  Sd.,  3d  ser.,  vol.  34, 1887,  p.  171.  See  also  J.  E.  WUtfleld,  Bull.  U.  S.  Oeol.  Survey 
No.  65, 1889,  p.  65. 
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REACTIONS    WITH   ADJACENT    MATERIAXi. 

The  reactions  of  natural  waters  in  contact  with  adjacent  materials 
are  of  many  different  kinds.  We  have  already  seen  how  oxygen 
from  the  atmosphere  may  convert  ferrous  into  ferric  compounds  and 
sulphides  into  sulphates,  but  reducing  agents  also  must  be  taken  into 
account.  The  sulphates  of  a  water,  by  accession  of  organic  matter, 
can  be  partly  or  entirely  reduced  to  sulphides,  and  carbonic  acid, 
acting  upon  the  latter,  may  expel  sulphureted  hydrogen  and  produce 
carbonates.  By  reactions  of  that  kind  a  water  can  undergo  a  com- 
plete change  of  type  and  pass  from  one  class  into  another. 

Acid  waters,  especially  when  hot,  act  vigorously  on  the  substances 
with  which  they  come  in  contact,  producing  soluble  chlorides  or  sul- 
phates according  to  their  character.  Hydrochloric  acid  forms  the 
one  set  of  salts,  sulphuric  acid  the  other.  The  extent  of  the  reactions 
will  of  course  depend  upon  the  kind  of  material  attacked,  for  some 
minerals  and  rocks  are  much  more  soluble  than  others.  The  carbon- 
ate rocks  are  naturally  the  most  attackable,  but  no  rock  is  entirely 
exempt  from  changes  of  this  order.  When  we  remember  that  even 
pure  and  cold  water  exerts  a  solvent  action  upon  many  silicates,  we 
can  see  how  violently  corrosive  a  hot,  acid,  volcanic  water  must  be. 
Wherever  waters  of  this  class  occur  the  surrounding  rocks  are  more 
or  less  decomposed,  calcium,  magnesium,  alkalies,  and  iron  being 
dissolved  out,  while  silica  and  hydrous  aluminum  silicates  remain 
behind.  As  the  water  cools  and  as  the  acid  becomes  neutralized  its 
activity  decreases,  and  its  peculiar  characteristics  gradually  disappear. 
An  ordinary  saline  or  astringent  water  is  the  product  of  these  changes, 
which  take  place  most  rapidly  when  the  active  solutions  are  concen- 
trated and  hot  and  more  slowly  in  proportion  as  they  are  diluted  or 
cooled. 

Waters  containing  free  sulphuric  or  hydrochloric  acid  are,  however, 
relatively  rare,  and  their  geological  importance  is  small  compared 
with  that  of  carbonated  solutions.  Meteoric  waters  carrying  free 
carbonic  acid  are  probably  the  most  powerful  of  agents  in  the  solution 
of  rocks,  although  their  chemical  activity  b  neither  violent  nor  rapid. 
Being  continually  replenished  from  the  storehouse  of  the  atmosphere, 
their  work  goes  on  unceasingly  over  a  large  portion  of  our  globe. 
The  calcium  which  they  extract  from  rocks  is  cairied  by  rivers  to  the 
sea,  and  is  finally  deposited  in  the  form  of  limestones.  Springs  and 
underground  waters  charged  with  carbonic  acid  exert  the  same  sol- 
vent action,  but  locally  and  in  different  degree.  We  have  seen  that 
many  springs  are  so  heavily  loaded  with  carbonic  acid  that  they 
effervesce  when  issuing  into  the  air,  and  such  waters  are  peculiarly 
potent  in  effecting  the  solution  of  limestones.  By  percolating  waters 
of  this  class  limestone  caverns  are  made,  and  part  of  the  substance 
dissolved  is  redeposited  as  stalactite  or  stalagmite.    In  reactions  of 
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this  kind  the  general  character  of  a  water  is  not  changed;  it  may  be 
a  calcium  carbonate  water  throughout  its  course,  varying  only  in 
gaseous  content  and  in  concentration,  and  its  chemical  effectiveness 
is  shown  by  its  work  as  a  carrier  in  transporting  from  one  point  to 
another  the  material  that  it  has  dissolved.^ 

Alkaline  waters,  especially  thermal  waters  of  the  sodium  carbonate 
class,  are  also  active  solvents  of  mineral  substances.  Their  tendency, 
however,  is  opposite  to  that  of  the  acid  waters,  for  they  dissolve  silica 
rather  than  bases,  and  act  as  precipitants  for  magnesia  and  lime. 
When  solutions  of  calciiun  sulphate  and  sodium  carbonate  are  com- 
mingled, calcium  carbonate  is  thrown  down  and  an  equivalent  amount 
of  sodiiun  sulphate  remains  dissolved.  Since  natural  waters  are 
rarely,  if  ever,  chemically  equivalent,  reactions  of  this  sort  between 
them  are  necessarily  incomplete,  and  the  blended  solutions  will  con- 
tain one  group  of  ions  in  excess  over  the  other.  Thus  a  water  of 
mixed  type  is  produced,  but  the  mi:^ture  is  not  an  average  of  the 
two  solutions,  for  part  of  their  original  load  has  been  removed.  This 
is  a  simple  case  of  reaction,  but  it  may  be  complicated  in  various 
ways,  and  even  reversed.  For  instance,  a  solution  of  sodiiun  sul- 
phate in  presence  of  free  carbonic  acid  will  dissolve  calcium  car- 
bonate, forming  sodimn  bicarbonate  and  a  precipitate  of  gypsum. 
E.  W.  Hilgard^  has  investigated  this  transformation,  and  regards 
it  as  the  principal  source  of  alkaline  carbonate  solutions  in  nature. 
Furthermore,  mineral  substances  with  which  alkaline  waters  come  in 
contact  may  be  profoundly  modified,  as  at  the  thermal  springs  of 
Plombidres  in  France.  Here,  according  to  Daubr6e,*  the  brickwork 
and  masonry  of  the  ancient  Roman  baths  have  been  strongly  attacked 
with  the  production  of  hyalite  and  a  number  of  zeolitic  minerals. 

Many  mineral  springs  contain  organic  matter,  presumably  in  the 
form  of  the  so-called  humus  acids,  but  the  influence  exerted  by  these 
substances  is  more  pronounced  in  swamp  and  river  waters.^  Their 
supposed  solvent  action  upon  rocks  and  soils  has  already  been 
noticed,  as  well  as  their  alleged  efficiency  in  retaining  silica  in  solution. 
Against  these  suppositions  I  may  cite  an  observation  by  G.  A.  Davis 
in  the  United  States  Geological  Survey,  that  the  peat  of  the  Dismal 
Swamp  contains  the  siliceous  skeletons  of  diatoms  whose  outlines 
are  still  perfectly  sharp,  without  the  slightest  trace  of  blurring.  This 
observation  has   been   confirmed   by   Chase   Palmer.    The   water 

I  On  the  magnitude  of  erosion  by  subterraneaa  waters  see  H.  Schardt,  Bull.  Soo.  neuchAtelolse  sd.  nat., 
vol.  33, 1907,  p.  168. 
s  Am.  Jour.  Sd.,  4th  ser.,  vol.  2, 1806,  p.  100. 

*  Etudes  synthdtlques  de  gtelogie  ezpdrimentale,  1879,  pp.  179  et  seq.  Other  localities  at  which  slmUar 
changes  have  been  obserred  are  also  described.  The  Plombitees  water  Is  said  to  be  a  very  dilute  solution 
of  alkaline  sOlcates,  but  Its  exact  composition  Is  not  given  by  Daabrte.  Analyses  of  six  watera  ttcan  Plom- 
bif&res  can  be  ftyund  in  Les  eaux  mlntaJes  de  la  France,  by  £.  Jaoquot  and  E.WiUoit  Paris,  1804,  p.  224. 
They  confirm  Daubr^'s  statement. 

*  See  Chapter  JU  for  details  on  this  subject.  Also  A.  A.  Julien,  Proc.  Am.  Assoc.  Adv.  Sd.,  vol.  28, 
1870,  p.  311. 
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saturating  the  peat  contains  much  dissolved  organic  matter,  which 
colors  it  strongly  brown,  and  also  contains  floating  diatoms. 

Furthermore,  iron  and  alumina  may  be  removed  from  sulphate  or 
chloride  waters  by  the  action  of  limestones.  If  the  iron  is  in  the 
ferrous  state,  it  must  first  be  oxidized  to  the  ferric  condition.  Then, 
by  means  of  calcium  carbonate,  both  of  the  bases  named  can  be  pre- 
cipitated, either  as  hydroxides  or  as  basic  sulphates.  Insoluble  com- 
poimds  of  the  latter  class  are  often  formed  from  natural  waters,  and 
many  mineral  species  are  of  that  character.  It  is  quite  probable  that 
limestone  is  also  effective  in  removing  other  heavy  metals  from  their 
solutions;  copper,  for  example,  is  certainly  thrown  down,  but  these 
reactions  need  to  be  more  fully  investigated.  Their  consideration 
must  be  deferred  until  we  reach  the  subject  of  metalliferous  deposits. 

Finally,  the  character  of  a  water  may  be  greatly  changed  by  simple 
percolation  through  the  soil.  That  potassium  is  thus  removed  from 
natiu'al  waters  has  long  been  known,  and  reference  to  this  fact  was 
made  in  a  previous  chapter.  Experiments  by  J..  T.  Crawley  and 
R.  A.  Duncan  ^  on  Hawaiian  soils  show  that  a  layer  6  inches  thick 
will  fix  over  98  per  cent  of  the  potassium  in  a  solution  of  potassium 
sulphate  which  is  allowed  to  filter  through  it,  and  the  retention  of 
phosphoric  acid  and  ancononia  is  even  more  complete.  According  to 
J.  M.  van  Benconelen,'  basic  zeoUtic  siUcates  are  the  chief  agents  in 
effecting  the  retention  of  potassium,  exchanging  other  bases  for  it 
by  double  decomposition,  but  the  existence  of  such  compounds  in  the 
soil  is  not  well  established.  Hydrous  aluminum  silicates  may  be  the 
effective  absorbents,  or,  in  the  case  of  phosphoric  acid,  the  hydroxides 
of  aluminum  and  iron.  After  potassium  and  ammonium.  Van  Bem- 
melen  finds  that  magnesium  is  most  readily  absorbed,  then  sodium, 
and  calcium  least  of  all.  It  is  clear,  however,  that  the  nature  of  the 
soil  must  be  taken  into  account.  A  sandy  soil  or  an  impervious  clay 
would  be  less  effective  in  removing  saline  substances  from  water  than 
a  loose  loam  rich  in  hydrous  basic  compounds.  The  fact  that  sub- 
stances are  taken  from  waters  by  soils  is  certain,  but  the  extent  of 
the  absorption  depends  upon  local  conditions.  It  is  also  certain  that 
potassium,  rather  than  sodium,  is  thus  withdrawn  from  aqueous 
circulation. 

A  careful  consideration  of  all  the  evidence  concerning  mineral 
springs  will  show  that  it  is  exceedingly  difficult  to  generalize  on  relsr 
tions  between  the  composition  of  a  water  and  its  geological  history. 
Reactions  which  take  place  deep  within  the  earth  can  not  easily 
be  traced,  especially  as  a  water  may  undergo  various  modifications 
before  it  reaches  the  surface.     A  spring  may  be  a  blend  from  different 

'  Jour.  Am.  Chem.  Soc.,  toI.  25, 1908,  p.  47.    See  also  vol.  H 1902,  p.  U14. 
•  Landw.  Veisuohs-Stationen  (Berlin),  yol.  21,  p.  135. 
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sources — either  a  direct  mixture  or  a  solution  from  which  ingredi- 
ents have  been  removed — and  it  is  only  in  specific  cases  that  a  simple 
interpretation  of  the  phenomena  can  be  found.  The  water  that  rises 
from  a  salt  bed  or  from  gypsum  is  easily  understood,  and  so  also  is 
one  which  carries  sulphates  derived  from  pyritiferous  shales.  The 
Hunyadi  Janos  water  is  obtained  from  wells  sunk  near  a  mass  of 
pyritiferous  dolomite,  and  therefore  its  high  proportion  of  mag- 
nesium sulphate  is  readily  intelligible.  We  can  see  that  a  water  from 
granite-  must  differ  greatly  from  one  issuing  out  of  limestone,  and 
Hanamann's  analyses  of  the  Bohemian  rivers  illustrate  this  order  of 
dissimilarity.  Many  regularities  can  be  traced,  but  no  general  prin- 
ciple can  be  deduced  from  them.  For  example,  A.  De  Lapparent  ^ 
shows  that  solfataras  are  most  common  in  regions  of  highly  siliceous 
eruptive  rocks,  such  as  rhyolites,  andesites,  etc.,  a  condition  which 
he  attributes  to  the  inferior  flmdity  of  the  volcanic  magmas  and  the 
consequently  greater  retention  of  gaseous  contents  by  them.  In  areas 
of  subsilicic  rock  solfataras  rarely  or  never  occur. 

Various  attempts  have  been  made  to  correlate  the  composition  of 
waters  with  the  geological  horizons  from  which  they  flow.  For 
spring  waters  such  attempts  are  of  little  value,  because  two  springs, 
side  by  side,  may  be  widely  different.  In  the  case  of  artesian  wells 
the  problem  is  perhaps  simpler,  for  there  the  horizon  can  be  deter- 
mined. Artesian  waters  of  common  origin  often  show  a  family  like- 
ness to  one  another,  especially  in  their  minor  constituents,  one  group 
being  always  calciferous,  another  relatively  rich  in  bromine,  and  so 
on.'  But  no  law  can  be  framed  to  cover  even  these  regularities,  for 
the  exceptional  waters  are  too  numerous  and  too  confusing.  That 
waters  from  sedimentary  rocks  are,  as  a  rule,  more  concentrated 
and  perhaps  more  complex  than  those  from  the  older  crystalline  forr 
mations  is  doubtless  true;  but  beyond  that  it  is  hardly  safe  to  gen- 
eralize. It  is  better  to  discuss  each  water  by  itself,  and  so  seek  to 
interpret  its  individual  history. 

VAD08E   AND    JUVENLLE   WATERS. 

Whether  it  is  possible  to  discriminate  between  waters  of  superficial 
or  vadbse  origin  and  magmatic  or  deep-seated  waters  is  a  question 
for  geology  to  answer.  Until  quite  recently  the  prevalent  opinion 
has  been  that  all  spring  waters,  including  those  emitted  by  geysers, 
were  originally  meteoric.  Modem  investigations  into  volcanism  and 
upon  the  subject  of  metalliferous  veins  have,  however,  led  to  a 

1  CompL  Bend.,  vol.  108, 1880,  p.  140. 

*  A.  C.  Lane  (Water-Supply  Paper  U.  S.  QeoL  Survey  No.  31, 1800)  olasslfles  the  Michigan  waters  with 
reference  to  their  origin,  and  i>ointB  out  various  similarities  connected  with  identity  of  horizon.  On  the 
"h^miffal  relations  between  spring  waters  and  the  rocks  from  which  they  Issue,  see  H.  Dittiich,  Mitth. 
Badtoch.  geoL  Landesanstalt,  voL  4, 1001,  p.  100. 


Digitized  by  VnOOQ IC 


202  THE  DATA  OF  QE0CHEMI8TEY. 

reopening  of  the  question.  E.  Suess/  speaking  with  especial  refer- 
ence to  the  thermal  springs  of  Carlsbad,  has  advanced  strong  argu- 
ments to  show  that  waters  of  this  class  are  "juvenile"  and  now  see 
the  light  of  day  for  the  first  time — that  is,  they  issue  from  deep 
within  the  earth,  from  the  fundamental  magma  itself,  and  bring  up 
veritable  additions  to  the  hydrosphere.  These  magmatic  waters, 
furthermore,  are  regarded  by  some  authorities  as  the  carriers  of 
metallic  salts,  by  which  certain  kinds  of  metalliferous  veins  have  been 
filled.^ 

This  subdivision  of  springs  into  vadose,  or  those  which  represent 
original  infiltrations  of  surface  waters,  and  juvenile,  as  Suess  terms 
them,  has  had  wide  but  not  universal  acceptance.  A  difficulty  in 
applying  the  proposed  nomenclature  arises  from  the  fact  that  it  is  not 
easy  to  determine  where  a  given  water  belongs.  Armand  Gautier,' 
however,  has  pointed  out  several  criteria  which  may  make  discrimi- 
nation possible.  He  shows  that  vadose  waters,  or  waters  of  infiltra^ 
tion,  are  characterized  by  fluctuations  in  composition,  concentra^ 
tion,  and  rate  of  flow,  depending  upon  local  and  variable  conditions, 
such  as  abundant  rain  or  drouth.  They  also  contain,  as  a  nde, 
carbonates  of  lime  or  magnesia,  chlorides,  and  sulphates.  Virgin  or 
juvenile  waters,  on  the  contrary,  are  fairly  constant  in  all  essential 
particulars,  and  carry  sodium  bicarbonate,  alkaline  silicates,  heavy 
metals,  etc.,  as  chief  constituents,  with  chlorides  or  sulphates  only 
as  accessories,  and  practically  no  carbonates  of  the  alkaline  earths. 
The  vadose  waters,  moreover,  issue  from  faults  having  no  relation  to 
the  metaUic  veins  of  the  surrounding  territory — a  lack  of  relation 
which  is  conspicuous  as  regards  juvenile  springs.  Gautier  holds 
that  hydrogen  emitted  from  the  hot  interior  of  the  earth  acts  as 
a  reducing  agent  upon  metallic  oxides  and  so  forms  the  magmatic 
water  of  the  springs.  With  the  water  thus  generated,  other  water, 
that  of  constitution  from  minerals  like  the  micas,  is  commingled. 

THERMAIi    SPRINGS    ANI>  VOIiCANISM. 

The  work  of  Gautier,  just  cited,  is  intimately  related  to  an  earher 
memoir/  in  which  the  close  connection  between  volcanism  and  the 

>  Oeog.  Joar.,  vol.  20, 1002,  p.  520.  From  a  Gennan  original,  which  I  have  not  seen.  On  the  other  hand, 
see  E .  H.  L.  Schwarts,  Geol .  Mag.,  1904,  p.  262;  and  J.  M.  Maclaien,  idem,  1906,  p.  511.  These  writers  regard 
the  hot  waters  of  Africa  and  New  Zealand  as  originally  vadose.  'The  same  conclusion  Is  reached  by  Arnold 
Hague  relative  to  the  geyser  waters  of  the  Yellowstone  National  Park.  See  Scribner's  Mag.,  May,  1904, 
p.  513,  and  Trans.  Am.  Inst.  Mln.  Eng.,  vol.  16,  1887,  p.  783;  also  his  presidential  address  in  Bull.  Geol. 
Soc.  America,  voL  22, 1911,  p.  103,  and  Science,  vol.  33,  p.  556. 

s  See  for  example,  W.  Lfaidgren,  Eng.  and  Mln.  Jour.,  vol.  70, 1905,  p.  460.  Also  A.  C.  Spencer,  Tnms. 
Am.  Inst.  Min.  Eng.,  vol.  35, 1906,  p.  473:  vol.  36, 1906^  p.  364. 

t  Compt.  Rend.,  vol.  150, 1910,  p.  436.  Other  papers  bearingon  this  subject,  and  on  the  origfaiof  thecarbon 
dioxide  of  miueral  waters  are  by  R.  Delkeskamp,  Zeitachr.  gesammte  Kohlensfture-Industrie,  1906^  Nos. 
18-21;  L.  De  Launay,  Annales  des  mines,  10th  ser.,  vol.  9, 1906,  p.  5;  F.  Henrich,  Zeitschr.  prakt.  Geologie, 
1910,  p.  86;  and  O.  Stutzer,  idem,  p.  346. 

*  Annales  des  mines,  10th  ser.,  vol.  9, 1906^  p.  81&  A  good  abstract  by  F.  L.  Ransome  is  given  in  Eooik 
Geology,  vol.  1, 1906,  p.  688. 
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formation  of  thermal  springs  is  shown.  IDs  work  wiD  be  consid- 
ered more  in  detail  in  a  later  chapter,  but  his  general  conclusions 
may  be  cited  now.  When  a  crystalline  rock,  like  granite,  is  heated 
to  redness  in  vacuo,  water  and  gases,  the  latter  identical  in  character 
with  the  volcanic  gases,  are  given  off.  For  instance,  to  cite  the  least 
significant  example,  1  cubic  kilometer  of  granite  can  yield  from  25  to 
30  millions  of  metric  tons  of  water,  which  at  1,100°  would  form  160,- 
000,000,000  cubic  meters  of  steam.  In  addition  to  this  enormous 
volume  of  vapor  28,000,000,000  cubic  meters  of  other  gases  would  be 
emitted.  Suppose,  now,  that  by  fissming  and  subsidence  in  the  Utho- 
sphere  such  a  mass  of  rock  were  carried  down  to  a  depth  of  26,000  to 
30,000  meters.  It  would  then  be  in  the  heated  region,  and  the  evolu- 
tion of  vapors  under  great  pressures  would  occur.  To  some  such 
changes  Oautier  ascribes  the  phenomena  of  volcanism,  with  all  its 
development  of  solfataras  and  fumaroles.  Ordinary  thermal  springs 
may  be  formed  by  the  same  process,  operating,  perhaps,  less  violently, 
and  originate,  so  to  speak,  from  a  sort  of  distillation  of  the  combined 
water  contaiQed  in  the  depressed  masses  of  rock.  In  an  earlier 
memoir^  Gautier  has  shown  that  granite,  heated  with  water  in  a 
sealed  tube  to  a  temperature  between  250°  and  300°,  yields  solutions 
containing  sulphur  compounds  and  resembling  the  sulphur  waters  of 
hot  springs.  This  sulphur  he  ascribes,  not  to  the  decomposition  of 
metallic  sulphides,  but  to  reactions  upon  sulpho-sihcates,  a  class  of 
compounds  represented  in  nature  by  hatlynite  and  lazurite,'  and  also 
by  certain  artificial  substances  which  Oautier  himself  has  prepared. 
He  also  supposes  that  carbon  oxysulphide,  COS,  may  be  formed  in  the 
terrestrial  nucleus,  possibly  from  carbon  monoxide  generated  by  reac- 
tions between  oxides  and  metaUic  carbides.  Here  he  enters  the  field 
of  speculation,  where  it  is  not  necessary  for  us  to  follow  him.  The 
reactions  which  he  has  experimentally  estabhshed  are  suflSciently 
suggestive,  and  his  broad  general  conclusions  are  entitled  to  the  most 
respectful  consideration. 

And  yet,  notwithstanding  all  that  has  been  written  on  the  subject, 
the  controversy  over  the  genesis  of  hot  springs  is  not  closed.  What 
is  the  origin  of  the  carbon  dioxide  with  which  so  many  mineral 
waters  are  heavily  charged?  In  some  instances,  doubtless,  it  is 
derived  from  the  decomposition  of  limestones,  but  in  others  this  expla- 
nation can  not  suffice.  Here  and  there  it  may  be,  to  use  Suess's 
expression,  '* juvenile,"  and  evidence  of  the  deep-seated  origin  of 
a  spring.*  Again,  whence  comes  the  sodium  chloride  of  waters  that 
flow  from  sources  where  it  could  not  have  been  previously  laid  down  ? 

iCompt.  Rend.,  vol.  182,  igoi,  p.  740. 

*  Helvlte  and  danalite  are  other  natural  sulphosllicatea  which  might  easflj  take  part  In  the  supposed 
rMctkms. 

<  On  Tadose  and  JuTenUe  carbonio  acid  In  waters,  see  an  elaborate  disciiaslon  by  R.  DeUBeskamp,  Zeitschr. 
prakt.  Oecdogie,  1900,  p.  33;  reviewed  by  W.  Lindgren,  Eoon.  Geology,  vol.  1, 1906,  p.  602. 
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These  questions,  and  others  like  them,  still  await  satisfactory  answers. 
With  mere  suppositions,  however  plausible  they  may  seem,  we  can  not 
be  content. 

A  word  in  conclusion  on  the  radioactivity  of  spring  waters.  A  very 
large  number  of  such  waters  possess  this  property,  but  no  distinction 
between  vadose  and  juvenile  waters  can  be  based  upon  the  observa- 
tions. Waters  of  both  classes  are  radioactive,  but  the  phenomenon 
is  perhaps  most  conmion  among  waters  of  volcanic  origin,  or  at  least 
among  thermal  springs.  In  the  United  States  the  Hot  Springs  of 
Arkansas  have  been  studied  by  B.  B.  Boltwood.^  The  springs  of 
Missoiui  *  and  the  Yellowstone  National  Park '  were  investigated  by 
H.  Schlundt  and  R.  B.  Moore.  In  each  of  these  researches  radio- 
activity was  generally  detected,  but  with  varying  intensity  within  the 
same  group  of  springs.  On  the  radioactivity  of  European  waters 
there  is  a  copious  literature. 

BIBIilOaRAPHIC    NOTE. 

The  following  collections  of  water  analyses  will  be  found  useful 
for  reference: 
F.  Raspe.  Heilquellen-Analysen,  Dreeden,  1885.    A  very  latge  collection  of  analysee, 

nudnly  of  European  mineral  waters. 
T.  E.  Thorpe.  Dictionary  of  applied  chemistry,  article  "Water/*  vol.  3,  pp.  952-959, 

1893.    Tables  of  analyses  of  European  mineral  springs.    The  same  article  gives 

much  information  about  other  waters. 
J.  E.  Crook.  The  mineral  waters  of  the  United  States,  New  York  and  Philadelphia, 

1899. 
A.  C.  Peale.  The  mineral  springs  of  the  United  States:  BuU.  U.  S.  Geol.  Survey 

No.  32,  1886. 
F.  A.  GoocH  and  J.  E.  Whftpield.  Analyses  of  waters  of  the  Yellowstone  National 

Park:  Bull.  U.  S.  Geol.  Survey  No.  47, 1888. 
E.  Orton.  Rock  waters  of  Ohio:  Nineteenth  Ann.  Kept.  U.  S.  Geol.  Survey,  pt.  4. 

1898,  p.  633.    Contains  many  analyses  of  deep  wells  from  various  horizons. 
W.  H.  Norton.  Artesian  wells  of  Iowa:  Iowa  Geol.  Survey,  vol.  6, 1896,  pp.  117-428. 
J.  H.  Shepherd.  Artesian  wells  of  South  Dakota:  Bull.  No.  41,  Agr.  Exper.  Sta. 

South  Dakota,  1895. 
J.  C.  Branner.  Mineral  waters  of  Arkansas:  Ann.  Rept.  Geol.  Survey  Arkansas, 

1891,  vol.  1. 
E.  H.  S.  Bailey  and  others.  The  mineral  waters  of  Kansas:  Kansas  Univ.  Geol. 

Survey,  vol.  7, 1902. 
P.  Schweitzer.  A  report  on  the  mineral  waters  of  Missouri:  Geol.  Siirvey  Missoiui, 

vol.  3, 1892. 
W.  S.  Blatchley.  The  mineral  waters  of  Indiana:  Twenty-sixth  Ann.  Rept.  Indiana 

Dept.  Geology  and  Nat.  Resources,  1901,  pp.  11-225. 
A.  C.  Lane.  The  mineral  waters  of  lower  Michigan:  Water-Supply  Paper  U.  S.  Greol. 

Survey  No.  31, 1899. 
W.  Anderson.  Mineral  springs  and  health  resorts  of  California,  San  Francisco,  1892. 

Contains  many  analyses,  the  greater  number  of  them  by  the  author. 

1  Am.  Jour.  Sd.,  4th  ser.,  vol.  20, 1905,  p.  168. 

>  Trans.  Am.  Electrochem.  Soc.,  yol.  8, 1906,  p.  291. 

I  BuU.  U.  8.  Q«A.  Survey  No.  396, 190A. 
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L.  Db  Launat.  Recherche,  captage  et  amdnagement  des  sources  thennomin^rales, 

Paris,  1899. 
A.  Oabnot  and  others.  Analyses  of  French  and  colonial  mineral  waters:  Annales  des 

mines,  8th  ser.,  vol.  7,  1885,  p.  79;  9th  ser.,  vol.  6,  1894,  p.  355;  vol.  16,  1899, 

p.  33.    These  three  papers  contain  584  analyses. 
E.  Jacquot  and  E.  Willm:  Les  eanx  mindiales  de  la  France,  Paris,  1894.    Many 

analyses  and  descriptions  of  the  springs. 

GuTOK.  i^tudee  sur  lee  eaux  thermales  de  la  Tunisie,  Paris,  1864. 

M.  Hakriot.  Les  eanx  mindrales  de  TAlg^rie,  Paris,  1911. 

A.  Raimondi.  AguasmineralesdelPerd:  ElPerd,  estudiosmin6ral<3gico8ygeol6gico8, 

voL4, 1902,  pp.  235-394. 
L.  Dabapskt.  Aguas  minerales  de  Chile,  Valpanuso,  1890. 
E.  Abella  t  GAaABiBoo  and  J.  Db  Vbba  y  G6mez.  Estudio  descriptivo  de  algunas 

manantiales  minerales  de  Filipinas,  Manila,  1893. 
A.  LivEBSiDGE,  W.  Skey,  and  G.  Gbay.  Rept.  Australasian  Assoc.  Adv.  Sci.,  1898, 

pp.  87-108.    A  collection  of  analyses  of  Australasian  mineral  waters. 
Dbittsches  Baderbuch.  Leipzig,  1907.    A  compendium  of  information  relative  to 

the  mineral  springs  of  Germany. 

Many  other  analyses  of  waters  are  scattered  through  the  periodical 
literature  of  chemistry,  geology,  pharmacy,  and  medicine,  and  the 
reports  of  geological  surveys.  The  publications  of  agricultural  experi- 
ment stations  also  contain  much  material  relative  to  artesian,  well, 
spring,  groimd,  and  drainage  waters.  Daubrfie's  three  volumes  on 
*'Les  eaux  sduterraines"  contain  few  analyses,  but  much  systematic 
information  upon  mineral  springs.  T.  Sterry  Himt,  in  his  'Them- 
ical  and  geological  essays,"  also  has  much  to  say  upon  the  origin 
of  natural  waters  and  their  chemical  relations  to  one  another.  Bul- 
letins 91  and  139  of  the  Bureau  of  Chemistry,  United  States  Depart- 
ment of  Agriculture,  contain  many  analyses  of  American  mineral 
waters. 
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CHAPTER  VII. 
SAI.INE  RESIDUES. 
DEPOSITION    OF    SAIiTS. 

When  a  natural  water  is  concentrated  by  evaporation  it  deposits 
its  saline  constituents  in  the  reverse  order  of  their  solubiUty,  the  least 
soluble  first,  the  most  soluble  last  of  all.  The  process,  however,  is 
not  so  simple  as  it  might  appear  to  be,  for  the  solubility  of  a  salt  in 
pure  water  is  one  thing  and  its  solubihty  in  the  presence  of  other 
compounds  is  another.  Each  substance  is  affected  by  its  associates, 
and  its  deposition  is  partly  a  matter  of  concentration  and  partly  a 
question  of  temperature.  In  general,  the  character  of  a  saline  deposit 
can  be  predicated  from  the  character  of  the  water  which  yields  it; 
a  chloride  water  gives  chlorides,  a  sulphate  water  sulphates,  and 
waters  of  mixed  type  furnish  mixtures  of  compounds  or  even  double 
salts.  The  more  complex  the  water  the  greater  becomes  the  range 
of  possibiUties. 

We  have  already  seen,  in  our  studies  of  river,  sea,  and  spring 
waters  what  a  variety  of  reactions  lead  to  the  deposition  of  insoluble 
sediments.  By  this  expression  I  do  not  mean  sediments  of  suspended 
matter,  hke  clays,  but  precipitates  from  solution,  such  as  sulphur, 
hydroxide  of  iron,  sinters,  tufas,  and  so  on.  These  substances  repre- 
sent something  more  than  the  results  of  simple  evaporation,  for  they 
are  produced  by  chemical  changes,  like  oxidation,  loss  of  carbonic 
acid,  etc.  We  have  now  to  consider  the  consequences  of  evaporation 
itself,  and  of  the  opposite  process,  re-solution,  in  which  nothing  is 
added  to  or  taken  away  from  the  reacting  system  but  water,  except 
in  so  far  as  the  soluble  salts  are  successively  deposited  and  so  removed 
from  the  sphere  of  chemical  change.  In  salt  and  alkaline  lakes  we 
can  recognize  several  stages  of  this  process — the  precipitation  of  the 
relatively  insoluble  calcium  sulphate,  then  of  salt  or  sodium  sulphate, 
the  production  of  bitterns,  like  the  water  of  the  Dead  Sea,  and  finally 
of  solid  beds  of  various  saline  materials.  What  are  these  saline  resi- 
dues, and  what  conditions  govern  their  formation  ? 

The  most  important  of  these  substances,  considering  the  magnitude 
of  the  deposits,  are  sodium  chloride  and  calcium  sulphate,  and  their 
most  probable  origin  is  the  evaporation  of  sea  water  or  its  equivalent 
206 
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in  either  ancient  or  modem  times.  The  two  compounds  are  commonly  c  <i  ^  ^  «\ 
associated  the  one  with  the  other,  but  not  invariably,  for  gypsunfw 
sometimes  derived  from  other  sources,  and  rock  salt  may  be  dissolved 
and  washed  away  from  a  given  locaUty,  perhaps  to  be  redeposited 
elsewhere.  Still,  the  concentration  of  salt  water,  either  from  the 
ocean  or  from  lakes,  is  the  principal  source  of  these  deposits,  and 
that  phenomenon  we  may  well  consider  in  detail.  The  process  has 
been  going  on  from  Cambrian  time  down  through  all  the  intervening 
ages  to  the  present  day,  and  it  can  be  observed  in  actual  operation  in 
many  accessible  locaUties.  A  salt  lake  dries  up,  or  a  body  of  water 
is  cut  off  from  the  sea  by  a  bar,  and  so  permitted  to  evaporate,  and 
a  bed  of  salt  is  formed.  Such  beds  are  lenticular  in  form — thick  at 
the  centers,  where  the  water  was  deepest,  and  thinning  out  toward 
the  edges;  and  they  show,  as  a  rule,  the  same  alternations  of  material, 
but  with  variations  in  regard  to  completeness.  In  general,  the  fol- 
lowing alternations  are  observed:  First,  precipitates  are  formed,  such 
as  were  considered  in  our  discussion  of  mineral  springs;  then  calcium 
sulphate  is  deposited,  then  salt,  and  finally,  under  exceptionally 
favorable  conditions,  layers  of  the  more  soluble  compounds  which 
characterize  ordinary  bitterns.  This  order,  however,  is  subject  to 
seasonable  disturbances.  In  the  concentration  of  a  salt  lake  the  de- 
posits vary  with  the  temperature,  the  summer  and  winter  phenomena 
being  often  imlike.  Again,  evaporation  goes  on  during  a  dry  season, 
to  be  interrupted  by  a  flood;  and  in  the  latter  case  layers  of  silt  are 
deposited  from  time  to  time  over  the  saline  compounds  that  had 
previously  formed.  Alternations  of  gypsum,  salt,  and  clay  are  ex- 
ceedingly common  in  saline  deposits.  In  a  lagoon,  cut  off  from  the 
ocean,  a  break  of  the  sandy  barrier  or  an  exceptionally  high  tide  may 
admit  a  fresh  supply  of  material  for  concentration,  and  so  interrupt 
the  continuity  of  the  process.  Any  change  of  conditions  wiU  cause 
a  corresponding  change  in  the  character  of  the  substance  laid  down. 
Evidently  each  bed  of  salt  should  be  studied  individually,  if  its 
history  is  to  be  understood;  but  the  general  phenomena  in  the  con- 
centration of  sea  water  appear  more  or  less  completely  in  every  case 
and  in  essentially  the  same  order. 

CONCENTRATION    OP   SEA   WATER. 

In  1849  J.  Usiglio  ^  published  an  elaborate  study  of  saline  deposits 
from  Mediterranean  water,  the  samples  having  been  taken  at  sea, 
near  Cette,  but  several  miles  from  shore  and  at  a  depth  of  1  meter. 
The  water  itself  was*  analyzed,  the  order  and  quantity  of  the  salts 
deposited  at  various  concentrations  were  determined,  and  analyses 
were  also  made  of  three  bitterns,  representing  different  densities  and 

I  AimalM  chlm.  pliys.,  8d  aer.,  vol.  27, 1849,  pp.  08, 173. 
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different  stages  of  the  process.    The  four  analyses,  reduced  to  ionic 
form  and  to  percentages  of  total  solids,  appear  as  follows: 

Analyiea  of  MedUemmean  walar  and  hUUrnB, 

A.  The  water  itself,  density  1.0968. 

B.  Bittern  of  density  1.21. 

C.  Bittern  of  density  1.284. 

D.  Bittern  of  density  1.32. 


A 

B 

c 

D 

a 

.   54.39 

1.15 

7.72 

.18 

31.08 

,      .71 

1.18 

3.59 

56.18 
1.22 

5.78 

49.99 

2.68 

14.64 

49.13 

Br 

3.03 

SO4 

17.36 

CO, 

Na. 

32.06 

.78 

.26 

3.72 

20.39 
2.25 

12.89 

K 

3.31 

Oa 

Mff 

10.05 

14.28 

Salinity,  per  c^nt 

100.00 
3.766 

100.00 
27.546 

100.00 
33.  712 

100.00 
39.  619 

The  determinations  of  bromine  in  these  analyses  are  obviously 
excessive  and  those  of  potassium  are  low,  but  otherwise  the  data  in  the 
first  column,  considering  the  time  when  they  were  made,  agree  fairly 
well  with  the  more  recent  figures  given  in  Chapter  III  of  this  volume. 
They  show,  first,  the  elimination  of  calcium  as  carbonate,  and  later 
as  sulphate,  then  the  deposition  of  sodium  chloride,  and  finally  the 
accumulation  of  the  more  soluble  substances  in  the  mother  Uquors. 

In  his  study  of  saline  deposition  UsigUo  started  with  5  hters  of 
sea  water,  and  determined  the  character  and  quantity  of  the  salts  laid 
down  at  successive  stages  of  concentration.  In  the  following  table 
the  results  of  his  experiments  appear,  but  are  reduced  to  the  initial 
unit  volume  of  1  Uter.    The  quantities  given  are  in  grams. 

8alt8  laid  down  in  concentration  of  sea  water. 


nenslty.o 

Volume. 

FeiO,. 

CaCOt. 

CftS04 
2HsO. 

NaCl. 

Mg80«. 

MgCl.. 

NaBr. 

KCL 

L0258 

1.000 
.533 
.316 
.245 
.190 
.1445 
.131 
.112 
.095 
.064 
.039 
.0302 
.023 
.0162 

L0500 

0.0030 

0.0642 
trace 
trace 
.0530 

1. 0836 

1. 1037 

1.1264 

0.5600 
.5620 
.1840 
.1600 
.0508 
.1476 
.0700 
.0144 

1.1604 

1. 1732 

1.2015 

1. 2138 

3.  2614 
9.6500 
7.  8960 
2.6240 
2.2720 
1.4040 

0.0040 
.0130 
.0262 
.0174 
.0254 
.5382 

0.0078 
.0356 
.0434 
.0150 
.0240 
.0274 

1. 2212 

1.2363 

0.0728 
.0358 
.0518 
.0620 

1.2570 

1.2778 

1.3069 

Tota 
Salts  in  lae 

SuiB 

i  deposit., 
rt  bittern. . 

.0030 

.1172 

L7488 

27.1074 
2.5885 

.6242 
1.8545 

.1532 
3.1640 

.2224 
.3300 

6.5339 

I,,, 

.0030 

.1172 

1.7488 

29.6959 

2.4787 

3. 3172 

.5524 

.5339 

eGiv«nbyUBlgUolnBauia6d«gEeeB.   Restated  here  in  the  usual  speoific  gravities. 
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Upon  further  concentration  of  the  mother  Kquors  Usiglio  obtained 
variable  results.  Mere  cooling  from  the  temperature  of  day  to  that 
of  night  was  sufficient  to  precipitate  additional  magnesium  sulphate, 
which  redissolved  partially  the  day  following.  After  that  more  salt 
was  thrown  down,  then  the  double  sulphate  of  magnesium  and  potas- 
sium, next  the  double  chloride  of  the  same  metals,  and  finally  mag- 
nesium chloride  crystallized  out.  In  the  table  of  results  just  given 
the  order  of  deposition  is  cleariy  shown.  First,  ferric  oxide  and 
calcium  carbonate;  then  gypsum;  then  salt,  the  latter  beginning  to 
appear  when  the  water  had  been  concentrated  to  about  one-tenth  of 
its  original  volume. 

In  its  general  outlines,  then,  the  concentration  of  sea  water  is  a 
simple  phenomenon,  but  in  its  details  it  may  be  very  complex.  The 
locfldities  at  which  it  can  be  completely  traced  are  comparatively  few 
and  the  natural  records  of  it  are,  as  a  rule,  defective.  The  mother 
liquors  are  easily  drained  or  washed  away,  leaving  no  trace  of  their 
existence,  and  some  saline  deposits  have  been  partially  redissolved 
and  laid  down  with  modified  composition  elsewhere.  Salt  and  gyp- 
sum may  thus  be  separated,  and  so  the  normal  order  of  their  associa- 
tion becomes  disturbed.  Beds  of  salt,  therefore,  may  be  divided 
into  classes — as  primary  and  secondary,  or  as  complete  and  incom- 
plete, according  to  their  saline  character  or  the  evidences  of  their 
origin.  Of  all  known  localities  the  region  around  Stassfurt,  in  Ger- 
many, gives  us  the  best  record  of  the  complete,  or  nearly  complete, 
process,  and  as  it  has  been  studied  with  unusual  thoroughness  we  may 
properly  consider  it  in  some  detail. 

Ocean  water,  as  we  have  already  seen,  contains  on  the  average 
about  3.6  per  cent  of  soUd  matter  in  solution,  so  that  the  mere  evapo- 
ration of  a  closed  lagoon  would  give  a  layer  of  salt  of  only  moderate 
thickness.  But  salt  deposits  may  be  enormously  thick — a  thousand 
meters  or  more,  as  at  Sperenberg,  near  Berlin — and  the  existence  of 
such  masses  requires  some  explanation.  For  this  purpose  we  must 
assume  that  large  quantities  of  brine  have  accumulated  within  a 
limited  space,  such  as  a  deep  valley,  like  that  of  the  Dead  Sea,  or 
behind  a  bar,  as  suggested  by  G.  Bischof,*  and  more  recently  by 
C.  Ochsenius.*  The  theory  developed  by  Ochsenius  is  briefly  as  fol- 
lows: Let  us  imagine  a  deep  bay ,  connected  with  the  sea  by  a  narrow 
and  shallow  channel,  but  otherwise  cut  off  from  oceanic  circulation  by 
a  bar.  If  no  large  streams  enter  the  bay  the  outflow  from  it  will 
be  small,  but  sea  water  can  enter  freely  to  offset  the  losses  due  to 

>  LehrbQCh  der  chemJuchen  imd  physi^Uschen  Oeologie,  2d  ed.,  vol.  2, 1864,  p.  48. 

*  Die  BQdiing  der  Steinsalslager  und  ihrar  MutterlatigensalM,  Halle,  1877.  See  also  a  short  paper  in  Proc. 
Acad.  Nat.  8ci.  Philadelphia,  1888,  p.  181.  Ochsenius  was  sharply  criticized  by  7.  Walther  In  Das  Gesets 
der  WtMenbUdung,  Berlin,  1900.  Ochsenius  replied  m  Centralbl.  MIn.,  Geol.  n.  Pal.,  1902,  pp.  551, 557, 620; 
and  a  rejoinder  by  Walther  appeared  in  the  same  journal,  1903,  p.  211. 
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evaporatioji.  Evaporation,  of  course,  takes  place  only  at  the  surface, 
and  the  upper  layers,  thus  becoming  denser,  must  sink,  so  producing 
^.  a  saline  concentration  at  the  bottom.  In  this  manner,  being  con- 
^  tinually  suppUed  with  new  material  from  without,  the  salinity  of  the 
bay  will  gradually  increase  until  saturation  is  reached  and  the  depo- 
sition of  salt  begins.  So  long  as  salt  water  can  enter  the  bay  this 
process  will  continue,  and  the  depths  of  the  basin  will,  in  time,  become 
a  soUd  mass  of  salts,  covered  with  a  sheet  of  bittern.  If,  meanwhUe, 
an  elevation  of  the  land  takes  place,  separating  the  bay  completely 
from  the  ocean,  evaporation  may  proceed  to  its  limit  and  the  mother 
Uquor  will  deposit  its  contents.  In  the  Karaboghaz  and  other  bays 
on  the  eastern  shore  of  the  Caspian  Sea  the  process  of  saline  concen- 
tration can  now  be  observed  in  actual  operation;  but  only  part  of 
the  programme  has  yet  been  performed. 

This  theory  of  Ochsenius,  however,  is  not  the  only  one  possible  to 
account  for  the  concentration  of  salt.  It  must  be  remembered  that 
salt  is  not  deposited  from  sea  water  until  the  latter  has  been  con- 
centrated to  about  one-tenth  of  its  original  volume.  Suppose,  now, 
a  large  sheet  of  water  to  be  cut  oflf  from  the  ocean,  by  any  change  in 
the  level  of  the  land,  and  also  that  it  contains  within  its  area  a  deep 
depression.  In  that  depression  the  water  will  gradually  become  con- 
centrated, and  its  saUne  load  will  tend  to  accumulate  there.  The 
layer  of  salt  in  the  depression  would  be  of  much  greater  thickness 
than  one  formed  by  evaporation  over  a  comparatively  level  bottom, 
and  if  the  surface  area  of  the  depression  were  small  in  comparison 
with  that  of  the  original  sheet  of  water  the  depth  of  the  deposit  might 
be  very  great.  Such  a  deposit  might  ako  be  reenforced  by  leachiogs 
from  other  salt  beds,  or  from  diffused  salt  in  adjacent  areas,  a  process 
which  is  now  going  on  in  the  valley  of  the  Dead  Sea. 

THE    STASSFURT    SAIiTS. 

In  the  Stassfurt,  or,  more  properly,  the  Magdeburg-Halberstadt 
region,  the  order  of  deposits  is  as  follows,  going  from  the  surface 
downward:  * 

1.  Drift,  about  8  meterB  thick. 

2.  Shales,  Bandstonee,  and  unconsolidated  clays,  of  varying  thickness. 

3.  Younger  rock  salt,  thickness  very  variable,  sometimes  missing. 

t  From  data  given  by  H.  Precht  In  Die  Salx-Indiutrle  von  StassAirt  und  Umgegend,  1889;  L.  Loewe, 
Zeitschr.  prakt.  Oeologie,  1903,  p.  331;  H.  M.  CadeU,  Txans.  Edinburgh  Oeol.  Soc.,  vol.  5, 1884,  p.  92;  and 
Q.  Longe  in  Thorpe's  Dictionary  of  applied  chemistry,  vol.  3,  p.  265.  See  also  C.  Ochsenius,  on  Loewe's 
paper,  Zeitschr.  prakt.  Oeologie,  1904,  p.  23;  and  on  the  potash  salts,  idem,  1905,  p.  167.  J.  Westphal 
(Zeitschr.  Berg-,  Hlltten-  u.  Salinenwesen  preuss.  St.,  vol.  50, 1902,  p.  1}  has  given  a  history  of  the  Stassfurt 
works.  An  important  monograph  is  that  of  E.  Pfeifler,  Handboch  der  Kali-Industrie,  Braunschweig, 
1887..  For  a  paper  by  J.  Currie,  see  Trans.  Edinburgh  Geol.  Boo.,  vol.  8, 1905,  p.  403.  Other  references  may 
be  found  in  a  bibliography  of  saline  minerals,  Zeitschr.  prakt.  Qeologie,  1905,  p.  188.  Deutschlands  Kall- 
bergbau,  Berlin,  1907,  contains  papers  on  the  geology  of  thesaline  beds  by  H.  Everding,  and  their  chemistry, 
by  E.  Erdmann,  with  exhaustive  bibliographies.  See  also  C.  Riemann,  Die  Qeologie  der  deutschen 
Salzlagerst&tten,  Btassftirt,  1906;  and  H.  E.  Boeke,  Uebersfeht  der  Minerak>gle,  Petxographie,  und  Qeologifi 
der  Kalisalzlagerst&tten,  Berlin,  1900. 
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4.  Anhydrite,  rarely  lackJng,  30  to  80  metere  thick. 

5.  Salt  clay,  average  thickneas  5  to  10  meters,  very  rarely  abeent. 

6.  The  camallite  zone,  from  15  to  40  meters  thick.    At  Douglashall  a  layer  of  rock 

salt  intervenes  between  the  camallite  and  the  clay.  In  parts  of  the  field 
kainite  overlies  the  camallite,  is  itself  overlain  by  "sylvinite^or  "hartsalz," 
and  that  in  turn  by  schoenite.    These  subsones  are  often  missing. 

7.  The  kieserite  zone. 

8.  The  polyhalite  zone. 

9.  Older  rock  salt  and  anhydrite.    Nos.  7,  8,  and  9  have  a  total  thickness  ranging 

from  150  to  perhaps  1,000  meters.  The  anhydrite  forms  layers,  averaging  7 
millimeters  thick,  separating  the  salt  into  sheets  of  8  or  9  millimeters.  These 
layers  have  been  interpreted  as  annual  deposits,  due  possibly  to  seasonal  varia- 
tions  in  temperature  or  to  alternating  drought  and  rain.  If  this  supposition  is 
c<»Tect,  a  Steuasfurt  salt  bed  900  meters  thick  would  require  10,000  years*  to 
form. 
10.  Anhydrite  and  gypsum. 

We  have  now  a  complete  record  of  the  saline  deposition  at  Stass- 
furt,  ranging  from  the  calcium  sulphate  at  the  bottom  to  the  mother 
liquor  or  camallite  salts  at  the  top.  Above  the  camaUite  a  protect- 
ing layer  of  clay  was  laid  down;  and,  after  that,  probably,  a  new 
accession  of  sea  water  began  the  formation  of  a  second  series  of 
beds.*  This  younger  salt  and  its  underlying  anhydrite  represent 
this  later  period,  which  has  no  chemical  relation  to  the  first.  So 
much  for  the  broad  outlines.  Now  let  us  pass  on  to  the  details  of  the 
record. 

In  the  Stassfurt  deposits  more  than  thirty  saline  minerals  are 
found,  some  abundantly  and  some  sparingly.  Several  of  them  are 
r^arded  as  primary  minerals;  others  are  derived  from  these  by 
secondary  reactions;  a  few  of  the  species  are  simple  salts,  but  the 
greater  number  are  double  compounds.  Chlorides,  sulphates,  and 
borates  are  the  characteristic  substances,  but  in  kainite  we  have  a 
mixed  salt  containing  two  acid  radicles,  and  the  rare  sulphoborite  is 
another  example  of  similar  complexity.  Carbonates  are  represented 
but  sparingly,  and  their  normal  occurrence  is  probably  that  of  the 
"stinkstone,"  or  bituminous  limestone,  which  has  been  found  be- 
neath the  anhydrite.  Native  sulphur,  derived  from  anhydrite  by  the 
reducing  action  of  organic  matter,  is  sparingly  present  in  the  salt 
clay,*  and  more  abundantly  in  the  rock  salt  and  camallite.  Pyrites 
also  is  sometimes  found  in  the  deposits.  Bromine  is  present  in  the 
salts   and  also  iodine,'  and  copper  is  reported  by   W.  Biltz   and 

1  Some  writers  regard  the  youxiger  salt  as  having  been  fonned  by  resolution  of  older  salt  and  redepoeition 
here.    As  the  discussion  is  geological  and  not  chemical,  it  is  unessential  to  our  present  purposes. 

*  PfBiffer,  Arch.  Phann.,  3d  ser.,  vol.  27, 1890,  p.  1134.  On  the  salt  clay  see  £.  Marcus  and  W.  BUts, 
Z^tschr.  anoig.  Chemie,  vol.  68|  1010,  p.  91.    Vanadium  was  detected  in  it. 

s  On  bromine  see  H.  E.  Boeke,  Zeitschr.  Kryst.  Mln.,  vol.  45, 1906,  p .  346.  On  iodine,  A.  Frank,  Zeitschr. 
angew.  Chemie,  vol.  20, 1907,  p.  1279;  E.  Erdmann,  Idem,  vol.  23,  1910,  p.  342;  and  K.  Ejaxe,  Inaug. 
Diss.,  Halle,  1900.  The  presence  of  iodine  in  the  salts  of  the  Stassfurt  region  proper  is  questioned  by 
Boeke,  Erdmann,  and  Krase.    Krase,  however,  found  it  in  the  salts  from  Neu  StassAirt,  Bleioherode,  and 
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E.  Marcus,  as  well  as  ammomum  and  nitrates.'     Helium  occurs  in  the 
salts  in  traces.' 

The  essential  compounds  are  chlorides  and  sulphates,  and  as  the 
latter  are  represented  by  the  oldest  of  the  important  strata  they  may 
be  considered  first.    The  sulphates  foimd  at  Stassfurt  are  as  follows: 

Anhydrite CaS04. 

Gypsum  » CaS04.2H,0. 

Glauberite CaS04.Na,S04. 

Polyhalite 2CaS04.MgS04.K3S04.2H,0. 

Krugite 4CaS04.%S04.KaS04.2H30. 

Kieeerite MgS04.H30. 

Epeomite MgS047H20  (reichardtite). 

Vanthoffite MgS04.3NaaS04. 

Bloedite MgSO4.NaaSO4.4HaO  (astrakanite). 

Loewite ..MgS04.NaaS04.2iH20. 

Langbeinite 2MgS04.KaS04. 

Leonite MgSO4.K3SO4.4HaO. 

Picromerite MgSO4.KaSO4.6H2O  (Bchoenite). 

Aphthitalite KjNa  (804)3  (glaeerite).* 

Kainite MgSO4.KCl.3H2O. 

Celestite,  SrS04y  is  also  sometimes  found  in  these  deposits. 

If  we  now  study-  these  compoimds  with  reference  to  their  origia, 
we  shall  find  that  the  primary  deposition  followed  approximately  in 
the  order  of  their  hydration.  Anhydrous  calcium  sulphate,  anhy- 
drite, forms  the  lowest  member  of  the  series,  and  gradually  merges 
into  the  older  salt.  In  the  latter,  glauberite  and  langbeinite,  both 
anhydrous,  fiirst  appear,  although  they  also  occur,  always  as  second- 
ary minerals,  higher  up.  According  to  H.  Precht,*  the  langbeinite 
replaces  polyhalite  when  the  calcium  sulphate  needed  to  form  the 
latter  mineral  is  present  in  insufficient  quantity.  PolyhaUte,  in 
which  the  ratio  of  the  sulphate  molecules  to  water  is  as  four  to  two, 
comes  next,  forming  an  important  part  of  the  upper  layers  in  the 
older  salt,  and  is  followed  by  the  monohydrated  kieserite.  Krugite, 
which  is  still  lower  in  hydration,  occurs  with  polyhalite  in  the  younger 
salt,  so  that  the  two  species  may  be  regarded  as  equivalent  and 
contemporaneous.  The  more  highly  hydrated  species,  bloedite, 
loewite,  picromerite,  and  leonite,  are  principally  found  in  the  kainite 
region  above  the  camaUite,  and  epsomite,  with  its  seven  molecules 
of  water,  is  deposited  in  the  salt  clay.  The  anhydrous  aphthitalite 
is  a  secondary  mineral  in  the  kainite,  and  vanthoffite,  also  anhydrous, 

1  Zeitschr.  anorg.  Chemie,  yol.  02, 1909,  p.  188;  vol.  64, 1909,  p.  236. 

s  K.  J.  Stratt,  Proc.  Roy.  Boc..  yol.  81,  ser.  A,  1906,  p.  278.  E.  Erdmann,  Bar.  Dentsch.  cheon.  G^sell., 
vol.  43, 1910,  p.  777. 

>  Probably,  as  A.  Oeather  (Lleblg's  Annalen,  vol.  218, 1883,  p.  297)  has  shown,  the  formula  here  given 
to  gypeam  should  be  doubled.  •  It  then  becomes  CatSi0i.4Hs0,  and  the  hemlhydrate,  CacSs08.HtO,  a 
well-known  artificial  compound,  Itimlshes  evidence  in  favor  of  the  higher  formula. 

*  According  to  B.  Qossner  (Zeitschr.  Eryst.  Min.,  vol.  39, 1904,  p.  155)  glaserlte  is  a  definite  species  with 
the  formula  given  above.  7.  H.  Van't  Hofl  and  H.  Barschall  (Zeitschr.  physikal.  Chemle,  vol.  56. 1906, 
p.  212)  question  the  definiteness  of  the  mineral,  and  regard  it  as  a  mixture  of  ttie  two  component  sulphates.* 

*  Zeitschr.  angew.  Chemle,  1897,  p.  68. 
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IS  associated  with  aphthitalite  and  loewite  in  the  same  horizon.  The 
loewite  is  probably  formed  by  dehydration  of  bloedite/  and  the 
vanthoffite  by  a  reaction  between  bloedite  and  sodium  sulphate,  the 
process  being  modified  by  the  presence  of  other  substances.  The 
langbeinite  of  the  kainite  region  is  commonly  regarded  as  a  secondary 
product,  but  it  may  have  been  one  of  the  parent  species,  for  F.  R. 
Mallet,'  who  has  described  this  mineral  as  found  in  the  Punjab  salt 
range  of  India,  observed  that  on  exposure  to  moist  air  it  gained  57 
per  cent  in  weight  and  altered  into  a  mixture  of  epsomite  and  picro- 
merite.  On  the  other  hand,  langbeinite  itself  may  be  derived  by 
various  reactions  from  other  Stassfurt  species,  such  as  leonite, 
kainite,  kieserite,  and  picromerite,  as  Yan't  Hoff  and  Meyerhoffer 
have  shown.  The  fact  that  a  given  salt  may  be  produced  by  several 
different  reactions  warns  us  to  be  cautious  in  making  assertions  as 
to  its  origin  at  any  specified  point.  Concentration  and  temperature 
are  two  of  the  determining  factors  in  the  deposition  of  salts,  and  the 
possible  reactions  are  also  profoundly  modified  by  the  presence  of 
other  compounds.  Van't  Hoff  and  his  colleagues  have  determined 
experimentally  many  of  the  conditions  imder  which  the  Stassfurt 
minerals  occur  or  can  be  produced,  and  find  that  their  temperatures 
of  formation  in  a  saturated  solution  of  conmion  salt  are  lower  than 
in  the  absence  of  that  compound.  The  elaborate  researches  of  these 
authors,  however,  are  not  available  for  abstraction  here,  partly 
because  they  are  complicated  by  diagrams,  and  partly  because  the 
investigations  are  still  being  continued.  Only  in  a  special  mono- 
graph upon  the  Stassfurt  beds  could  all  the  details  of  their  investi- 
gations be  adequately  discussed.' 

The  chlorides  foimd  in  the  Stassfurt  region  are  as  follows: 

Halite  or  rock  salt,  NaOl. 

Sylvite,  KCl.    '^Sylvinite"  is  a  mixture  of  sylvite  and  rock  salt,  while  the  ^'Hart- 

aalz '.'  contains  these  substances  together  with  kieserite. 
Douglasite,  K2FeCl4.2H20.(?) 
Camallit«,  KMgCla.GHaO. 

Tachhydrite,2MgCl2.CaCl3.12HaO=8(RCl2.4H30)> 
Bi8ch(^te,  MgOl^.eHsO. 

With  the  exception  of  the  rock  salt,  which  forms  the  great  mass 
of  the  deposits  overlying  the  anhydrite,  these  chlorides  represent  the 
concentration  of  the  mother  liquors  in  the  camalUte  zone.    They  were 

1  See  J.  H.  Van't  Hofl,  SltzongBb.  Akad.  Berlin,  1902, p.  414.  Also  Van't  Hofl  and  W.  Meyerhoffer, 
Idem,  1008,  p.  878;  1904,  p.  050. 

3  Mineralog.  Mag.,  vol.  12, 1890,  p.  160. 

*Van't  Hofl  and  his  aasoclates  have  already  published  about  fifty  papers  on  the  Stassftirt  salts, 
In  Sitzungsb.  Akad.  Berlin,  from  1897  to  1007.  See  also  Van't  Hofl,  Physical  chemistry  In  the  service  of 
the  sciences,  Chicago,  1003;  Zur  Bildung  der  ozeanlschen  Salzablagerungen,  Braunschweig,  1005;  and  an 
address  In  Ber.  Intemat.  Kong,  angew.  Chemle,  Berlin,  1003.  Also  summaries  by  E.  F.  Armstrong,  Proc. 
British  Assoc.  Adv.  Sd.  1901,  p.  262,  and  E.  J&necke,  Zeltschr.  anorg.  Chemle,  1006,  p.  7.  For  a  graphic 
representation  of  the  saline  aasodatloDs  see  also  H.  E.  Boeke,  Zeltschr.  Kryst.  Min.,  vol.  47, 1010,  p.  273. 

^Booke,  In  s  private  communication,  suggests  that  If  the  formula  of  camalllte  is  doubled,  to 
f:sMg^Cl«.12HsO,  tachhydrite  becomes  CaMgiCl«.12HfO.  That  is,  the  salts  are  analogous,  Ga  in  ana 
replacing  Ktin  the  other. 
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the  most  soluble  compounds  potentially  existing  in  sea  water,  and, 
with  the  sulphato-chloride,  kainite,  were  among  the  last  substances 
to  crystallize.  HaUte  and  douglasite  were  distinctly  primary 
deposits;  camallite  was  generally,  and  sylyite  occasionally,  primary; 
tachhydrite  and  bischofite  were  secondary  products.  Kainite  was 
sometimes  one  and  sometimes  the  other.  The  ^'Hartsalz,"  according 
to  Van't  Hoff  and  Meyerhoffer,*  is  a  secondary  product  formed  by  the 
action  of  solutions  upon  a  mixture  of  camallite,  kieserite,  and  sodium 
chloride,  which  was  preceded  by  the  splitting  up  of  kainite  into 
sylvite  and  kieserite.  The  kainite,  in  its  most  conspicuous  develop- 
ment, lies  between  the  camallite  and  the  ''Hartsalz."  From  the  car- 
nallite  itself,  sylvite  and  bischofite  may  be  derived,  or  it  may  be 
formed  by  the  direct  imion  of  these  species,  which  are  its  two  com- 
ponents. According  to  C.  Przibylla,^  when  sylvite  and  bischofite 
combine  to  form  camallite,  there  is  an  increase  of  4.95  per  cent  in 
volxune.  Possibly,  therefore,  the  formation  of  camallite  at  low  levels 
is  prevented  by  pressure. 

In  one  essential  respect,  the  foregoing  paragraph  demands  qualifi- 
cation. According  to  Boeke '  the  existence  of  douglasite  is  doubtful- 
Another  mineral,  rinneite,  discovered  by  him  in  the  **Hartsalz"  of 
Saxony  and  the  Harz,  has  the  formula  FeCla.3KCl.NaCl.*  The  sub- 
stance named  douglasite  may  have  been  identical  with  this.  Boeke, 
moreover,  regards  the  ^'Hartsalz''  as  a  direct  deposition,  for  the 
reason  that  it  is  distinctly  stratified. 

With  the  camallite  and  its  overlying  potassium  salts,  the  borates 
generally  occur.  They  are  boracite,  sulphoborite,  pinnoite,  ascharite, 
and  heintzite;  one  other,  hydroboracite,  is  found  earlier  in  the  series, 
near  the  lower  limit  of  the  polyhalite  zone.  These  species  are  rela- 
tively rare,  except  the  boracite,  and  it  is  not  necessary  to  consider 
them  any  further  at  this  point,  for  their  occurrence  tells  us  little 
about  the  main  phenomena  of  saline  concentration. 

We  must  not  suppose,  for  an  instant,  that  these  zones  of  deposition 
are  regularly  and  completely  separated,  nor  even  that  they  represent 
in  any  close  degree  the  products  observed  in  the  artificial  evaporation 
of  sea  water  or  brine.  In  the  latter  case  a  moderate  quantity  of  water 
is  concentrated  by  itself;  at  Stassfurt  more  water  was  continually 
added  from  the  ocean.     On  the  one  hand  calcium  sulphate  is  deposited 

1  Sitzung^b.  AJsad.  Berlin,  1902,  p.  1106.  See  also  J.  H.  Van't  Hofl,  F.  B.  Kenrick,  and  H.  M.  Dawson, 
Zeitscbx.  physikaL  Chemie,  vol.  39, 1902,  p.  27,  on  the  conditions  of  formation  of  tachhydrite. 

s  Centralbl.  Mln.,  Oeol.  u.  Pal.,  1904,  p.  254. 

«  Neues  Jahrb.,  1909,  pt.  2,  p.  19.  For  the  first  description  of  rinneite,  see  Centralbl.  Mhi.,  Oeol.  u.  Pal., 
1909,  p.  72.  On  the  synthesis  of  rinneite  see  Boeke,  Sitsongsb.  Akad.  Berlin,  voL  24, 1910,  p.  633.  Boeke 
has  described  the  iron  compoupds  of  the  Stassfurt  beds  in  Neues  Jahrb.,  1911,  vol.  1,  p.  48,  and  Centzalbl 
Mhi.,  Oeol.  u.  Pal.,  1911,  p.  48.    See  also  F.  Rinne  and  R.  Kolb,  idem,  p.  357. 

« O.  Schneider  (Centralbl.  Min.,  Oeol.  u.  Pal.,  1909,  p.  503)  regards  the  NaCl  of  rinneite  as  a 
mechanical  admixture. 
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almost  wholly  at  on©  time;  on  the  other  new  quantities  were  precipi- 
tated so  long  as  the  evaporating  bay  retained  its  connection  with  the 
sea.  In  the  salt  pan  gypsum  forms  a  bottom  layer  before  salt  begins 
to  separate  out;  at  Stassfurt  anhydrite  is  found  in  greater  or  less 
amount  through  all  the  zones,  and  so  also  is  the  sodium  chloride. 
When  a  shallow  lake  or  isolated  lagoon  evaporates,  the  artificial 
process  is  closely  paralleled,  but  a  concentration  with  continuous 
replenishment  lasting  for  thousands  of  years  is  a  very  different  thing. 
The  principles  are  unchanged,  the  broad  outlines  remain  the  same, 
but  the  details  of  the  process  are  greatly  modified. 

E.  Erdmann  ^  regards  the  Stassfurt  salts  as  having  been  formed 
from  a  shallow  portion  of  the  Permian  ocean,  which  covered  a  great 
part  of  North  Germany  and  became  isolated  from  the  main  sea. 
The  evaporation  products  collected  in  depressions  of  the  land  and 
were  reinforced  by  calcium  sulphate  from  fresh-water  affluents. 
Sea  water  alone  contains  too  little  calcium  to  account  for  the  anhy- 
drite present  in  the  beds.  Walther's  views  are  similar.  Both  reject 
the  "bar"  theory. 

We  are  now  in  a  position  to  trace  more  distinctly  the  phenomena 
which  attended  the  formation  of  the  beds  at  Stassfurt.'  For  a  long 
time  only  gypsum  was  deposited;  but  later,  as  the  concentration  of 
the  bay  increased,  salt  also  was  laid  down,  and  by  its  action  the  gyp- 
sum was  converted  into  anhydrite »  From  this  point  onward,  for  a 
considerable  period,  the  calcium  sulphate  derived  from  the  influx  of 
sea  water  above  feU  through  a  deep  layer  of  concentrated  brine  and 
was  deposited  directly  as  anhydrite,  in  alternating  layers  with  the 
salt."*  When,  however,  so  much  salt  had  been  precipitated  that  the 
supernatant  solutions  had  become  bitterns  rich  in  magnesium  salts, 
the  calcium  sulphate  united  with  these  salts,  and  polyhalite  was 
formed.  The  polyhalite  region  at  Stassfurt  is  essentially  a  bed  of 
rock  salt,  containing,  with  other  impuriti^,  from  6  to  7  per  cent  of 
the  new  mineral.  Possibly  syngenite,  C!aK3(S04)2.H30,  a  species 
which  occurs  in  a  similar  deposit  at  Kalusz  in  Galicia,  but  which  does 
not  seem  to  be  recorded  from  Stassfurt,  was  first  produced.  Syn- 
genite may  be  prepared  artificially  by  the  direct  action  of  potassium 
sulphate  upon  gypsum,  and  it  is  converted  by  strong  solutions  of  mag- 
nesium chloride  and  sulphate  into  polyhalite.*    The  occurrence  of 

i  Zeitachr.  angew.  Chemie,  vol.  21, 1906,  p.  1685.  A  short  additional  oommunication  by  Erdmann  is  in  the 
same  journal,  vol.  22, 1909,  p.  238. 

*  Cf.  O.  Lunge,  Thorpe's  dictionary  of  applied  chemistry,  vol.  3, 1893,  p.  268. 

*  According  to  7.  H.  Van't  Hoff  and  F.  Weigert,  Sitzungsb.  Akad.  Berlin,  1901,  p.  1140,  anhydrite  forma 
from  gypsum  in  sodium  chloride  solutions  at  30*.    In  sea  water  the  transformation  takes  place  at  25". 

« Cf.  J.  H.  Van't  Hofl  and  P.  Farup,  Sitzun^b.  Akad.  Berlin,  1903,  p.  1000.  H.  Vater  (idem,  1900, 
p.  270)  discusses  marine  anhydrite,  and  gives  many  references  to  Kterature.  At  ordinary  temperatures, 
according  to  Vater,  calcium  sulphate  crystallixes  from  a  saturated  solution  of  salt  in  the  form  of  gypsum. 

*  £.  £.  Basch,  Sitzungsb.  Akad.  Berlin,  1900,  p.  1064. 
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syngenite  at  Kalusz  is  below  the  potassium  salts,  in  rock  salt  contain- 
ing anhydrite.     It  is  therefore  the  equivalent  of  polyhalite  in  position.* 

As  the  concentration  of  the  magnesian  mother  Uquors  increased, 
kieserite  was  produced,  the  dehydrating  action  of  magnesium  chlo- 
ride preventing  the  formation  of  epsomite.  H.  Precht  and  B.  Witt- 
jen'  have  shown  that  when  magnesium  chloride  and  sulphate  are 
dissolved  together  and  the  solution  then  evaporated  upon  the  water 
bath,  kieserite  separates  out.  Thus  the  kieserite  zone  was  formed, 
which  contains,  on  an  average,  65  per  cent  of  rock  salt,  17  of  kieserite, 
13  of  camallite,  3  of  bischofite,  and  2  of  anhydrite.  At  this  point 
polyhaUte  disappears.  The  last  step  in  the  concentration  was  the 
formation  of  camallite,  with  its  associated  minerals,  from  the  chlo- 
rides which  had  hitherto  remained  in  solution.  The  average  com- 
position of  this  zone  is  55  per  cent  of  camallite,  25  of  rock  salt,  16 
of  kieserite,  and  4  of  various  other  minerals.  The  kainite  layers 
above  the  camallite  were  probably  formed  by  the  action  of  perco- 
lating waters  upon  the  latter  mineral,  in  presence  of  some  kieserite. 
Finally,  a  protecting  layer  of  mud  or  clay  was  laid  down  over  the 
mass  of  salts,  preventing  in  great  measure,  but  perhaps  not  entirely, 
their  subsequent  re-solution.  Into  all  of  the  foregoing  reactions  one 
element  entered  which  counts  for  little  in  their  imitation  on  a  small 
scale — ^namely,  the  element  of  time.  The  prolonged  action  of  the 
mother  Uquors,  during  thousands  of  years,  upon  the  earUer  deposits, 
must  have  been  much  more  thorough  than  their  effect  during  an  ex- 
periment in  the  laboratory.  In  the  latter  case  the  solid  deposits  are 
usually  removed  from  time  to  time,  so  that  the  procedure  does  not 
accurately  repeat  the  operations  of  nature.  These  considerations 
should  especially  be  taken  into  account  in  studying  the  transforma- 
tion of  gypsum  into  anhydrite,  or  the  reverse  reaction  which  has 
often  been  observed.*  Beds  of  anhydrite  may  take  up  water  and  be 
reconverted  into  gypsum  through  considerable  depths,  as  at  Bex  in 
Switzerland,  where  the  alteration  has  reached  a  thickness  of  60  to 
100  feet.  Time  is  an  important  factor  in  all  such  transformations, 
especially  when  one  of  the  reacting  bodies  happens  to  be  a  solid  of 
relatively  low  solubiUty. 

The  temperature  conditions  which  governed  the  deposition  of  the 
Stassfurt  salts  are  briefly  summed  up  by  Van't  Hoff  *  as  follows: 

1.  Glauberite,  formed  above  10®. 

2.  Langbeinite,  formed  above  37®. 

1  A.  Aigoer  (Oesterr.  Zeitschr.  Berg-u.  Hilttenwesen,  1901,  p.  6S6)  has  described  the  Austrian  polyhalite. 
For  analyses  of  kainite,  camallite,  etc.,  from  Kalusz  and  Aussee,  see  C.  von  John,  Jahrb.  K.-Ic.  geol. 
Reichsanstalt,  vol.  42,  1892,  p.  341.  On  mirabilite  from  Kalusz,  see  R.  Zaiozlecki,  Monatsh.  Chemie, 
vol.  13, 1892,  p.  504.  Two  papers  on  the  potash  salts  of  Austria  and  the  Tyrol  by  R.  GOrgey  are  in  Mln. 
pet.  Mitt.,  vol.  28, 1909,  p.  334,  and  vol.  20, 1910.  p.  148. 

*  Ber.  Deutsch.  chem.  Oesell.,  vol.  14, 1881,  p.  2131. 

s  Cf.  F.  HammerschmJdt,  Mln.  pet.  Mitt.,  vol.  6, 1882-83,  p.  272;  and  J.  F.  MoCaleb,  Am.  Chem.  Jour., 
vol.  11, 1889,  p.  34. 

Zeit80hr.  Blektroohemie,  vol.  11, 1006,  p.  700. 


Digitized  by  VnOOQ IC 


SAUNB  RESIDUES.  217 

3.  Loewite,  fonned  above  43®. 

4.  VanthoflSte,  fonned  above  46®. 

5.  Loewite  with  glaeerite,  formed  above  57®. 

6.  Loewite  with  vanthoffite,  fonned  above  60®. 

7.  Kieeerite  with  sylvite,  fonned  above  72®, 

This  scale  of  temperatures  is  designated  as  a  ''geological  ther* 
mometer/'  and  gives  us  something  like  a  definite  idea  of  past  condi- 
tions in  the  Stassfurt  beds.^ 

OTHER  SALT  BEBS. 

The  Stassfurt  deposits,  as  has  already  been  indicated,  are  alto- 
gether exceptional  in  their  completeness.  Bock  salt  is  generally 
found  in  much  thinner  deposits,  and  as  a  rule  it  is  unaccompanied 
by  potassium  or  magnesium  salts  in  any  notable  quantities.  Gypsum 
or  anhydrite,  however,  is  commonly  present,  either  under  the  salt 
or  in  its  near  neighborhood.  Where  gypsum  is  absent  we  may  infer, 
with  a  fair  degree  of  probabiUty,  that  the  salt  is  of  secondary  origin 
and  not  derived  directly  from  sea  water,  or  that  it  came  from  the 
evaporation  of  a  salt  lake  which  contained  either  no  calcium  or  no 
sulphates.  Gypsum,  of  course,  can  not  form  unless  its  constitutents 
are  at  hand.  Furthermore,  gypsum  may  be  produced  otherwise 
than  from  the  concentration  of  sea  water,  and  it  may  exist  as  a 
remainder  where  the  more  soluble  salts  have  been  washed  away.  It 
can  occur  independently  of  or  concomitant  with  the  presence  of  rock 
salt,  and  each  locality  must  be  considered  on  its  individual  merits. 
On  some  small  coral  islands  in  the  Pacific  gypsum  is  found  as  a  resi- 
due from  the  evaporation  of  lagoons,  in  beds  which  may  reach  2  feet 
in  thickness.*  Here  the  origin  from  sea  water  is  evident.  On  the 
other  hand,  waters  containing  Uttle  or  no  salt  often  deposit  gypsum. 
I.  C.  Russell,'  for  instance,  has  described  such  a  deposit  at  Fillmore^ 
Utah,  which  covers  an  area  of  12  square  miles  and  has  been  opened 
to  a  depth  of  6  feet  without  reaching  bottom.  Gypsum  is  also  com- 
mon as  an  efflorescence  or  incrustation  in  caves,^  and  it  can  be  pro- 
duced by  the  alteration  of  other  rocks.  The  oxidation  of  pyrites  in 
limestone  may  form  gypsum;  or,  as  was  shown  in  the  prececHng  chap- 
ter, it  can  originate  from  double  decomposition  between  other  metallic 
sulphates  and  calcium  carboliate.  L.  W.  Jowa,*  for  example,  pre- 
pared selenite  in  measurable  crystals  by  the  action  of  a  solution  of 
ferrous  sulphate  on  chalk. 

1  The  scientific  investlgatioii  of  the  Stassfurt  salts  is  being  ocmtinaed  by  a  society  ftmned  for  that  pur- 
pose. For  a  list  of  the  publications  of  its  members  see  Van't  Hofl,  Sitsungsb.  Alcad.  Berlin,  No.  39, 1910, 
p.  772. 

s  J.  D.  Dana,  Manual  of  geology,  4th  ed.,  p.  120. 

I  Hon.  17.  8.  Geol.  Surrey,  vol.  11,  1886,  p.  84.  The  depositioii  of  gypsum  by  Lake  Chichen-Kanab, 
Yucatan,  was  mentioned  in  Chapter  V  (p.  153). 

«  See  O.  P.  IferriO,  Proc.  U.  S.  Nat.  Mus.,  vol.  17, 1906,  p.  77. 

•  Aimales  Soc.  gtel.  Belglque,  vol.  23, 1885-96,  p.  czxvliL 
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In  the  Salina  formation  of  New  York  gypsum  occurs  above  the 
salt,  and  its  presence  is  attributed  by  Dana  ^  to  the  alteration  of  the 
overlying  **Waterlime"  beds.  In  this  region  the  salt  occurs  in  layers 
interstratified  with  shales,  a  series  of  shallow-water  deposits  having 
been  successively  covered  by  bodies  of  mud  or  clay.*  At  Goderich, 
Canada,  a  similar  but  not  identical  alternation  has  been  observed.' 
Here  a  boring  1,517  feet  deep  revealed  dolomite  and  anhydrite,  and 
above  that  were  six  beds  of  salt  alternating  with  similar  materials. 
The  uppermost  salt  was  struck  at  1,028  feet,  and  at  876  feet  dolo- 
mite, with  seams  of  gypsum,  was  found.  The  anhydrite  at  bottom 
was  probably  normal;  but  what  the  upper  gypsum  signifies  is  not 
clearly  shown.  It  may  be  the  beginning  of  an  unfinished  concen- 
tration, or  else  quite  independent  of  the  salt  below.  Throughout 
the  region  of  salt  more  or  less  anhydrite  was  found,  but  potassium 
compounds  were  either  absent  or  present  only  in  traces.  Neither 
in  New  York  nor  in  the  Goderich  deposits  were  the  mother  liquors 
permitted  to  crystallize.* 

The  great  salt  deposits  of  Louisiana  and  Texas  are  associated  not 
only  with  gypsum  but  also  with  sulphur,  sulphurous  gases,  and 
petroleum.  At  first,  before  the  petroleum  was  discovered,  the  salt 
beds  were  regarded  as  of  marine  origin.*  Later,  R.  T.  Hill*  inter- 
preted them  as  derived  from  hot  saline  waters  rising  from  great 
depths,  and  a  similar  view  was  put  forth  by  L.  Hager.^  E.  Coste,*  a 
strenuous  advocate  of  the  volcanic  origin  of  petroleum,  has  ai^ed 
that  the  salt  is  its  obvious  companion,  but  his  argument  is  hardly 
conclusive.  Sodium  chloride  is  known  as  a  volcanic  sublimate,  and 
some  authors  have  argued  that  the  salt  of  the  ocean  is  volcanic  also; 
but  extreme  views  of  this  sort  are  rarely  sound.  The  most  that  can 
be  said  is  that  the  origin  of  the  Louisiana-Texas  salt  has  not  yet 
received  its  final  interpretation.*  It  would  be  most  unwise  to  claim 
that  all  salt  deposits  are  formed  in  the  same  way.  Some  are  certainly 
marine,  some  are  residues  from  salt  lakes,  others  may  represent  con- 
centrations from  magmatic  waters.  The  subject,  however,  is  so 
large  that  a  more  extended  discussion  of  it  is  impracticable  here. 

1  Manual  of  geology,  4th  ed.,  p.  654. 

»  See  seotioDS  given  In  Bull.  New  York  State  Kus.  No.  U,  1803. 

•  T.  S.  Hunt,  GeoL  Survey  Canada,  Kept.  Progress,  1876-77,  p.  221. 

•  The  solubUlty  of  calcium  sulphate,  gyx>8um,  anhydrite,  etc.,  in  water  and  various  solutions  has  been 
elaborately  studied.  See  an  excellent  summary  by  F.  K.  Cameron  and  J.  M.  Bell,  in  Bull.  No.  33,  Bur. 
Soils,  U.  S.  Dept.  Agr.,  1906. 

•  See  for  example  O.  I.  Adams,  Bull.  U.  S.  Qeol.  Survey  No.  184, 1901,  p.  49.  Also  doubts  raised  by 
C.  W.  Hayes  and  W.  Kennedy  In  Bull.  U.  S.  Oeol.  Survey  No.  212, 1903,  p.  144. 

•  Jour.  Franklin  Inst.,  vol.  154, 1902,  p.  273. 

'  Bng.  and  Min.  Jour.,  vol.  78, 1904,  pp.  137, 180. 
t  Jour.  Canadian  Mhi.  Inst.,  vol.  6, 1903,  p.  73. 

•  In  BulL  Geol.  Survey  Louisiana  No.  7, 1908,  G.  D.  Harris  describes  the  salt  deposits  and  discusses  their 
origin.  He  also  gives  a  very  complete  summary  of  information  on  the  salt  deposits  of  the  world. ,  The 
fullest  treatise  on  salt,  covering  the  globe,  is  by  J.  O.  von  Busohman,  Das  Sals,  2  vols.,  Lelpsig,  1906  and 
1909. 
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ANALYSES    OF    SALT. 

Neithor  salt  nor  gypsum  is  found  in  nature  in  a  state  of  absolute 
purity,  although  that  condition  is  sometimes  very  nearly  approxi- 
mated. Being  deposited  from  solutions  containing  other  substances 
some  of  the  latter  are  always  carried  down  and  reveal  their  presence 
on  analysis.  Analyses  of  rock  salt  are  exceedingly  numerous,  and 
only  a  moderate  number,  enough  to  show  the  range  of  variation  in 
the  mineral,  need  be  cited  here.^ 

Analyses  of  rock  salt. 

A.  Salt  from  Ooderich,  Canada.  Analysis  by  Gould,  for  T.  Starry  Hunt,  Geol.  Survey  Canada,  Kept. 
Progress,  1876-77,  p^  233. 

B.  Salt  from  Kingman,  Kansas.  Analysb  by  E.  H.  S.  BaOey  and  E.  C.  Case,  Kansas  Univ.  Oeol.  Sur- 
vey, vol.  7, 1002,  p.  73.    Ten  other  analyses  of  rook  salt  are  given,  mostly  purer  than  this. 

C.  Saline  incrustation,  Tuthill  Marsh,  Kansas.  Idem,  p.  70.  Analysis  made  in  the  University  of  Kansas 
laboratory,  but  analyst  not  named. 

D.  Salt  from  Petit  Anae,  Louisiana.  Analysis  by  F.  W.  Taylor,  Mineral  Resources  U.  8.  for  1888,  U.  8. 
Geol.  Survey,  p.  564. 

E.  Salt  from  Leoncito,  La  Rioja  Province,  Argentina.  Analysis  by  L.  Harperath,  Bol.  Acad.  nao.  den. 
Gdrdoba,  Argentina,  vol.  10, 1890,  p.  427.  Remarkable  for  its  high  proportion  of  potassium  salts.  Har- 
perath gives  nineteen  analyses  of  Argentine  salt,  some  of  them  representing  great  purity,  but  several  ap- 
proaching this  one. 

F.  Salt  stalactite  from  a  disused  worUng  at  Redhau^  oolllery ,  Gateshead,  England.  Analysis  by  W .  H. 
Dunn,  published  by  P.  P.  Bedson,  Jour.  Soo.  Chem.  Ind.,  vol.  8, 1880,  p.  96.  This  analysis,  in  the  original, 
is  stated  in  the  fbrm  of  radicles.    It  is  recalculated  here  to  salts  tor  uniformity  with  the  others. 

O.  Salt  from  bed  deposited  by  the  Katwee  Lake,  north  of  the  Albert  Edward  Nyansa,  central  Africa. 
Analysis  by  H.  S.  Wellcome;  abstract  in  Jour.  Soc.  Chem.  Ind.,  vol.  0, 1800,  p.  734.  An  analysis  of  the  lake 
water  by  A.  Pappe  and  H.  D.  Richmond  is  also  given  in  this  journal.    See  ante,  p.  162. 
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In  addition  to  the  impurities  shown  in  the  analyses,  rock  salt  fre- 
quently contains  gaseous  inclusions.  These  have  been  often  exam- 
ined, recently  by  N.  Costachescu,*  who  finds  some  of  them  to  consist 

1  See  Thorpe's  Dictionary  of  applied  chemistry,  vol.  4,  p.  430,  for  additional  data.  Also  Geol.  Survey 
MWiigan,  vol.  3,  iqypendix  B,  and  vol.  5,  pt.  2,  for  KIcfalgan  salt  and  brines;  Bull.  New  York  State  Mus. 
No.  11,  for  New  York  examples;  Prel.  Rept.  Geol.  Louisiana,  1800,  for  material  from  that  State;  and  G.  I. 
Istrati,  Bull.  Soc.  chim.,  3d  ser.,  vol.  2,  1880,  p.  4,  for  analyses  of  Roumanian  salt.  Some  Roumanian 
samples  contain  as  high  as  00.0  per  cent  of  sodium  chloride. 

s  Ann.  Univ.  Jaasy ,  voL  4, 1006,  p.  3.    The  author  gives  a  good  summary  of  earlier  investigations. 
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mainly  of  nitrogen,  and  others  mainly  of  methane.  Other  hydro- 
carbons and  carbon  dioxide  are  also  found.  Rock  salt  is  not  uncom- 
monly colored,  especially  blue.  This  coloration  has  been  attributed 
to  organic  matter,  and  recently,  by  H.  Siedentopf,*  to  the  presence 
of  minute  particles  of  metallic  sodium.  This  very  remarkable  con- 
clusion would  seem  to  require  confirmation. 

ANALYSES    OP    GYPSUM, 

For  gypsum  the  following  analyses,  all  made  in  the  laboratory  of 

the  United  States  Geological  Survey,  are  sufficient  to  show  its  usual 

character.' 

Analyses  ofgypmim, 

A.  From  HOlsboro,  New  Bmnawlok.    Axiaiysis  by  George  Steiger. 

B.  From  Alabaster,  Michigan.    Analysis  by  Steiger. 

C.  From  east  of  Cascade,  Black  Hills,  South  Dakota.    Analysis  by  Stalger. 

D.  E.  From  Nephi,  Utah.    Analyses  by  E.  T.  Allen.    This  material  evidently  contains  admixed  anhy- 
drite. 
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BITTERNS. 

In  what  has  been  said  so  far,  we  have  considered  almost  exclusively 
the  concentration  of  sea  water;  but  other  waters  form  other  deposite 
and  yield   different  bitterns.     Analyses   of   bittern  are   not   often 

>  PhysOcal.  Zeitschr.,  vol.  6,  1905,  p.  855.  See  also  L.  W5hler  and  H.  EAsamowski,  Zeitschr.  anorg;. 
Chemie,  vol.  47, 1905,  p.  853,  and  F.  Comu,  CentralbL  Min.,  Oeol.  u.  Pal.,  1907,  p.  166,  and  Neues  Jahrb., 
1906,  p.  32.  Q.  Spesia  (CentralbL  Min.,  Oeol.  u.  Pal.,  1900,  p.  388)  cites  experimental  evidence  adverse  to 
SiedentopPs  views.  E.  Erdmann  (Ber.  Deutsch.  chem.  Oesell.,  vol.  43,  p.  777)  ascribes  the  blue  of  salt  to 
radioactivity,  which  is  known  to  effect  color  changes  hi  minerals. 

*  For  other  data  relative  to  the  composition  and  origin  of  gypsum,  see  G.  P.  Grimsley  and  £.  H.  S.  Bailey, 
Univ.  Oeol.  Survey  Kansas,  vol.  5, 1899.  Also  E.  C.  Eckel,  Bull.  U.  8.  Oeol.  Survey  No.  213, 1903,  p.  407; 
G.  P.  Grimsley,  Geol.  Survey  Michigan,  vol.  9,  pt  2, 1903-4,  and  Am.  Geologist,  vol.  34, 1904,  p.  378;  F.  A. 
Wilder,  Jour.  Geology,  vol.  11,  1903,  p.  723;  A.  L.  Parsons,  Twenty-third  Riapt  State  Geologist,  New 
York  State  Mus.,  1903;  and  G.  I.  Adams  and  others,  on  gypsum  deposits  of  the  United  States,  Bull.  U.  S. 
Geol.  Survey  No.  223, 1904.  A  recent  report  on  the  gypsum  of  New  York  is  by  I>.  H«  NewUmd  and  H. 
Leighton,  BuU.  New  York  State  Mus.  No.  143, 19ia 
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reported,  and  only  a  few  examples  can  be  given  here.*  These  analyses 
are  recalculated  to  ionic  fomi;  and  give  the  percentage  composition 
of  the  anhydrous  saline  matter. 

Analy tea  of  bitterns. 

A.  Bittern  from  "bay  salt/'  Alameda  Bay,  Callfomia.    Analysis  by  F.  Gutckow,  cited  in  W.  L.  Row- 
land's report  on  salt,  vol.  2,  Tenth  U.  8.  Census,  1883.    From  sea  water. 

B.  Bittern  of  maximum  concentration,  from  the  brines  of  Syiacuae,  New  York.    Analysis  by  C.  A. 
Ooessmann,  Am.  Jour.  Sd.,  2d  ser.,  toL  44, 1867,  p.  80. 

C.  Bittern  from  the  brine  of  Bay  City,  Michigan.    Analysis  by  E.  S.  Fitch,  cited  by  W.  F.  Cooper,  Rept. 
State  Boaid  Geol.  Survey  Michigan,  1906,  p.  389. 

D.  Bitterr  from  the  saline  of  Medellin,  Antioquia,  Colombia.    Analysis  by  J.  B.  Boussingamt,  Annales 
cfaim.  phys.,  5th  ser.,  vol.  2, 1874,  p.  102.    Known  locally  as  "oil  of  salt'' 

E.  Bittern  from  salt  works  of  AUendorf-an-Werra,  Germany.    Analysis  by  E.  Reichardt,  abstract  in 
Jour.  Chem.  Soc.,  vol.  42, 1882,  p.  24. 
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10.62 

K 

6.40 

Li 

.01 

NH4 

Ca 

11.26 
8.08 

9.34 
6.16 
6.58 

.07 

Mff 

11.19 

8.81 

if.;.....: 

SiOa 

.02 

Organic 

3.21 

Salinitv.  Dcr  cent 

100.00 
34.555 

100.00 
33.567 

100.00 
9.045 

100.00 
33. 478 

100.00 
29.149 

The  excess  of  calcium  over  the  amount  deposited  as  gypsum  is  very 
striking  in  the  Syracuse  example.  In  A,  D,  and  E  calcium  has  been 
almost  entirely  deposited,  and  a  large  excess  of  the  sulphuric  ion 
appears.  The  concentration  of  potassium  is  also  well  shown  in  two 
of  the  bitterns. 

The  bittern  from  Michigan  is  remarkable  for  its  very  high  propor- 
tion of  bromine,  and  the  analysis  may  not  be  correct.  Still,  the 
Michigan  brines  are  important  commercial  sources  of  bromine,  and 
so,  too,  are  those  of  the  Kanawha  VaUey,  in  West  Virginia.  For  the 
latter  I  have  found  no  satisfactory  analyses.'  A.  L.  Baker  *  reports 
that  20  to  30  gallons  of  Kanawha  bittern  will  yield  1  pound  of. 
bromine,  and  he  has  also  shown  that  they  contain  iodine  in  very 
appreciable  amounts,  from  38.4  to  69.2  milligrams  per  liter.     The 

1  In  addition  to  Usiglio's  analyses  cited  on  p.  208,  ante. 

*  The  Tenth  Censua  report,  previoasly  cited,  gives  two  analyses  of  bittern  from  Midland,  Michigan,  and 
an  incomplete  analysis  of  one  from  the  Kanawha  region;  bat  they  are  not  soffidently  conduslve  to  warrant 
reproduction. 

«  Cham.  News,  yoL  44, 1881,  p.  207. 
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richness  of  the  Dead  Sea  in  bromine  has  already  been  pointed  out. 
Bitterns  of  this  class  deserve  a  more  careful  study  than  they  seem 
to  have  yet  received. 

SODIUM    SUIiPHATE. 

In  the  evaporation  of  ocean  water  the  sulphates  which  form  are 
first  the  calcium  compound  and  then  the  magnesium  salt,  or  else 
double  sulphates  of  magnesium,  with  either  calcium  or  sodium. 
Anhydrite,  then  polyhaUte,  and  then  kieserite,  follow  one  another  in 
regular  succession.  In  many  saline  lakes,  however,  calcium  and  mag- 
nesium are  deficient  in  quantity,  while  sodium  sulphate  is  present  in 
relatively  large  amounts.  In  such  lakes  sodium  sulphate  is  deposited 
in  considerable  quantities,  generaUy  preceding  the  deposition  of  salt, 
and  its  precipitation  is  determined  or  affected  by  the  season  of  the 
year.  Sodium  sulphate  is  much  more  soluble  in  warm  than  in  cold 
water,  but  the  similar  variation  for  salt  is  comparatively  small;  so 
that  the  mere  change  of  temperature  between  summer  and  winter 
may  cause  mirabilite  to  separate  out,  or  to  redissolve  again.  An 
instance  of  this  kind,  in  the  Karaboghaz,  has  already  been  noticed, 
and  the  Great  Salt  Lake  *  not  only  deposits  sodium  sulphate  during 
winter,  but  even  casts  it  up  in  heaps  upon  the  shore.  The  salt  thus 
formed  is  the  decahydrate,  mirabiUte,  Na^SO^.lOHjO;  while  from 
warm  solutions,  especially  from  concentrated  brines,  the  anhydrous 
sulphate  thenardite  may  be  deposited.  In  warm  and  dry  air  mira- 
bilite effloresces,  loses  its  water,  and  is  transformed  into  thenardite, 
which  is  a  well-known  and  common  mineral.  On  the  surface  of 
Lacu  Sarat,  in  Roumania,*  large  crystals  of  mirabihte  form  during 
winter,  to  redissolve,  at  least  in  part,  when  the  weather  becomes 
warm,  and  many  other  sulphate  or  sulphato-chloride  lakes  exhibit 
similar  phenomena.  The  Siberian  lakes,  studied  by  F.  Ludwig,' 
deposit  mainly  sulphates;  sodium  sulphate  in  Lakes  Altai,  Beisk, 
Domoshakovo,  and  Kisil-Kul,  while  in  the  Schunett  Lake  a  quantity 
of  magnesium  sulphate  is  also  formed.  Ludwig  gives  analyses  of 
these  precipitates,  but  the  three  in  the  subjoined  table  are  enough 
to  cite  here.  The  analyses  are  carried  by  Ludwig  to  four  decimal 
places,  but  I  have  rounded  them  off  to  two.  He  also  gives  the  Na 
and  CI  of  the  sodium  chloride  separately,  and  the  insoluble  residue 
he  divides  into  organic  and  inorganic.  The  consoUdation  of  the  data 
as  tabulated  above  is  for  the  sake  of  simplicity.  Their  subdivision 
does  not  help  to  illustrate  the  phenomena  now  under  discussion. 

1  O.  K.  Gilbert,  lion.  U.  S.  Qeol.  Survey,  vol.  1, 1800,  p.  263. 

>  L.  Mraceo  and  W.  Teisseyre,  Apercu  g^ogique  am  les  formations  sallfbres  et  lei  gisements  de  sel  en 
Roamanie,  1902.     This  memoir  contains  a  bibliography  relative  to  Roumanian  salt. 
•  ZeitSQhr.  pnkt.  Oeologie,  vol.  11, 1908,  p.  401.   Of.  ante,  p.  IW. 
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A.  Deposit  on  bottom  of  Lake  Altai. 

B.  Deposit  on  shore  of  Lake  Altai. 

C.  Deposit  on  shore  of  Schunett  Lake. 


A 

B 

C 

CO, 

0.12 
54.00 
41.64 

0.03 
55.67 
43.21 

0.63 

S03   

54.45 

Na,0 

25.96 

k7> - 

1.93 

NaCl    

.29 
.22 
.11 

.13 
.01 

}■■■»■ 

.92 

CaO 

.07 

MgO 

10.22 

ALO,       

.07 

F^Si:             ... 

.11 

.01 

si^,r.:::::.: 

.07 

Insoluble  residue 

3.46 

.91 

5.70 

99.95 

99.97 

100.03 

These  lakes,  Altai  and  Schunett,  are  sulphato-chloride  waters,  but 
the  first  effect  of  their  concentration  is  to  bring  about  a  partial  separa- 
tion of  their  salts.  The  same  effect  is  perhaps  even  better  exem- 
plified by  Sevier  Lake,  in  Utah,  which  is  at  times  entirely  dry,  form- 
ing a  thin  saline  layer  that  in  moister  seasons  partly  redissolves.^ 
The  deposits  from  this  lake  have  been  analyzed,  those  from  the 
margin  by  O.  D.  Allen,  those  from  the  center  by  S.  A.  Lattimore,  and 
their  average  composition,  as  cited  by  Gilbert,  is  given  below: 

Average  composition  of  deposits  from  Sevier  Lake,  Utah. 


Margin.      Center. 


Na2S04.-. 

NaCl 

CaSO* 

MgS04..-. 

HaO 

IiiJBoluble. 


14.3 


75.8 


5.5 
.7 

3.6 
.1 


84.6 

.4 

7.0 

trace 

trace 


8.0 
trace 


100.0 


100.0 


Here  the  sodium  sulphate  tends  to  accumulate  at  the  center  of  the 
lake,  whereas  the  later  deposits,  which  are  covered  by  a  crust  of 
sodium  chloride,  are  formed  in  larger  relative  proportion  around 
the  margin. 

Fractional  crystallization,  however,  is  only  a  part  of  the  process 
by  which  the  saline  constituents  of  a  water  may  be  separated.  Salt 
and  alkaUne  lakes  are  peculiarly  characteristic  of  desert  regions, 
and  the  smaller  depressions  may  be  alternately  dry  and  filled  with 

I  O.  K.  aUbert,  Mon.  U.  S.  Qeol.  Survey,  vol.  1, 1800,  pp.  224-227.  Seep.  145,  ante,  for  the  composition 
of  the  brine. 
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water.  Suppose,  now,  following  a  suggestion  of  J.  Walther,*  that 
such,  a  lake,  concentrated  to  a  bed  of  salt  covered  by  a  thin  sheet  of 
bittern,  is  overwhelmed  by  desert  sands,  so  that  a  permanent  saline 
deposit,  protected  from  further  change,  is  formed.  The  bittern 
will  be  absorbed  by  the  sandy  covering,  its  salts  will  rise  by  capillary 
attraction  to  the  surface,  and  the  efflorescence  thus  produced  will  be 
scattered  in  dust  by  the  winds.  On  the  steppes  of  the  lower  Volga, 
according  to  Walther,  there  are  numerous  remainders  of  salt  lakes, 
which  have  been  thus  covered,  and  where,  beneath  the  sand,  solid 
salt  of  great  purity  is  found.  The  mother  liquors  have  vanished, 
and  their  saline  constituents  have  been  scattered  far  and  wide. 

MISOEIiliAXEOUS    DESERT    SAIjTS. 

Wherever  deserts  exist,  there  these  saline  residues  are  conunon. 
They  are  pecuUarly  abundant  in  the  western  part  of  the  United 
States,  especially  in  the  Bonneville  and  Lahontan  basins  and  over 
the  so-called  alkaU  plains,  and  they  exhibit  a  great  variety  of  com- 
position. Chlorides,  sulphates,  carbonates,  and  borates  occur,  sepa^ 
rately  or  altogether,  and  many  analyses  of  these  products  have  been 
recorded.  To  the  sulphato-chloride  class  the  subjoined  analyses  be- 
long, the  other  saline  deposits  being  left  for  separate  consideration 

later.' 

Analyses  of  saline  deposits  from  sidphaUxhloride  waters. 

A.  Salt,  Osobb  Valley,  Nevada.  Analysis  by  R.  W.  Woodward,  Kept.  U.  8.  Qeol.  Explor.  40th  Par.* 
vol.  2, 1877,  p.  707. 

B.  Saline efflorofloeooe  on  desert,  south  of  Hot  Springs  station,  Nevada.  Analysis  by  O.  D.  Allen,  idem, 
p.  773. 

C.  Incnistation  from  Qoinns  River  crossing.  Black  Rock  Desert,  Nevada.  Analysis  by  O.  D.  AUen, 
idem,  p.  791. 

D.  Salt  from  Salt  Lake,  7  miles  east  of  the  Zandia  Mountains,  New  Mexico.  Analysis  by  O.  Loew,  Rept. 
U.  8.  Geol.  Surv.,  W.  100th  Mer.,  vol.  3, 1875,  p.  627.  ^ 

E.  Efiloresoenoe  from  alkali  flat,  near  Buffalo  Spring,  Nevada.    Analysis  by  O.  D.  Allen,  op.  cit.,  p.  731. 

F.  Effloresoenoe  from  Santa  Catalina,  Arizona.    Analysis  by  O.  Loew,  op.  cit.,  p.  628. 

O.  Salt  from  shore  of  lake  near  Percy,  Nevada.  Analysis  by  R.  W.  Woodward,  Rept.  U.  8.  Qeol.  Explor. 
40th  Far.,  vol.  2, 1877,  p.  148. 

H.  Efflorescence  on  loess,  near  Cordoba,  Argentina.  Analysis  by  Doering,  cited  by  A.  W.  Stelmer, 
Beitrilge  sur  Qeologie  und  Palaeontologie  der  Argentlnlschen  Republik,  1885.  A  number  of  salts,  etc.,  are 
described  on  pages  205-300.    This  one  is  remarkably  rich  in  potassium. 


A 

B 

C 

D 

E 

F 

0 

H 

NaCl 

96.49 

1.91 

.96 

96.67 

85.27 
1.75 
2.59 

82.57 
6.89 

70.81 
26.38 

5.93 
94.04 

0.74 
46.27 

10.81 

NaoSO. 

53.14 

Na^CoJ       

1.94 

32.34 

l^Cl* 

5.88 

Mgsd. 

48.28 
4.45 

CaS04     

1.63 

.73 

1.97 

""8."  57' 
1.82 

trace 
4.66 

3.71 

H3O 

.52 
.12 

Insoluble  residue 

1 

1 

100.00 

100.00 

100.00 

100.00 

99.13 

99.97 

99.74 

100.00 

>  Das  Oesets  der  Wflstenbildung,  Berlin,  1900,  p.  149.    Chapter  13  is  devoted  to  the  subject  of  desert  salts. 
*  A  number  of  analyses  of  similar  products  from  Argentina  are  given  by  F.  SohJckendants,  Revlsta  del 
Museo  de  la  Plata,  vol.  7, 1895,  p.  1. 
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These  analyses,  taken  in  connection  with  those  of  salt  given  on  page 
219,  show  the  same  order  of  variation  as  is  found  in  the  parent  waters 
themselves.  Chlorides  form  one  end  of  the  series,  sulphates  the 
other;  and  every  gradation  may  exist  between  the  two.  Even  dif- 
ferent parts  of  the  same  deposit  may  show  evidence  of  such  a  grada- 
tion, as  in  Sevier  Lake,  where  separation  of  the  salts  has  gone  on  to 
a  greater  or  less  extent;  but  partial  re-solution  in  time  of  high  water 
can  reverse  the  process  and  bring  about  a  new  distribution  of  the 
soluble  substances. 

aijKaIjIne  carbonates. 

From  alkaline  lakes  alkaline  carbonates  are  deposited,  mingled  with 
chlorides  and  sulphates  in  varying  proportions.  In  Hungary,  Egypt, 
Armenia,  and  Venezuela  such  deposits  are  found,  and  they  are  pecu- 
liarly common  in  the  Lahontan  basin  of  Nevada,  and  in  southern 
Califomia.  In  Nevada  they  often  form  "  playas,"  or  "  playa  lakes  "* — 
beds  which  are  diy  in  summer  and  flooded  to  the  depth  of  a  few  inches 
during  the  wet  season.  A  number  of  these  alkaline  incrustations 
were  analyzed  by  the  chemists  of  the  Fortieth  Parallel  Siirvey,  with 
the  results  shown  in  analyses  A  to  F  of  the  subjoined  table.^  With 
these  may  be  included  two  analyses  of  the  soluble  parts  of  incrusta- 
tions, made  by  T.  M.  Chatard  in  the  laboratory  of  the  United  States 
Geological  Survey. 

Arudyus  of  incrustations  deposited  by  alkaline  lakes. 

A.  From  watem  arm  of  Black  Rock  Desert,  near  the  eo-oalled  "Hardin  City,"  Nevada.    Analysis  by 
O.  D.  Allen,  yol.  2, 1877,  p.  792. 

B.  From  Raby  Valley,  Nevada.    Analysis  by  R.  W.  Woodward,  vol.  1, 1878,  p.  503. 

C.  From  valley  of  Deep  Creek,  Utah.    Analysis  by  Woodward,  vol.  2,  p.  474. 

D.  From  Antelope  VaDey  Nevada.    Analysis  by  Woodward,  voL  2,  p.  541. 

E .  From  a  point  near  Peko  station,  on  Humboldt  River,  Nevada.    Analysis  by  Woodward,  voL  2,  p.  894. 

F.  From  Brown's  station,  Humboldt  Lake,  Nevada.    Analysis  by  Woodward,  vol.  2,  p.  744. 

O.  From  surface  of  playa,  north  arm  of  Old  Walker  Lake,  Nevada.    Soluble  portion,  29.78  per  cent. 
H.  Five  miles  west  of  Black  Rock,  Nevada.    Soluble  portion,  23.10  per  cent. 


!       A       1       B 

i 

C 

D 

E 

F 

^ 

H 

NaaCO, 

NaHCO. 

52.10 

68.69 
8.09 

28.32 
2.11 

26.12 
14.76 
17.43 
38.01 

26.96 
14.36 
33.31 
24.51 

48.99 

36.01 

4.42 

7.24 

3.34 

7.02 
11.13 
49.67 
20.88 
11.30 

72.69 

9.06 

SM!!v::::;.v;.;;::; 

NftnB.O- 

27.65 
18.47 

17.49 
2.63 
4.16 

27.06 

69.32 

1.00 

ll'^*^4^7 1 

2.79 

4.68 

1.88 

KO  * 

1.18 
1.96 

1.39 

SiO, 



2.18 

*'**'i"  ••••• .--. 

98.12 

100.00 

100.00 

100.00 

100.00 

100.00 

100.00 

100.00 

<  Bee  I.  C.  Russell,  Mon.  U.  B.  Geol.  Survey,  vol.  11. 1885,  p.  81. 

*The  analyses  are  here  cited  as  recalculated  by  T.  M.  Chatard,  Bull.  U.  8.  Oeol.  Survey  No.  60, 1890, 
pp.  65, 5ft.   The  original  statements  do  not  adequately  disorlmlnate  between  carbonates  and  bloarbaoates. 

101381^— BuU.  491—11 16 
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The  foUowing  table  contains  analyses,  reported  by  E.  W.  Hilgard,* 
of  the  soluble  part  of  '' alkali"  incrustations  from  Calif omia.  They 
exhibit  remarkable  peculiarities  of  composition,  especially  in  their 
contents  of  potassium  salts,  nitrates,  and  phosphates. 

Analyses  of  ^'alhUi"  iruntstatiansfrom  Calif  omia, 

A.  From  ViMlia,  Tulare  County. 

B.  From  Westminster,  Onnge  County. 

C.  From  the  experiment  station,  Tulare  County. 

D.  From  the  Merced  bottoms,  Mcrocd  County. 


NajCO,.... 

NaoS04 

NaCl 

NaNQ, 

NaHoPO^... 

KaCO, 

K^O, 

(rfH,),CO,. 


65.72 


3.98 
"8.42" 


20.23 
1.65 


62.22 


10.57 


6.59 
20.62 


32.58 
25.28 
14.75 
19.78 
2.25 


3.95 


1.41 


100.00 


100.00 


75.95 
4.67 
1.46 

12.98 
4.94 


100. 00       100.  09 

i 


Similar  deposits  are  formed  by  the  two  soda  lakes  at  Ragtown, 
Nevada,  and  these  have  been  worked  for  commercial  purposes.  Two 
samples  were  collected  by  Arnold  Hague  in  1868,  before  working 
began;  a  third,  representing  the  marketable  product,  was  examined 
by  T.  M.  Chatard.'  The  analyses  are  as  follows,  in  the  form  adopted 
by  Chatard: 

Analyses  of  deposits  from  Soda  LakeSy  Ragtovm,  Nevada, 

A.  Big  Soda  Lake.    Analysis  by  O.  D.  Allen.  Kept  U.  S.  Geol.  Explor.  40th  Par.,  vol.  3. 1877,  p.  748. 

B.  Little  Soda  Lake.    Analysis  by  Allen,  op.  cit.,  p.  750. 

C.  Little  Soda  Lake,  market  soda.    Analysis  by  Chatard 


NaXO. . . 
NaHCO,. 


Na-SO^. 

NaCl 

SiOa 

Insoluble. 
H3O 


45.05 

34.66 

1.29 

1.61 


.80 
16.19 


99.60 


44.25 

34.90 

.99 

1.10 


2.81 
15.95 


100.00 


52.20 

25.05 

5.10 

8.31 

.27 


14.16 


100.09 


^  Appendix,  Rept.  Univ.  Califomla  Exper.  Sta.,  1890.    Other  analyses  are  given  in  this  report. 
*  Bull.  U.  S.  Oeol.  Survey  No.  60,  1890,  p.  52.    Chatard  cites  a  number  of  analyses  of  foreign  urao  or 
trona.    For  analyses  of  Egyptian  urao  see  O.  Popp,  Liebig's  Annalen,  vol.  155, 1870,  p.  348. 
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These  soda  lakes  also  deposit  crystals  of  gajlussite,  of  the  formula 
CaCOj.NajCX^j.SH^O;*  although  the  analysis  of  the  water*  reveals 
no  calcium.  Probably  the  minute  quantities  of  calciimi  that  enter 
the  waters  from  springs  or  otherwise  are  inmiediately  removed  in 
this  form. 

It  will  be  observed,  on  examining  the  foregoing  analyses,  that  they 
represent  variable  mixtures  of  several  salts.  The  latter,  of  course, 
have  been  calculated  from  the  analytical  data,  and  the  radicles  might 
have  been  combined  somewhat  differently,  but  without  any  essential 
change  in  the  .general  results.  Several  of  the  analyses  are  reckoned 
upon  the  basis  of  anhydrous  material,  and  are  so  far  incorrect,  but 
they  show  with  a  fair  degree  of  accuracy  the  relative  proportions  of 
the  several  compounds  which  were  present.  The  carbonates  were 
probably  three  in  number — thermonatrite,  Na2C08.H30;  natron, 
NajCOg-lOH^O;  and  trona,  or  urao,  Na3CO,.NaHC03.2H30.  Some- 
times one  and  sometimes  another  of  these  salts  is  in  excess,  but  the 
third  is  the  most  important,  as  the  elaborate  researches  of  Chatard ' 
have  shown.  That  this  is  the  first  salt  to  be  deposited  from  waters 
of  this  class  his  experiments  upon  Owens  Lake  water  clearly  prove. 

At  Owens  Lake,  Inyo  County,  Califomia,  the  manufacture  of 
sodium  carbonate  has  been  carried  out  upon  a  commercial  scale.  In 
order  to  determine  the  most  favorable  conditions  for  the  process, 
Chatard  subjected  a  quantity  of  the  water  to  fractional  crystalliza- 
tion and  anaJyzed  the  salts  which  were  successively  deposited.  Two 
concordant  series  of  experiments  were  made,  together  with  a  less 
complete  but  corroborative  set,  on  water  from  Mono  Lake.  The 
results  of  the  first  group  were  as  follows. 

1  See  analysis  by  O.  D.  Allen,  Kept.  U.  6.  Geo!.  Explor.  40th  Par.,  vol.  2, 1877,  p.  749. 

9  S«e  p.  150,  ante,  for  analysis  of  the  water. 

*  Natnial  soda;  its  occurrenoe  and  utilization:  Bull.  U.  S.  Qeol.  Survey  No.  60, 1890,  pp.  27-101.  Of.  E. 
Le  Neve  Foster,  Proc.  Colorado  Sd.  Soc.,  vol.  3, 1800,  p.  346,  for  data  oonoeming  Owens  Lake.  See  also 
O.  Lunge,  Zeitschr.  angew.  Chemie,  1808,  p.  3. 
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Analyses  of  salts  deposited  by  fractional  crystalluatum  from  water  of  Owens  Lake, 

California. 

A.  The  natural  water  of  Owens  Lake.  Spedfio  gravity  1.063  at  25*.  Salinity  77.098  grams  por  liter. 
This  analysis,  which  represents  the  composition  of  the  anhydrous  residue,  was  cited  on  page  ISO  with  aO 
carbonates  as  normal;  it  b  here  restated  in  oonTentUmal  l»nn. 

B.  First  crop  of  crystals.  Water  concentrated  to  one-fifth  its  original  volume.  Spedfio  gravity  of 
mother  liquor  1.312  at  27.9*. 

C.  Second  crop  of  crystals.    Spedfio  gnvlty  of  mother  liquor  1.313  at  26*. 

D.  Third  crop  of  crystato.    Spedfio  gravity  of  mother  liquor  1.315  at  26.25*. 
£.  Fourth  crop  of  crystals.    Spedflc  gravity  of  mother  liquor  1.327  at  35.75*. 

F.  Fifth  crop  of  crystals.  Spedfio  gravity  of  mother  liquor  1  uno  at  18.9*.  This  crop  was  obtained  by 
chilling  the  solution,  in  order  to  determine  the  effect  of  oold. 


HjO. 


NaXO, I    34.  96 

NaHCO, '      7.40 

NajSO^ j    14.38 

NaCl I    38.16 

Na-BjOy !        .63 

NaBOj 

KCl 

(CaMg^COs 

rAlFe)a03 

SiO.^ 

Organic  matter 

Insoluble 


4.07 
.08 
.06 
.28 


B 


14.61 
43.75 
30.12 
3.18 
7.44 


J.  07 
.14 
.01 
.055 
.032 
.078 


c 

D 

4.33 

3.43 

22.84 

18.19 

10.53 

4.06 

25.44 

26.70 

35.06 

45.59 

E 


2.24 
12.61 

3.88 
19.01 
60.99 


1.14 


1.21 


.06  i 


.01 
.05 


11.03 

56.04 

4.09 

5.70 

19.16 


a  2.  01 
2.93 


.02 
.16 


100.  00  100.  385  !  99.  41  "  99.  17   99.  90   100. 14 


a  Chatard  supposes  that  the  biborate  could  not  exist  in  so  strongly  alkaline  a  solution  as  the  mother 
liquor  from  which  this  crop  was  obtained. 

From  these  analyses  we  see  that  the  first  crop  of  crystals  consists 
largely  of  trona,  Na2COs.NaHCO8.2H3O,  with  a  small  excess  of  the 
normal  carbonate,  some  chloride,  and  some  sulphate.  In  C,  D,  and  E 
the  carbonates  diminish,  but  the  normal  salt  is  even  more  largely  in 
excess,  while  the  chlorides  increase  rapidly.  The  final,  chilled  solu- 
tion deposits  chiefly  sodium  carbonate,  with  some  chloride  and  less 
sulphate.  The  order  of  deposition  is  trona,  sodiiun  sulphate,  sodium 
chloride,  and  finally,  if  we  ignore  the  minor  constituents  of  the  water, 
the  very  soluble  normal  carbonate.  Of  the  trona  itself  Chatard  made 
several  analyses,  and  he  also  prepared  a  series  of  artificial  products, 
which  established  the  true  formula  of  the  compound.*  The  best 
specimen  of  trona  from  Owens  Lake  had  the  composition  given  in 
the  first  column  below,  which  is  compared  with  the  composition  as 
calculated  theoretically. 

Qymposition  of  trona  from  Owens  Lake,  California, 


Found. 


Na,CO.... 
NaHCOa. 

NaCl 

Na«S04... 

H2O 

Inaohible. 


45.86 
36:46 

.32 

1.25 

16.16 

.02 


100.07 


Calculated. 

46.90 
37.17 


15.  93 


100.00 


1  Cf.  also  C.  Winkler,  Zeltschi.  angew.  Chemie,  1888,  p.  446;  snd  B.  Reinitcer,  idem,  p.  673. 


Digitized  by  VjOOQ IC 


SALINE  RESIDUES.  229 

The  prevalent  view  concerning  the  origin  of  the  Lahontan  alkalies 
was  stated  in  Chapter  V  (p.  149).  The  waters  of  the  Bonneville  basin, 
or  of  Great  Salt  Lake,  originate  in  an  area  of  sedimentary  rocks  and 
contain  chiefly  substances  which  were  formed  during  earlier  concen- 
trations. In  one  sense,  then,  we  may  call  the  residues  of  that  region 
secondary  depositions.  The  Lahontan  area,  on  the  other  hand,  is 
rich  in  volcanic  materials,  from  which,  by  percolating  waters  charged 
with  atmospheric  or  volcanic  carbon  dioxide,  the  soluble  substances 
were  withdrawn.  These  substances  have  accumulated  in  the  waters 
of  the  basin,  except  for  the  calcium  carbonate,  which  is  now  seen  in 
the  enormous  masses  of  tufa  so  characteristic  of  the  region.  To  Mono 
and  Owens  lakes,  lying  just  outside  of  the  Lahontan  basin,  the  same 
observations  apply.  Alkaline  carbonates,  together  with  sulphates 
and  chlorides,  have  been  formed  by  solution  from  eruptive  rocks,  and 
concentrated  in  these  waters  and  their  residues.  The  seepage  waters 
from  fresh  springs  near  Owens  Lake  percolate  through  beds  of  volcanic 
ash,  and  contain  even  a  higher  proportion  of  alkaline  carbonates  than 
the  lake  itself.^  The  rocks  from  which  the  salts  were  originally 
derived  seem  to  have  been  mainly  rhyolites,  andesites,  and  other 
varieties  rich  in  alkalies  and  relatively  poor  in  lime.  Had  lime  been 
present  in  larger  quantities  more  calcareous  sediments  and  gypsum 
would  have  formed,  with  less  of  the  alkaline  carbonates,  or  even 
none  at  all. 

This  theory,  however,  which  attributes  the  presence  of  alkaline  car- 
bonates to  a  direct  derivation  from  volcanic  rocks,  is  not  the  only 
hypothesis  possible.  Even  if  it  holds  with  respect  to  the  Lahontan 
waters  it  is  not  necessarily  valid  elsewhere.  In  order  to  account  for 
the  existence  of  sodium  carbonate  in  natural  waters,  T.  Sterry  Hunt ' 
assumed  a  double  decomposition  between  sodium  sulphate  and  cal- 
cium bicarbonate,  gypsum  being  thrown  down.  A  similar  reaction  is 
accepted  by  E.  von  Kvassay  '  in  his  study  of  the  Hungarian  soda, 
only  in  this  case  sodium  chloride  is  taken  as  the  initial  compound. 
The  latter  salt  is  supposed  to  react  upon  calcium  bicarbonate,  yield- 
ing sodium  bicarbonate,  which  effloresces,  while  the  more  soluble  cal- 
cium chloride,  simultaneously  formed,  diffuses  into  the  ground. 
E.  W.  Hilgard  ^  has  shown  experimentally  that  both  reactions  are 
possible,  and  that  either  sodium  sulphate  or  sodium  chloride  can  react 
with  calcium  bicarbonate,  forming  strongly  alkaline  solutions.  From 
such  solutions  crystals  of  gypsum  can  be  deposited,  while  sodium 

>  B«e  analyses  by  T.  M.  Chatard,  BulL  U.  S.  Oeol.  Survey  No.  60, 1800,  p.  94.    Chatard  also  discusses  the 
origJii  of  the  carbonates  and  cites  the  views  of  earlier  Investigators  oonoeming  other  localities, 
s  Am.  Jour.  Bel.,  2d  ser.,  vol.  28, 1859,  p.  170. 

•  Jahrb.  K.-k.  geol.  Rdchsanstalt,  1876,  p.  427.  CL  also  H.  Le  Chateller  on  Algerian  salts,  Compt.  Rend., 
voL  84, 1877,  p.  396.  Von  Kvassay  gives  a  bibliography  of  the  Hungarian  oocuirenees  and  some  analjrses 
of  the  soda. 

*  Am.  Jour.  Sd.,  4th  ser./vol.  2, 1896,  p.  123.  See  also  paper  in  Rept.  Univ.  Califomla  Agr.  Exper.  Sta., 
1890,  p.  87,  followed  by  an  experimental  research  by  M.  E.  Jaffa. 
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bicarbonate  remains  dissolved.  In  Hilgard's  experiments,  however, 
he  precipitated  and  removed  the  calcium  sulphate  by  means  of  alco- 
hol, a  condition  unlike  anything  occurring  in  nature.  S.  Tanatar/ 
therefore,  repeated  the  experiments  without  the  use  of  alcohol  and 
confirmed  Hilgard's  conclusions.  The  reverse  reaction  is  hindered 
by  the  crystallization  of  the  gypsum  and  the  washing  away  or 
efflorescence  of  the  soluble  carbonate. 

E.  Sickenberger,'  who  examined  the  natron  lakes  of  Egypt,  ob- 
served the  presence  in  them  of  algaa,  and  noticed  the  evolution  of 
hydrogen  sulphide  from  their  waters,  iron  sulphide  being  at  the  same 
time  thrown  down.  He  therefore  ascribes  the  carbonates  to  the 
reduction  of  sulphates  by  organic  matter,  and  subsequent  absorption 
of  carbon  dioxide  from  the  air.  G.  Schweinfurth  and  L.  Lewin,^  on 
the  contrary,  while  admitting  that  such  a  process  can  go  on  to  some 
extent,  regard  it  as  capable  of  accoimting  for  only  a  small  part  of  the 
alkaline  carbonates  that  are  formed.  These  lakes  deposit  sodium 
chloride,  sulphide,  and  carbonate;  and  the  authors  attribute  the  last 
salt  to  double  decompositions  with  carbonate  of  lime.  The  percolat- 
ing Nile  waters  contain  calcium  bicarbonate  and  the  soil  through 
which  it  reaches  the  lakes  is  rich  in  salt  and  gypsum.  These  two  sub- 
stances first  react  to  form  sodium  sulphate  and  calcium  chloride  and 
the  former  then  exchanges  with  calcium  bicarbonate,  as  in  Himt's  and 
Hilgard's  investigations.  Sodium  chloride  is  taken  as  the  starting 
point,  and  from  it  the  sulphate  and  carbonate  are  derived. 

We  have,  then,  three  theories  by  which  to  account  for  the  formar 
tion  of  alkaline  carbonates  in  natural  waters  and  soils.^  First,  by 
direct  derivation  from  volcanic  rocks.  Second,  by  reduction  of 
alkaline  sulphates.  Third,  by  double  decomposition  between  cal- 
cium bicarbonate  and  alkaline  sulphates  or  chlorides.  All  three  are 
possible,  and  all  three  are  doubtless  represented  by  actual  occurrences 
in  nature.  The  presence  of  sodium  carbonates  in  the  waters  of  hot 
springs,  which,  it  may  be  observed,  are  common  in  the  Lahontan 
basin,  we  can  ascribe  to  the  operation  of  the  first  process;  the  second 
mode  of  derivation  is  effective  wherever  alkaline  sulphates  and 
oiganic  matter  are  found  together;  the  third  method  is  perhaps  the 
most  general  of  all.  To  the  action  between  alkaline  salts  and  cal- 
cium bicarbonate,  Hilgard  attributes  the  conunon  presence  of  sodiimi 
carbonate  in  the  soils  of  arid  regions,  a  mode  of  occurrence  which 

1  Ber.  Deutsch.  chem.  Oesell.,  vol.  29,  1896,  p.  1034.  See  also  a  memoir  by  H.  Vater,  Zeltschr.  Kryst. 
Mln.,  vol.  30, 1899,  p.  373. 

*  Chem.  Zeittmg,  1892,  pp.  1645, 1691. 

•  Zeltschr.  Oesell.  Erdtninde,  vol.  33, 1898,  p.  1.  Several  references  to  bacteriologic  researches  are  given 
in  this  memoir. 

«  To  these  theories  may  be  added  a  fourth,  that  of  C.  Ochsenius  (Zeltschr.  prakt.  Geologie,  1893,  p.  198), 
who  supposes  that  the  alkaline  carbonates  have  been  formed  by  the  action  of  carbon  dioxide,  commonly 
of  volcanic  origin,  on  the  "mother-liquor  salts."  The  evidence  in  favor  of  this  view  is  so  slender  that  a 
discussion  of  it  would  be  hardly  worth  while. 
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is  very  widespread  and  of  the  utmost  importance  to  agriculture. 
The  reclamation  of  arid  lands  by  irrigation  is  profoundly  affected 
by  the  presence  of  these  salts,  which  sometimes  accumulate  to  such 
an  extent  as  to  destroy  fertility.  Excessive  irrigation  may  defeat 
its  own  purpose  and  destroy  the  value  of  land  which  might  be 
reclaimed  from  the  desert  by  a  more  moderate  procedure.*  The 
soluble  salts  which  exist  below  the  surface,  being  dissolved,  rise  by 
capillary  attraction  and  form  the  objectionable  crusts  of  "alkali." 

BORATES. 

Borates  and  nitrates'  are  much  less  frequently  deposited  and  in 
much  smaller  amounts  than  the  salts  which  we  have  so  far  been  con- 
sidering. They  are,  however,  important  saline  residues  and  deserve 
a  more  extended  study  than  they  seem  to  have  yet  received.  In 
the  chapter  upon  closed  basins  attention  was  called  to  the  Borax 
Lake  of  northern  California,  and  among  mineral  springs  a  number 
containing  borates  were  noted.  The  latter  were  hot  springs,  situated 
in  volcanic  regions,  as  in  the  Yellowstone  Park— a  mode  of  occur- 
rence which  must  be  borne  in  mind  if  we  are  to  determine  the  origin 
of  these  substances.  We  must  also  remember  that  borates  exist  in 
sea  water,  from  which  source  the  deposits  at  Stassfurt  are  supposed 
to  be  derived.  Two  sets  of  facts,  therefore,  have  to  be  considered 
in  dealing  with  this  class  of  compounds.  Let  us  first  examine  the 
actual  occurrences  of  borates  as  saline  residues.' 

Borax  Lake,  Lake  County,  California,  has  been  repeatedly  de- 
scribed.' Its  water  contains  chiefly  sodium  carbonate  and  sodium 
chloride,  with  borax  next  in  importance,  and  it  deposits  the  last- 
named  salt  in  crystals,  some  of  which  are  several  inches  long.  More 
borax,  however,  was  furnished  by  a  neighboring  smaller  lake,  Ha- 
chinchama.  The  supply  probably  came,  according  to  Becker,  from 
hot  springs  near  the  lakes,  and  one  spring,  of  which  the  analysis 
has  already  been  given,  contains  not  only  boron,  but  also  a  surpris- 
ing quantity  of  ammonium  compounds.  The  same  association  of 
borates  with  ammoniacal  salts  is  also  to  be  observed  in  the  waters 
of  the  Yellowstone  Park,  and  especially  in  that  unique  solution 
known  as  ''  the  Devil's  Iiilq)ot."    TTie  hot  springs,  of  the  Chaguarama 

>  The  reports  of  the  Bureau  of  Sofia,  U.  S.  Dept.  Agr.,  and  of  the  agricultoral  experiment  stations  of  sev- 
eral  Western  States  contain  abundant  literature  on  this  subject  The  report  of  the  Division  of  Soils  fior 
1900  contains  a  paper  by  F.  K.  Cameron  on  the  application  of  the  theory  of  solution  to  the  study  of  soils, 
in  which  the  generation  of  alkaline  carbonates  by  double  decomposition  Is  discussed  on  the  basis  of  modem 
physical  chemistry.  In  Bull.  42  of  the  New  Mexico  College  of  Agriculture  there  is  a  summary  of  the  lit- 
erature on  alkali  soils.  A  remarkable  deposit  of  natron  hi  San  Luis  Valley,  C<dorado,  is  described  by 
W.  P.  Headden,  Am.  Jour.  Sci.,  4th  ser.,  vol.  27, 1900,  p.  805. 

s  For  general  information  about  American  localities  see  Mineral  Reeouioes  U.  S.  tar  1882,  p.  666;  188S-84» 
p.  868;  1889-M,  p.  404;  and  1901,  p.  869,  U.  S.  Geol.  Survey. 

•  Geol.  Survey  California,  Geology,  vol.  1, 1865,  p.  97.  Q.  F.  Becker,  Mon.  U.  S.  Geol.  Bmvey,  vol.  1^ 
18BS,  pp.  264-268.  H.  G.  Hanks,  Third  Ann.  Rept  State  Mineralogist  (California}.  For  analyses  of  the 
water  and  of  an  adjacent  hot  spring,  see  ante,  pp.  160, 186.  This  lake,  situated  about  80  miles  north  of 
San  Frendsoo,  must  not  be  coiifused  with  Searles's  "Borax  Lake"  in  San  Bernardino  County. 
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Valley,  in  Venezuela/  furnish  a  similar  example ;  and  here  again,  as  in 
some  of  the  California  localities  described  by  Becker,  sulphur  and 
cinnabar  are  deposited.  Boric  acid  and  ammonium  chloride  are 
among  the  volcanic  products  of  the  island  of  Vulcano;^  but  the 
famous  ''soffioni"  or  ^'fumaroles"  of  Tuscany  are  of  much  greater 
importance.  Here  jets  of  steam  carrying  boric  acid  emeige  from  the 
ground  and  supply  great  quantities  of  that  substance  for  industrial 
purposes.  The  following  compoimds  of  boron  are  deposited  by  the 
lagoons  in  which  the  boric-acid  vapors  are  concentrated: 

Sassolite HgBO,  (orthoboric  acid). 

Larderellite (NH4)3B80i8.4HaO. 

Bechilite CaB407.4H30  (borocalcite). 

Lagonite Fe''''aB«Oia.3HaO. 

One  of  these  salts  is  an  ammonium  borate,  and  another  ammonium 
compound — boussingaultite,  (NH4)2Mg(S04)3.6H,0 — ^is  also  formed 
at  this  locality.  According  to  C.  Schmidt^  the  condensible  vapors 
from  the  fumaroles  of  Monte  Cerboli  contain  boric  acid  and  am- 
monia in  considerable  amounts,  with  much  less  hydrogen  sulphide. 
Water  issues  with  the  vapors,  and  in  samples  condensed  from  several 
vents  C.  M.  Kurtz  ^  found  solid  contents  ranging  from  less  than  1 
to  more  than  7  grams  per  liter.  Four  of  the  lagoon  watera  examined 
by  Kurtz  contained  the  following  quantities  of  foreign  matter: 

Foreign  matter  in  Tuscan  lagoon  waters, 
[Orams  per  liter.] 


Total  solids. 

Boric  acid 
(H,BO,). 

Ammaniam 
sulphate. 

Castelnuovo 

8.565 

6.720 

2.005 

22.575 

4.154 

4.032 

1.100 

19.300 

1.695 

Larderello 

.760 

Monte  Rotondo,  uppermost  lagoon 

.253 

Monte  Rotondo,  lowest  lagoon 

.587 

The  high  figures  of  the  last  example  represent  a  concentration 
from  all  the  upper  waters,  which  are  united  at  the  lowest  level.  In 
the  dark-brown  sediment  of  the  lagoons  Schmidt  found  gypsum,  am- 
monium sulphate,  ammonium  thiosulphate,  ammonium  sulphide, 
ammonium  carbonate,  magnesia,  and  a  Uttle  soda  and  potash  mixed 
with  a  clay  derived  from  dolomite  and  colored  by  iron  sulphide.  He 
also  analyzed  the  mother  liquor  left  by  the  lagoon  waters  after  most 
of  their  boric  add  had  been  deposited.  I  have  reduced  his  analysis 
to  percentages  of  total  soUds,  and  essentially  to  ionic  form,  except 
that  for  the  excess  of  boric  acid  I  prefer  to  use  the  symbol  HjBOj. 

'  See  E.  Cortese,  Eng.  and  Min.  Jour.,  vol.  78,  November  10, 1904. 
s  See  A.  Bergeat,  Zeitschr.  piakt.  Oeologie,  1899,  p.  45. 

>  Ann.  Cbam.  Phann.,  vol.  98, 1856,  p.  378.   In  vol.  103, 1857,  p.  190,  Schmidt  also  deaoribai  the 
of  the  region. 
*  Ding,  polyt.  Joui.,  vol.  312, 1874,  p.  488. 


Digitized  by  VnOOQ IC 


SALrlNE  RESIDtTSS.  238 

Schmidt  gives  the  total  solids  as  16.374  grams  per  liter,  reckoiung 
the  free  acid  as  B^O,;  as  recalculated  the  sum  becomes  18.548.  The 
revised  figures  are  as  follows: 

A'naly9e8  of  mother  liquor  from  Tusam  lagoon  water. 


Grams 
per  liter. 

CI 0.39 

SO4 49.37 

BO3  in  borates 2.60 

H,BO, 26. 92 

Na 89 

K 1.01 

NH4 16.71 


QraixiB 
per  liter. 

Ca 0.16 

Mg 1.99 

(AlFe)203 06 

MnjOs trace 

SiOj trace 


100.00 


In  the  Ught  of  all  the  foregoing  data,  we  may  reasonably  assume 
that  there  is  a  relation  between  boric  acid  and  ammonium,  at  least 
wherever  hot  springs  carry  appreciable  quantities  of  borates.  The 
boron  and  the  nitrogen  appear  together,  a  fact  which  has  led  to  the 
hypothesis  that  boron  nitride,  decomposed  by  steam,  has  been  the 
parent  compound.* 

Boron  nitride,  BN,  is  a  well-known  artificial  substance;  it  is  very 
stable  and,  with  steam,  gives  the  required  reaction,  but  it  has  not  yet 
been  observed  as  a  natural  mineral  species.  Its  invocation,  then,  as 
an  agent  in  the  production  of  borates  is  purely  hypothetical,  however 
probable  it  may  be.  The  same  objection  applies  to  Dumas's  suppo- 
sition that  boron  sulphide,  B^Sj,  also  decomposed  by  steam,  was  the 
source  of  the  boric  acid  contained  in  the '  'soflBoni."  '  That  hypothesis 
was  indicated  by  the  presence  of  hydrogen  sulphide  in  the  boron- 
bearing  vapors.  P.  BoUey^'  suggested  that  a  reaction  of  ammonium 
chloride  on  borax,  which  he  proved  to  be  experimentally  possible, 
might  give  rise  to  the  observed  phenomena;  and  E.  Bechi,*  in  a  later 
memoir  than  the  one  previously  cited,  traced  the  borates  to  the  neigh- 
boring ophioUtic  serpentines,  in  which  he  foimd  at  least  one  inclu- 
sion of  datolite,  a  borosilicate  of  lime.  The  serpentine,  heated  to 
300*^  in  a  current  of  steam  and  carbonic  acid,  yielded  boric  acid, 
ammonium  compounds,  and  hydrogen  sulphide — the  very  products 
found  in  the  fumaroles.  Serpentine,  however,  is  a  secondary  rock, 
and  may  have  derived  its  borates  and  ammonium  salts  from  the  solu- 
tions which  brought  about  the  transformation  of  the  original  gabbro. 

1  R.  Waiington,  Chem.  Oaz.»  1854,  p.  419»  with  special  reference  to  Volcano,  Llpari  Islands.  H.  Sainte- 
ClftJie  Devflle  and  F.  Wdhler,  ^Vnn.  Chem.  Fharm.,  vol.  106, 185S,  p.  71.  O.  Popp,  idem,  8th  supp.  Bd.,  1870, 
p.  6.  £•  Bechl,  Bull.  Soc.  ind.  min.,  vol.  3,  1867-58,  p.  329.  A.  LacroU  (Compt.  Rend.,  vol.  147, 1908, 
p^  161)  has  found  ammonium  chloride  and  boric  acid  in  recent  ftunaioles  of  Vesuvius. 

*  See  paper  by  A.  Payen  on  the  Tuscan  fumaroles.  Annates  chim.  phys.,  3d  ser.,  vol.  1, 1841,  p.  247.  Ho 
adopts  Dumas's  theory. 

*  Ann.  Chem.  Pharm.,  vol.  68, 1848,  p.  126. 

*  Atti  Aocad.  Linoel,  3d  ser.,  vol.  2, 1878,  p.  614.  See  also  a  summary  by  H.  Schifl  in  Ber.  Deutsch.  chem. 
GcteU.,  vol.  11, 1878,  p.  1090. 
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In  recent  years  E.  Perrone  *  and  R.  Naaini  *  have  suggested  that  the 
Tuscan  boric  acid  may  be  derived  from  the  decomposition,  by  water, 
of  tourmaline  contained  in  deep-seated  granites.  Nasini  supports  this 
opinion  by  showing  that  steam  at  high  temperatures  extracts  boric 
acid  from  tourmaline.  The  suggestion,  however,  does  not  account 
for  the  ammonium  compounds  associated  with  the  boric  acid. 

An  entirely  different  mode  of  occurrence  for  borates  is  shown  on 
an  extensive  scale  in  Nevada  and  sduthem  California  and  at  a  few 
localities  in  Oregon.'  Here  borax,  as  such,  is  found  in  considerable 
quantities;  but  the  calcium  salts  ulexite  and  colemanite  are  by  far  the 
more  important  species. 

In  Esmeralda  County,  Nevada,  at  TeePs  marsh,  Rhodes's  marsh, 
Columbus  marsh,  and  Fish  Lake,  ulexite,  NaCaBgOg-SHjO,  is  the 
principal  borate.  It  occurs  in  nodules,  known  locally  as  "cotton 
balls,"  which  have  a  fibrous  structure  and  seem  to  be  in  process  of 
formation,  the  smaller  masses  gradually  becoming  larger.*  At 
Rhodes's  marsh,  according  to  Joseph  Le  Conte,*  the  central  part  of 
the  area  is  occupied  by  a  bed  of  conunon  salt,  around  which  there  are 
deposits  of  sodium  sulphate.  Beyond  the  sulphate  beds  the  borax 
and  ulexite  are  found.  These  "marshes,"  which  are  really  play  a 
lakes,  are  of  secondary  origin;  and  M.  R.  Campbell,  speaking  of  the 
similar  formations  in  California,*  attributes  their  borates  to  leachings 
from  beds  of  Tertiary  sediments. 

The  borates  of  southern  California  are  widely  scattered  over  a  large 
area,  which  is  practically  a  continuation  of  the  Nevada  field.  They 
are  found  esi>ecially  in  Inyo  and  San  Bernardino  counties,  in  Death 
Valley,  along  the  basin  of  the  Amargosa  River,  and  elsewhere.  The 
locality  known  as  Searles's  marsh,  or  Searles's  borax  lake,  has  been 
worked  since  1873;  and  as  it  has  yielded  a  number  of  new  mineral 
species,  it  deserves  special  consideration  here.  In  chemical  interest 
it  rivals  Stassfurt,  although  its  systematic  study  is  hardly  more  than 

1  Carte  idrographica  d' Italia,  No.  31, 1904,  p.  355. 

s  Abstract  in  Geol.  Centrabl.,  vol.  8, 1906,  p.  413;  and  Attt  Aocad.  Linoei,  5tli  sor.,  vol.  17, 1908,  p.  43.  For 
criticisms  of  Perrone  and  Nasini,  see  O.  d'  Achiardi,  Atti  Soc.  toscana  sci.  nat,  liemorie,  vol.  23, 1907,  p.  8, 
and  Kend.  Accad.  Lincel,  5th  ser.,  vol.  17, 1908,  p.  238.  For  a  long  paper  on  the  origin  of  boric  acid  and  the 
borates,  see  A.  d'  Achiardi,  Atti  Soc.  toscana  sci.  nat.  Pisa,  1878,  vol.  3,  fosc.  2.  Earlier  memoixs  aze  by  H. 
Coquand,  Bull.  Soc.  gfol.  France,  2d  aer.,  vol.  6, 1848-49,  p.  91 ;  C.  Sainte^^lalre  DevOle  and  F.  Leblano,  Compt. 
Rend.,  vol.  45, 1857,  p.  760;  vol.  47, 1858,  p.  317;  and  F.  Fouqu6  and  H.  Ooroelx,  Idem,  vol.  69, 1860,  p.  946. 
The  gases  from  the  "soffloni"  have  been  studied  by  R.  NashU,  F.  Anderlhii,  and  R.  Salvadori  (Atti  Aocad. 
Lincei,  5th  ser.,  Memorie,  vol.  2, 1895,  p.  388),  as  well  as  by  some  of  the  above-named  authorities.  Carbon 
dioxide  is  the  principal  gas. 

>  See  H.  O.  Hanks,  Third  Ann.  Rept.  State  Mfaieralogist  Callfinnla,  1883,  and  Am.  Jour.  ScL,  3d  ser.,  vol. 
37, 1889,  p.  63;  H.  De  Groot,  Tenth  Ann.  Rept.  California  State  Minhig  Bureau,  1890;  O.  E.  Bailey,  The 
saline  deposits  of  California:  Bull.  No.  24,  California  State  Mining  Bureau,  1902.  For  the  geology  of  the 
borax  deposits  in  Death  VaUey  and  the  Mohave  Desert,  see  M.  R.  Campbell,  BulL  U.  S.  Geol.  Survey  No. 
200, 1902,  and  an  article  in  Eng.  and  Min.  Jour.,  vol.  74, 1902,  p.  517.  An  important  memoir  on  the  borax 
deposits  of  the  United  States,  by  C.  R.  Keyes,  is  in  the  Bull.  Am.  Inst.  Min.  Eng.,  1909,  p.  867. 

« Rept.  State  Mineralogist  Nevada,  1871-72,  p.  35. 

6  Third  Ann.  Rept.  State  Mineralogist  California,  1883,  p.  51. 

«  Bull.  XT.  S.  Geol.  Survey  No.  213, 1903,  p.  401.  See  also  J.  E.  Spmr,  Bull.  U.  8.  Geol.  Survey  No.  208. 
1903. 
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begun.    Borings  at  this  point,  according  to  De  Groot/  have  revealed 
the  following  succession  of  deposits  : 

Section  at  Searles^s  marshy  San  Bernardino  County,  California. 

Feet. 

1.  Salt  and  thenardite 2 

2.  Clay  and  volcanic  aand,  with  some  hanksite 4 

3.  Volcanic  sand  and  black  clay,  with  bunches  of  trona 8 

4.  Volcanic  sand,  containing  glauberite,  thenardite,  and  a  few 

crystals  of  hanksite 8 

5.  Solid  trona,  overlain  by  a  thin  layer  of  very  hard  material 28 

6.  Mud,  smelling  of  hydrogen  sulphide  and  containing  layers  of 

glauberite,  soda,  and  hanksite 20 

7.  Clay,  mixed  with  volcanic  sand  and  permeated  with  hydrogen 

sulphide 230+ 

The  borax  of  Searles's  marsh  is  found  chiefly  in  the  top  crust,  or 
crystallized  in  the  water  which  sometimes  accumulates  in  the  depres- 
sions of  the  bed.  This  layer  is  reproduced  by  slow  degrees,  through 
capillary  action,  which  brings  up  the  soluble  salts  from  below,  so  that 
the  same  area  can  be  repeatedly  worked  pver.  In  the  workings  the 
following  mineral  species  have  been  found : ' 

Anhydrite CaSO^. 

Gypsum. CaS04.2H20. 

Celestite SrSO^. 

Thenardite Na2S04. 

Glauberite Na2Ca(S04)2. 

•      SulphohaUte' Na^CSOJaClF. 

Hanksite Naa2K(S04)9(CO,)2Cl. 

Borax NajB^O^.lOHjO. 

Colemanite CaaBjOn.SHaO. 

Calcite CaCOj. 

Dolomite MgCa(C08)2. 

Natron NaCOj.  lOHjO . 

Trona Na3H(C03)2.2HaO. 

Gaylussite  * Na2Ca(C03)a.5H30. 

Pirssonite  < Na2Ca(C03)2.2HaO. 

Northupite* Na3Mg(C03)2Cl. 

Tychite* NaeMg2(C03)4S04. 

HaUte NaCl. 

Soda  niter NaNO,. 

Sulphur,  from  reduction  of  sulphates. 

1  Tenth  Ann.  Rept.  California  State  Mining  Bureau,  1890,  p.  535. 

s  De  Oroot  also  mentions  cerargyrite,  embolite»  and  gold;  but  these  minerals  have  no  obvious  relatioiehip 
to  the  other  species. 

*  8.  L.  Fenfleld,  Am.  Jour.  ScL,  4th  ser.,  vol.  0, 1900,  p.  425. 

« jr.  H.  Pratt,  Am.  Jour.  Scl.,  4th  ser.,  vol.  2, 1896,  p.  123  et  seq.;  vol.  3, 1897,  p.  75. 

•  8.  L.  Penfleld  and  O.  8.  Jamieson,  idem,  vol.  20, 1905,  p.  217.  The  authors  prepared  tychite  synthet- 
IcaUy.  Both  northopite  and  tychite  have  also  been  made  artificially  by  A.  B.  de  Schulten,  Bull.  Soc. 
Hhi.,  vol.  19, 1896,  p.  164,  and  Gompt.  Rend.,  vol.  143, 1906,  p.  403.  The  relations  between  the  two  species 
an  perhaps  more  clearly  expressed  by  formulee  of  the  following  type: 

Tychite 2MgC08.2NaiCO».Na.S04. 

Northopite :2MgCO».2Narf:;o».2NaCl. 

On  gaylussite  and  pirssonite  see  R.  Wegscheider  and  H.  Walter,  Monatsh.  Chemie,  vol.  28, 1907,  p.  633. 
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In  the  water  from  15  feet  below  the  crust,  or  "crystal  layer," 
ammonium  salts  are  reported  to  occur — a  fact  which  becomes  pecul- 
iarly significant  when  it  is  considered  in  connection  with  the  presence 
of  soda  niter  also.  To  this  point  we  shall  recur  later.  It  is  evident 
that  the  paragenesis  of  all  these  mineral  specie  pr^ents  a  complex 
chemical  problem,  quite  analogous  to  that  investigated, by  Van't  Hoff 
in  his  studies  of  the  Stassfurt  beds. 

About  12  miles  north  of  Daggett,  in  the  southern  part  of  San 
Bernardino  County,  a  still  different  borate  deposit  is  found.*  Here, 
interstratified  with  lake  sediments,  a  solid  bed  of  colemanite  exists, 
which  ranges  from  5  to  30  feet  in  thickness  and  is  highly  crystalline. 
At  one  end  the  colemanite  is  much  mixed  with  sand,  gypsum,  and 
clay,  suggesting  that  it  had  been  laid  down  at  the  edge  of  an  evapo* 
rating  sheet  of  water.  Campbell  regards  the  borax  of  the  Amargosa 
marshes  as  probably  derived  from  the  leaching  of  deposits  simi- 
lar to  this.  From  another  point  in  the  Mohave  Desert  a  new  min- 
eral has  been  reported  ' — bakerite — having  the  empirical  formula 
SCaO.SBjOj.eSiOj.eHaO;  but  its  definite  character  is  yet  to  be  ascer- 
tained. Priceite,  which  is  probably  a  massive  form  of  colemanite, 
is  found  in  Curry  County,  Oregon,  on  the  shore  of  the  Pacific.  It 
occurs  in  compact  nodules,  from  the  size  of  an  egg  up  to  several 
tons  in  weight,  associated  with  serpentine.'  Pandermite,  another 
variety  of  the  same  species,  from  near  Panderma,  on  the  Sea  of 
Marmora,  also  forms  nodules,  but  in  a  bed  underlying  a  thick  stratum 
of  gypsum.  Colemanite  and  its  modifications,  then,  exist  under  a 
variety  of  different  conditions,  and  we  can  not  say  that  it  has  always 
been  produced  in  the  same  way.  It  is  stated  by  Campbell,*  however, 
that  the  lake-bed  deposits  of  California  were  probably  laid  down  during 
a  period  of  volcanic  activity. 

Both  colemanite  and  pandermite  have  been  prepared  artificially 
by  J.  H.  Van't  Hoff,*  who  acted  on  ulexite  (boronatrocalcite)  with 
saturated  solutions  of  alkaline  chlorides.  With  a  solution  of  sodium 
and  potassium  chloride  at  1 10*^  pandermite  was  formed  to  which  Van't 
Hoff  assigns  the  formula  Ca^BjoOjg.lSHjO.  Colemanite,  CajBeOn.SHjO, 
forms  from  ulexite  in  a  sodium  chloride  solution  most  readily  at  70*^. 
Van't  Hoff,  it  will  be  noticed,  does  not  regard  pandermite  and  cole- 
manite as  identical. 

Immediately  south  of  Lake  Alvord,  in  Harney  County,  Oregon,  an 
extensive  marsh  is  covered  by  an  incrustation  containing  borax,  salt, 
sodium  sulphate,  and  sodium  carbonate  in  varjdng  proportions."  This 
locality  has  been  worked  for  borax,  and  the  deposit  is  said  to  be 

1  See  M.  R.  CampbeU,  BaU.  U.  8.  Oeol.  Survey  No.  200;  and  W.  H.  Stonns,  Eleventh  Ann.  Kept.  CaU- 
fornia  State  Mining  Bureau,  1893,  p.  345. 
*  W.  B.  Giles,  Mineralog.  Mag.,  vol.  13, 1903,  p.  363. 
s  Information  received  from  J.  S.  DlUer,  who  has  examined  the  locality. 
4  Eng.  and  Mln.  Jour.,  vol.  74, 1902,  p.  517. 
»  Sitzungsb.  Akad.  Berlin,  vol.  39, 1906,  pp.  566, 689. 
« W.  D.  Dennis,  Eng.  and  Min.  Jour.,  vol.  73, 1902,  p.  581. 
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continuallj  reproduced.    The  region  calls  for  more  complete  exami- 
nation, especialij  on  the  chemical  side. 

In  the  arid  region  of  southern  California  beds  containing  sodium 
nitrate  are  found  near  the  bprate  deposits.  The  same  association,  if 
we  can  justly  call  it  so,  also  exists  in  South  America,  where  the  soda 
niter  of  the  Tarapaca  and  Atacama  deserts  is  accompanied,  more  or 
less  closely,  by  ulexite.  As  early  as  1844  A.  A.  Hayes  ^  described  the 
cal^iil^  borate  from  near  Iquique,  and  noted  its  association  with 
glauBente,  gypsum,  pickeringite,  and  a  native  iodate  of  sodium.  D. 
Forbes,^  describing  more  fuUy  the  salines  of  this  region,  which  he 
regarded  as  post-Tertiary,  added  salt,  epsomite,  mirabilite,  thenardite, 
glauberite,  soda  alum,  anhydrite,  soda  niter,  and  borax  to  the  list  of 
species.  The  salines  themselves  Forbes  attributed  to  the  concentra- 
tion of  sea  water,  but  the  borates  were,  he  beUeved,  of  volcanic  origin. 
They  occur  in  the  more  elevated  parts  of  the  saline  region,  in  which 
he  found  active  fumaroles;  but  the  latter  were  not  examined  for 
boron.  Later  ^  he  was  able  to  confirm  this  view  by  finding  a  calcium 
borate,  either  ulexite  or  bechilite,  actually  in  process  of  deposition  at 
the  hot  springs  of  Bafios  del  Toro,  in  the  Cordilleras  of  Coquimbo. 
L.  Darapsky,  in  his  work  on  the  Taltal  district,*  speaks  of  ulexite  as 
a  regular  companion  of  the  nitrates,  and  especially  notes  the  presence 
of  borates  in  the  waters  of  a  lagoon  at  Maricunga.  Farther  east,  in 
Argentina,  several  borate  localities  are  known.  J.  J.  Kyle  ^  describes 
ulexite,  associated  with  glauberite,  from  the  Province  of  Salta,  and 
refers  to  its  existence  in  Catamarca.  It  is  also  found  at  Salinas 
Grandes,  Province  of  Jujuy,  according  to  H.  Buttgenbach,"  who 
describes  the  occurrence  in  some  detail.  The  center  of  the  deposit  is 
covered  with  rock  salt,  20  to  30  centimeters  in  thickness,  and  around 
its  borders  the  ulexite  nodules  are  unevenly  distributed.  Gypsum, 
soda  niter,  glauberite,  and  pickeringite  are  also  found  with  it,  the 
gypsum  predominating.  Boracite  and  camallite  are  absent.  The 
locality  is  overflowed  in  spring  by  water  from  the  mountains  but  is 
dry  in  summer,  and  Buttgenbach  expresses  the  opinion  that  ulexite 
is  produced  every  year  at  flood  time.  It  will  be  remembered  that  this 
same  phenomenon  of  growth  was  noted  in  connection  with  the 
Nevada  mineral.  The  boric  acid  of  the  ulexite  is  regarded  by  Butt- 
genbach as  being  of  volcanic  origin.'  The  same  view  is  held  by 
A.  Jbckamowitz '  with  regard  to  the  ulexite  of  the  Salinas  Lagoon, 
province  of  Arequipa,  Peru. 

»  Am.  Jour.  Sd.,  1st  aer.,  vol.  47, 1844,  p.  216. 
s  Quart.  Joor.  Geol.  Soc.  London,  yoL  17, 1861,  p.  7. 
a  FhlL  Mag.,  4th  aer.,  voL  36, 1863,  p.  113. 

«I>aa  Department  Taltal  (Chile),  Berlin,  IQOO.    8eeflipeciallypp.l49,150,163.    An  abstract  is  printed  in 
Zeltacfar.  prakt.  Geologie,  1902,  p.  153. 
»  An.  Soc.  dent.  Argenthia,  vol.  10, 1880,  p.  100. 

•  Annales  Soc  gfol.  Belglque,  vol.  28,  M,  1000-1901,  p.  90.    Analyses  of  the  ulexite  are  given. 

'  In  Chem.  Zeitung,  vol.  30, 1906,  p.  160,  F.  Reidiert  deacribes  dght  of  the  Argenthie  "borateras''  and 
givea  analyses  of  their  prodocts.  His  complete  report,  Los  yadmlentos  de  boratos,  eta,  is  in  Anales  del 
Minlsterlo  de  agriculture,  Buenos  Aires,  1907.  For  an  abstract,  see  Zeitachr.  Kryst.  Min.,  vol.  47, 1909,  p.  206. 

•  Bol.  Cnerpo  ing.  minas,  Peru,  No.  49, 1907. 
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The  old  localities  for  borax  in  Tibet  and  the  adjacent  regions  have 
been  little  visited  by  Europeans,  and  detailed  information  concerning 
them  is  very  scanty.  H.  von  Schlagintweit/  however,  has  described 
the  great  borax  deposits  of  the  Puga  Valley,  in  Ladak,  where  the  min- 
eral covers  the  ground  over  a  large  area  to  an  average  depth  of  3 
feet.  The  borax  is  a  deposit'  from  hot  springs,  which  issue  more  than 
15,000  feet  above  sea  level,  at  a  temperature  ranging  from  64°  to  58° 
C.  The  saline  mass  also  contains  free  boric  acid  and  sulphur,  with 
less  salt,  ammoniimi  chloride,  magnesium  sulphate,  and  alum,  and 
there  is  much  gypsimi  in  its  vicinity.     No  ulexite  was  foimd. 

On  the  peninsula  of  Kertch,  near  the  sea  of  Azov,  borax  occurs 
among  the  erupted  substances  of  the  so-called  "mud  volcanoes."  ' 
It  effloresces  upon  the  surface  of  the  dried  mud,  and  is  more  or  less 
mixed  with  salt  and  soda. 

Since  borates  are  present  in  sea  water,  it  follows  that  they  must 
also  occur  among  the  products  of  its  evaporation.  This  conclusion  is 
best  verified  at  Stassfurt,  where  the  following  species  are  found: 

Boracite , lig^C\^Bifi„. 

Piimoite MgB204.3H20. 

Ascharite 3Mg3B204.2H20. 

Heintzite KjMg^BjjOjg.HHaO. 

Hydroboracite(?) CaMgBeOjpGHaO. 

Sulphoborite 2MgSO4.4MgHBO3.7H2O. 

Of  these  species,  hydroboracite  is  foimd  in  the  lower  deposits  at 
Stassfurt,'  associated  with  anhydrite;  the  others  are  characteristic 
of  the  camallite  zone.  That  is,  they  are  mother  liquor  salts,  and 
among  the  latest  substances  to  crystallize.  It  is  also  to  be  noted 
that  they  are  essentially  magnesian  borates,  and  that  calcium,  which 
is  the  dominant  metal  in  the  Chilean  and  Califomian  localities, 
occurs  in  only  one  of  the  Stassfurt  species.  This  is  what  we  should 
expect  from  sea  water,  in  which  magnesixmi  is  abundant  and  calcium 
relatively  subordinate.  In  any  general  discussion  of  the  genesis 
of  borates  this  distinction  must  be  borne  in  mind. 

In  the  gypsum  beds  of  Nova  Scotia  ulexite,  howlite,  and  crypto- 
morphite  are  found,  associated  with  anhydrite,  selenite,  mirabilite, 
salt,  aragonite,  and  calcite.*  Howlite  is  represented  by  the  formula 
HBCaBjSiOi4;  cryptomorphite  ®  is  probably  H2Na4Ca,(B40y)g.22H,O. 
If  this  gypsimi  is,  as  most  authorities  assume,  a  marine  deposit,  these 
salts  occupy  a  position  similar  to  that  filled  by  hydroboracite  at 
Stassfurt;  but  the  total  absence  of  magnesium  is  rather  striking.* 

I  Sltcuxi«9b.  Acad.  Mflocheci,  vol.  8, 1878,  p.  518. 

s  W.  S.  Vemadslcy  and  S.  P.  Popofl,  Zeitsclir.  prakt.  QeoH.,  1902,  p.  79. 

•  In  bis  paper  on  tha  1)orates  of  the  German  potash  salts  H.  £.  Boeke  (Centralbl.  Hln.,  Oeol.  u.  Pal.,  1910, 
p.  631)  does  not  mention  hydroboracite.    Its  identification  is  perhaps  not  quite  certain. 

« See  H.  How,  Am.  Jour.  Sci.,  2d  ser.,  vol.  32, 1861,  p.  9;  Fhil.  Mag.,  4th  ser.,  vol.  35, 1868,  p.  31;  vol.  41, 
1871,  p.  270. 
»  Calculated  by  F.  W.  C.  from  How's  analysis. 

*  The  suggestion  of  J.  W,  Dawson  (Acadian  Geology,  1891,  p.  262),  that  these  enormous  masses  of  gypsuzn 
were  produced  by  the  action  of  acid  volcanic  waters  on  limestone,  is  of  doubtful  significance.  The  regkm, 
however,  oontains  eruptive  rooks  in  great  abundance,  a  tact  whkdi  may  partly  Justify  the  specnlation. 
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In  order  to  account  for  the  origin  of  boric  acid  and  saline  borates, 
three  hypotheses  have  been  proposed  and  strenuously  advocated. 
First,  they  may  be  derived  from  the  leaching  of  rocks  containing 
borosilicates,  such  as  tourmaline,  axinite,  dumortierite,  danburite, 
and  datolite.  Second,  they  are  supposed  to  be  of  volcanic  origin. 
Third,  they  are  regarded  as  marine  deposits.  Probably  each  mode 
of  derivation  is  represented  by  actual  occurrences  in  nature,  as  may 
be  judged  from  the  evidence  brought  forward  in  the  preceding  pages, 
but  the  first  supposition  has  not  been  directly  tested  at  any  known 
locality.  Many  rocks,  especially  granites  and  mica  schists,  contain 
tourmaline;  they  undei^o  decomposition,  and  boric  acid  is  washed 
away;  but  borates  from  that  source  have  not  been  found  to  accmnu- 
late  in  any  known  saline  residue.  They  may  do  so,  but  they  have  not 
been  directly  traced.  If,  however,  it  could  be  shown  that  volcanic 
borates  came  from  the  thermal  metamorphism  of  tourmaline-bearing 
rocks,  the  first  and  second  hypotheses  might  be  partly  unified.  Even 
then  the  question  of  the  formation  of  soluble  borates  by  weathering 
would  be  untouched. 

The  volcanic  theory  seems  to  fit  a  considerable  number  of  borate 
localities,  although  its  application  to  some  cases  may  have  been  forced, 
and  for  others  its  validity  has  been  doubted.  Several  writers  have 
denied  the  volcanic  character  of  the  Tuscan  fumaroles,  despite  the 
thermal  activity  of  the  region  and  the  presence  in  it  of  eruptive 
rocks.*  That  boric  acid  is  emitted  from  volcanic  vents  is,  however, 
unquestionable.  It  is  there  associated  with  ammonium  salts  precisely 
as  it  is  at  Monte  Cerboli — an  association  which  can  not  be  overlooked 
or  disregarded. 

The  marine  origin  of  borates  is  most  evident  at  Stassfurt,  although 
even  here  their  presence  has  been  attributed  to  the  injection  of  vol- 
canic gases.  Here,  however,  and  also  in  the  gypsum  beds  of  Nova 
Scotia  the  nitrogen  compounds  are  lacking,  a  clear  distinction  from 
the  presumably  volcanic  occurrences.  At  Stassfurt  the  volcanic 
hypothesis  seems  to  be  quite  superfluous,  and  the  derivation  of  all 
the  saline  substances  which  there  coexist  can  be  most  easily  ex- 
plained as  due  to  the  concentration  of  sea  water.  The  existence  of 
borates  in  the  latter  is  clearly  established;  but  whence  were  they 
derived  ?  Any  answer  to  that  question  must  be  purely  speculative. 
Whether  we  invoke  the  aid  of  submarine  volcanoes  or  attribute  our 
borates  to  leachings  from  the  land,  we  go  beyond  the  limits  of  our 
knowledge  and  remain  unsatisfied. 

Confining  ourselves,  then,  to  considerations  of  a  prosdmate  char- 
acter, we  may  fairly  assert  that  certain  borate  localities  are  of  volcanic 
and  others  of  oceanic  origin.    Nevertheless,  attempts  have  been  made 

>  See,  tar  example,  a  letter  from  W.  P.  Jervis,  published  by  H.  G.  Hanks  in  Third  Ann.  Kept.  State  Idn- 
cnloftot  CaUftxmla,  188S,  p.  68;  also  L.  Dieulalait,  Compt  Rend.,  vol.  100, 1886,  p.  1240. 
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to  explain  all  these  deposits  by  the  marine  hypothesis,  as  in  the 
memoirs  of  C.  Ochsenius  ^  and  L.  Dieulafait.'  Dieulafait  tries  to 
prove  that  all  saline  deposits  are  primarily  derived  from  sea  water, 
in  either  ancient  or  modem  times,  and  even  the  Tuscan  ''soffioni" 
are  supposed  by  him  to  draw  their  boric  acid  from  subterranean  saht- 
erous  sediments.  Mother  liquors,  rich  in  magnesium  chloride  and 
heated  by  steam,  are  thought  to  hberate  hydrochloric  acid,  which, 
acting  upon  the  magnesium  borates,  sets  boric  acid  free,  to  be  carried 
upward  by  the  escaping  vapors.  These  reactions  are  possible,  but  it  is 
not  proved  that  they  have  actually  occurred.  Ochsenius  also  argues 
in  much  the  same  way,  and  points  out  that  beds  of  rock  salt  exist  at 
no  very  great  distance  from  the  region  of  fumaroles.  Their  mother 
liquors  are  to  his  mind  the  source  of  the  boric  acid. 

If  we  turn  to  the  ulexite  and  colemanite  beds  of  California  and 
Chile,  we  find  a  distinct  set  of  phenomena  to  be  interpreted.  Here  we 
deal  undoubtedly  with  ancient  lake  beds,  but  the  residues  contain 
calcium,  not  magnesium  borate.  Some  of  the  deposits  are  below  sea 
level,  as  at  Death  Valley;  others  are  thousands  of  feet  above,  as  at 
Maricunga;  and  in  or  near  all  of  them  nitrates  are  also  found.  Hot 
springs  are  common  in  both  regions,  in  California  as  well  as  in  Chile; 
but  they  have  not  been  exhaustively  studied.  Do  they  contain  boric 
acid  and  ammonia  ?  If  so,  did  the  lake  beds  derive  their  nitrates  from 
such  sources  ?  These  questions  are  legitimate  ones  for  future  investi- 
gators to  answer,  and  the  replies  may  help  to  solve  the  problem  now 
before  us.  Ammonia,  by  oxidation,  yields  nitric  acid — a  reaction 
which  has  been  studied  exhaustively  in  the  interests  of  agriculture. 
Forbes  found  a  calcium  borate  forming  in  a  Chilean  hot  spring.* 
Magnesium  borates  do  not  occur  in  either  group  of  localities.  From 
these  facts  we  see  that  a  volcanic  origin  is  conceivable  for  the  deposits 
in  question,  whereas  a  marine  source  is  not  at  all  clearly  indicated. 
Neither  hypothesis  can  be  adopted  with  any  degree  of  assurance;  but 
the  volcanic  theory  is  the  more  plausible  of  the  two.  As  we  pass  on 
to  the  study  of  the  nitrate  beds,  these  suggestions  may  become  a  little 
dearer.  For  the  moment  the  following  summary  may  serve  to  assist 
future  discussion: 

(1)  Marine  deposits  contain  magnesium  borates. 

(2)  Lake-bed  deposits  contain  calcium  borates,  with  nitrates 
near  by. 

(3)  Volcanic  waters  and  fumaroles,  when  they  yield  borates,  yield 
ammonium  compounds  also. 

1  Zeltschr.  prakt.  Oeol.,  1803,  pp.  189, 217.    Borates  especially  on  pp.  222, 223. 

*  Annales  chlm.  phys.,  5th  ser.,  vol.  12, 1877,  p.  318;  vol.  2S,  1882,  p.  145.    Also  Compt  Rend.,  voL  86^ 
1877,  p.  606;  vol.  94, 1882,  p.  1352;  vol.  100, 1885,  pp.  1017, 1240. 

*  Some  of  the  Chilean  thermal  waten,  analysed  by  P.  Martens  (Aotes  Soc  sci.  Chili,  vol.  7, 1887,  p.  311), 
contain  both  borates  and  ammonium  salts,  but  not  in  remarkable  pioportlona. 
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NITRATES. 

Nitrates  are  commonly  formed  in  soils  by  the  oxidation  of  organic 
matter,  a  process  in  which  the  nitrifying  micro-organisms  play  an 
important  part.  In  moist  climates  these  salts  remain  in  the  ground 
water,  are  consumed  by  growing  plants,  or  are  washed  away;  in  arid 
or  protected  regions  they  may  accumulate  to  a  considerable  extent. 
Some  nitrates  are  also  derived  from  atmospheric  sources,  the  acid 
being  formed  by  electrical  discharges  and  brought  down  by  rain,  but 
their  amount  is  probably  only  a  small  portion  of  the  entire  product. 
Wherever  organic  matter  putrefies  in  contact  with  alkaline  materials, 
such  as  lime  or  wood  ashes,  nitrates  are  produced — a  process  which 
has  been  carried  on  artificially  in  various  countries  in  order  to  supply 
the  industrial  demand  for  saltpeter.  In  sheltered  places,  such  as 
caverns,  calcium  nitrate  is  often  produced  in  large  quantities,  and  its 
formiation  has  commonly  been  attributed  to  the  nitrification  of  bat 
guano.*  This  supposition,  however,  may  not  cover  all  cases,  for 
W.  H.  Hess  *  claims  that  nitrates  are  uniformly  distributed  over  cave 
floors  in  Kentucky  and  Indiana,  even  in  the  remote  interiors  of  cav- 
erns where  no  guano  exists.  In  drippings  from  the  roof  of  the  Mam- 
moth Cave  he  found  5.71  milligrams  per  liter  of  NjOg,  whose  source 
he  ascribes  to  percolating  waters  from  outside.  The  cave,  in  his 
opinion,  acts  as  a  receptacle  for  stopping  a  part  of  the  surface  drain- 
age, in  which  nitrates  are  produced  in  the  usual  way.  Earth  gathered 
far  within  the  cavern  contains  nitrates,  but  almost  no  organic  matter. 
The  deposits  of  potassium  nitrate  found  in  Hungary  are  traced  by 
C.  Ochsenius  *  to  the  mother  liquors  of  sea  water,  their  potassium 
chloride  being  first  transformed  to  carbonate,  which  latter  is  then 
nitrified  in  presence  of  organic  substances.  In  this  suggestion  the 
hypothetical  element  is  rather  large,  although  it  is  plausibly  defended. 

We  have  already  noticed  the  existence  of  soda  niter  among  the  min- 
erals of  Searles's  marsh,  and  its  probable  association  with  ammonium 
compounds.  The  same  substance  is  also  reported  to  occur  in  large 
quantities  at  various  other  points  in  southern  California,  especially 
around  Death  Valley  and  along  the  boundary  between  Inyo  and 
San  Bernardino  counties.*    It  is  said  to  form  beds  associated  with 

1  Bee  A.  Miintz  and  V.  Marcano,  Ann.  chim.  phys.,  6th  ser.,  vol.  10, 1887,  p.  550,  on  cave  earth  from  Vene- 
zuela. For  an  account  of  saltpeter  earth  in  Turkestan  see  N.  LJubavln,  Jour.  Chem.  Soc.,  vol.  48, 1885,  p. 
128.  On  nitrate  earth  at  Tacunga,  Ecuador,  see  J.  B.  Bousslngault,  Annalea  chim.  phys.,  4th  ser.,  vol.  7, 
1866,  p.  358,  foUowed  by  a  letter  from  Chabrid  on  Algerian  saltpeter.  M.  Glasenapp  (Ann.  Geol.  Mln. 
RussiB,  vol.  12, 1910,  p.  42,  abstract)  describes  an  impregnation  of  potassium  nitrate  in  the  Senonian  sand- 
stones of  the  Caucasus. 

•Jour.  Oecd.,  vol.  8, 1900,  p.  129.  The  views  advanced  by  Hess  have  been  disputed  by  H.  W.  Nichols 
(Jour.  Qeol.,  vol.  9, 1901,  p.  236),  who  regards  guano  as  the  chief  source  of  cave  nitrates. 

•Zeltschr.  prakt  OeoL,  1883,  p.  60. 

*Q.  E.  Bailey,  Bull.  No.  24,  Califomia  State  Mining  Bureau,  1902,  pp.  139-188. 
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the  later  EJocene  clays,  and  in  some  cases  to  impregnate  the  latter; 
but  its  direct  conjimction  with  borates  is  not  positively  asserted, 
except  in  the  locality  at  Searles's  marsh.  The  fact  that  soda  niter 
exists  in  the  same  region  with  the  borates  is  important,  however,  for 
it  correlates  the  California  deposits  with  the  Chilean  beds,  where  a 
similar  relationship  is  recognized.  According  to  Bailey,*  the  rare 
species  darapskite  and  nitroglauberite,  previously  known  only  from 
Chile,  are  also  found  in  the  nitrate  beds  of  California. 

In  the  deserts  of  Atacama  and  Tarapaca,  in  the  northern  part  of 
Chile,'  are  found  the  largest  known  deposits  of  nitrates  in  the  world. 
The  crude  sodium  nitrate  is  termed  locally  "caliche,"  and  the  *'cali- 
cheras''  are  scattered  over  a  large  area  which  also  contains  beds  of 
salt,  "salares,''  and  the  deposits  of  ulexite  which  we  have  already 
considered.  According  to  V.  L'Olivier,'  the  nitrates  were  first  de- 
posited, then  the  salt,  generally  to  the  westward  of  the  calicheras, 
and  finally  the  borates,  which  lie  more  to  the  east  and  in  the  higher 
levels  of  the  evaporation  basins.  Some  ulexite,  however,  is  found  in 
the  nitrate  beds.  A  characteristic  calichera,  in  the  Atacama  Desert, 
50  miles  west  of  Taltal,  is  described  by  J.  Buchanan  *  as  being  made 
up  of  the  following  layers: 

Section  of  typical  calichera  in  Atacama  Desert^  Chile. 

Ft.      In. 

1.  Sand  and  gravel 1-2 

2.  "Chuflca,"  a  porous,  earthy  gypsum 6 

3.  A  compact  mass  of  earth  and  stones 2-10 

4.  **Co8tra,"  a  low  grade  caliche,  containing  much  sodium  chloride,  feld- 

spar, and  earthy  matter. 1 1-3 

5.  ''Caliche."    (In  the  Tarapaca  Desert  it  is  from  4  to  12  feet  thick) 1^-2 

6.  "Coba,"aclay =fc3 

The  costra  contains  a  considerable  amount  of  bloedite;  the  rarer 
minerals,  to  be  mentioned  presently,  are  found  in  the  caliche. 

The  composition  of  the  caliche  is  very  variable,  as  the  follo¥dDg 
analyses,  cited  by  R.  A.  F.  Penrose,  jr.,  show; 


r   5 


»Op.cit.,p.  170. 

*  The  region  was  formerly  a  part  of  Pern  and  Bolivia. 
Annalee  chim.  phys.,  5th  set. ,  vol.  7, 1876,  p.  288.  For  other  details  see  D.  Forbes,  Quart.  Jour.  Qeol.  Soc., 
vol.  17, 1861,  p.  7;  C.  Ochsenlus,  Zeltschr.  Deutsch.  geol.  Gesell.,  1888,  p.  153;  and  L.  Darapsky,  Das  Departe- 
ment  Taltal  (Chile),  Berlin,  1900.  See  also  A.  Plssis,  Nitrate  and  Guano  Deposits  in  the  Desert  of  Atacama, 
London,  1878,  published  by  authority  of  the  Chilean  Oovemment.  An  earlier  description  of  the  nitrate 
field  by  J.  W.  Flagg  is  given  in  Am.  Chemist,  vol.  4, 1874,  p.  403;  and  there  Is  a  recent  important  memoir 
by  Semper  and  Michels,  Zeitschr.  Berg-,  Hiitten-  u.  SaUnenwesen  preuss.  St.,  1904,  pp.  359-482. 

<  Jour.  Soc.  Chem.  Ind.,  vol.  12,  1893,  p.  128.  See  also  B.  Simmersbach  and  F.  Mayr,  Zeitschr.  prakt. 
Geol.,  1904,  p.  273. 

» Jour.  Geology,  vol.  18, 1910,  p.  14;  D.  G.  Buchanan,  analyst.  For  other  analyses  see  L.  Darapsky,  Das 
Departement  Taltal,  Berlin,  1900;  A.  ZUlaruello,  An.  Soc.  cient.  Argentina,  vol.  68,  p.  20;  and  F.  W.  Dafert, 
Monatsh.  Chem.,  vol.  29, 1908,  p.  236. 
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248 


NaNO,. 
KNO,.. 
NaCl... 
CaCl,... 


28.54 
trace 
17.20 


53.50 
17.25 
21.28 


41.12 
3.43 
3.58 


61.97 

5.15 

27.55 


22.73 

1.65 

41.90 


24.90 

2.50 

24.50 


1. 


KCIO4 

NaaS04 

MgSO, 

(MO4 

NaJBA 

Nal 

NalO, 

NH4  salts 

Na,CrO. 

Insoluble 

HjO,  combined,  etc. 


trace 
5.40 
3.43 
2.67 
.49 
.047 
.043 
trace 


.78 

1.93 

1.35 

.48 

.56 


.75 

trace 

10.05 

3.86 

.20 


.21 
2.13 
.15 
.41 
.43 


trace 

.94 

3.13 

4.80 

.53 


trace 
6.50 
6.50 
4.50 
.15 


27.08 
1.34 
8.95 
5.25 
.18 
trace 
none 
none 
2.89 
.52 


40.30 
1.88 


.01 
trace 
trace 
2.07 

.79 


.05 
trace 


31.86 
5.00 


.94 

trace 

trace 

.39 

.67 


.07 

trace 

trace 

22.50 

1.75 


.054 
trace 


.08 
trace 


28.40 
2.00 


47.34 
6.37 


100.00 


100.00 


100.00 


100.00 


100.00 


100.00 


100.00 


Anhydrite,  gypsum,  thenardite,  mirabilite,  bloedite,  epsomite, 
glauberite,  and  salt  are  associated  with  the  nitrates,  and  also  the  four 
following  more  unusual  species: 

Darapekite NaNO8.Na3SO4.H2O. 

Nitroglauberite 6NaNO3.2Na2SO4.3H2O. 

Ijautarite CaljO,. 

Dietzeite 7Cal20e.8CaCr04. 

The  lautarite  and  dietzeite  are  remarkable  as  the  first  definitely 
known  iodates  to  be  found  in  the  mineral  kingdom,  although  A.  A. 
Hayes  *  reported  sodium  iodate  as  long  ago  as  1844.  In  dietzeite 
we  have  a  compound  of  iodate  and  chromate  which  is  analogous  to 
some  artificial  salts,  but  whose  origin  it  is  difficult  to  imderstand. 
Bromine  is  generally  believed  to  be  absent  from  nitrate  beds,  but 
A.  Muntz  *  claims  to  have  found  it,  in  the  form  of  bromates,  in  the 
mother  liquors  from  which  the  saltpeter  had  crystallized  out.  Fur- 
thermore, in  recent  years  considerable  quantities  of  perchlorates, 
running  in  exceptional  cases  as  high  as  6.79  per  cent  of  KCIO4,  have 
been  discovered  in  Chilean  nitrates."  Finally,  these  nitrates  always 
contain  some  borates,  perceptible  traces  of  rubidium  and  lithixim, 
but  probably  no  caesium.*  The  borates  may  be  small  in  amount,  but 
it  is  doubtful  whether  they  are  ever  quite  absent. 

1  See  ante,  p.  237. 

*  Annalea  chim.  phys.,  6th  ser.,  vol.  11, 1887,  p.  121. 

*  B.  SJoUema,  Cbem.  Zeitung,  vol.  20, 1896,  p.  1002.  As  the  perchlorates  are  believed  to  injure  the  nitrate 
as  a  fertilizer,  a  voluminous  discussion  over  their  detection  and  effects  has  appeared  in  the  agricultural 
K>uma]s. 

«L.  Dieulafait,  Compt.  Rend.,  vol.  08, 1884,  p.  1545. 
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The  nitrate  beds  of  South  America  are  not  entirely  confined  to 
Chile,  although  the  Chilean  deposits  outrank  all  others  in  impor- 
tance. The  locality  at  Salinas  Grandes,  Argentina,  has  already  been 
noticed  in  connection  with  its  borates,  and  the  niter  there  seems  to 
be  in  entirely  subordinate  quantities.  In  the  Argentine  Territory 
of  Santiago  del  Estero,  according  to  W.  F.  Reid,*  there  are  salines 
which  form  crusts  of  salt  during  summer;  and  in  the  centers  of  the 
lagoons  mother  liquors  exist,  from  which  sodixmi  nitrate  is  obtained. 
Zaracristi  *  has  described  another  occurrence  in  the  valley  of  the 
river  San  Sebastiano,  in  Colombia,  where  beds  of  sodium  nitrate 
overlie  a  mixture  of  gypsimi  and  calcareous  clay,  containing  some 
oxide  of  iron  and  common  salt.  This  deposit  is  very  impure.  An 
immense  deposit  of  potassiimi  nitrate,  according  to  F.  Sacc,*  exists 
near  Cochabamba,  BoUvia,  in  direct  association  with  borax.  Sacc's 
analysis  of  a  sample  from  this  locality  gives  the  following  percentage 
composition  of  the  salts: 

Analysis  of  nitrate  deposit  near  Codiahamha,  Bolivia. 

KNO, 60.70 

Na^BA 30.70 

NaCl trace 

HjO trace 

Organic  matter , 8.  60 

100.00 

The  soil  below  the  layer  also  contains  borax.  Sacc  attributes  the 
nitrates  to  the  oxidation  of  ammonium  salts  in  the  soil.  The  associa- 
tion of  borates  with  potassium  nitrate  is  especially  noteworthy,  and 
the  locality  ought  to  receive  a  more  detailed  examination. 

No  satisfactory  explanation  of  the  nitrate  beds  has  yet  been  foimd, 
although  many  theories  have  been  proposed  to  account  for  them. 
In  addition  to  that  of  Forbes,  already  cited  in  relation  to  the  borates, 
the  following  discussions  of  the  subject  are  worth  considering.  C. 
Noellner,*  who  assumed  a  marine  origin  for  the  deposits,  suggested 
that  their  nitrogen  might  be  derived  from  the  decomposition  of  great 
masses  of  seaweeds;  but  this  view  has  not  been  generally  accepted. 
For  example,  the  beds  at  Maricunga  ^  are  3,800  meters  above  sea  level, 
and  180  miles  from  the  coast,  and  other  localities  present  simi]ar 
difficulties  of  distance  and  elevation.  The  plain  of  Tamarugal, 
studied  by  W.  Newton,*  lies  between  the  coast  range  and  the  Andes, 
3,000  feet  above  the  sea,  and  the  nitrate  beds  have  peculiarities  which 

i  Jour.  Soc  Chem.  Ind.,  vol.  19, 1900,  p.  414. 

s  Berg.  u.  Hattenm.  Zeitung,  vol.  55, 1896,  p.  .191.    Two  analyses  are  given. 

« Compt.  Rend.,  vol.  99, 1884,  p.  84. 

*  Jour,  prakt.  Chemie,  vol.  102, 1867,  p.  459. 

>  See  E.  Semper  and  M.  Blanckenhom,  Zeitschr.  prakt.  OeoL,  1903,  p.  909. 

«  Jour.  Soc.  Chem.  Ind.,  vol.  19, 1900,  p.  408.    See  also  an  earlier  paper  in  Qeol.  Mag.,  1896,  p.  339. 
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seem  to  preclude  either  an  oceanic  origin  or  a  derivation  from  guano. 
Here,  at  least,  bromides  are  absent,  and  only  traces  of  phosphates  can 
.be  found.  Sea  water  would  yield  the  former;  from  guano  the  latter 
would  remain.  Newton  regards  the  nitrates  as  originally  formed  by 
the  oxidation  of  organic  matter  in  alluvial  soil.  Tropical  floods, 
which  cover  the  plain  once  in  every  seven  or  eight  years,  bring  upon 
it  the  concentrated  fertility  of  thousands  of  square  miles  and  sweep 
the  deposits  to  the  landward  side  of  the  coast  chain,  where  they  are 
mainly  found.  This  is  Newton's  view,  although  he  admits  the  possi- 
biUty  that  electrically  generated  atmospheric  nitrates  may  also  be 
present.  The  same  possibility  is  recognized  by  Semper  and  Blancken- 
hom,  but  rejected  by  A.  Muntz,^  who  regards  the  electrical  source  as 
quite  inadequate.  Muntz  accepts  an  organic  origin  for  the  nitrates, 
and  argues  that  the  calcimn  salt  was  first  formed,  as  in  the  ordinary 
artificial  process  of  nitrification.  That  compound  then  reacts  with 
sodium  chloride,  forming  calcium  chloride  and  sodium  nitrate,  a 
transformation  which  he  effected  experimentally.  The  same  result 
was  also  obtained  later  by  A.  Gautier,^  who  finds  in  guano  the  source 
of  the  nitrogen.  The  reaction  is  further  suggested  by  the  facts  that 
the  Chilean  niter  is  always  associated  with  salt,  and  that  calcium 
chloride  is  found  in  the  underground  waters  of  the  Pampas.  Muntz 
also  proved,  by  direct  experiment,  that  iodides  in  a  nitrifying  mix- 
ture  were  oxidized  to  iodates;  and  from  the  absence  of  phosphates 
in  the  nitrate  beds  he  infers  that  the  nitrates  have  been  transported 
in  solution  and  redeposited  at  a  distance  from  the  original  seat  of 
their  formation. 

C.  Ochsenius,*  who  has  written  voluminously  on  the  Chilean 
nitrates,  regards  them  as  derived  from  the  mother  liquors  of  salt 
deposits  in  the  Andes.  These  are  supposed  to  flow  downward  to  the 
plains,  their  chlorides  being  partly  converted  to  carbonates  by  car- 
bonic acid  of  volcanic  origin.  The  nitrogen  is  brought  as  ammoniacal 
dust  from  guano  beds  upon  or  near  the  seacoast,  the  heavier  phos- 
phatic  particles  being  left  behind.  That  such  dust  is  carried  by  the 
winds  is  certain;  but  is  it  carried  in  suflScient  amounts  to  account  for 
large  nitrate  deposits  far  inland  ?  Another  difficulty  is  suggested  by 
Darapsky,  who  points  out  in  his  work  on  Taltal  the  comparative 
scarcity  of  carbonates  in  the  nitrate  regions.  Even  the  waters  of  the 
Pampas  contain  httle  carbonic  acid,  and  among  the  mineral  springs 
of  Chile  and  Argentina  carbonated  waters  are  the  exception  rather 
than  the  rule. 

Penrose,*  in  his  very  recent  study  of  the  nitrates,  favors  a  marine 
origin  for  them,  on  the  ground  that  the  pampa,  where  the  nitrate 

1  Annales  chim.  phys.,  6th  ser.,  vol.  11, 1887,  p.  111. 

s  Axmales  des  mioes,  9th  aer. ,  vol.  5, 1894,  p.  50. 

s  Zeitachr.  pralct.  Oeologie,  1893,  p.  217;  1901,  p.  237;  1904,  p.  242.  Zeitsohr.  Deutach.  geol.  OeneU.,  1888, 
p.  153.  Ochsenius's  work.  Die  BUdung  des  Natronsalpeters  aus  liutterlaugensalsen,  Stuttgart,  1887, 1 
have  not  been  able  to  see.    His  oontroversial  papers,  cited  above,  give  a  complete  expositloii  of  his  views. 

*  Jour.  Geology,  vol.  18, 1910,  p.  16. 
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beds  occur,  was  once  a  part  of  the  ocean  bottom.  Their  nitrogen 
he  derives  from  guano,  and  their  iodine  either  from  decomposing 
seaweeds  or  from  mineral  springs.  The  borates  he  ascribes  to  the 
decomposition  of  rocks  containing  boron-bearing  minerals.  The 
absence  of  bromides  and  the  occurrence  of  nitrates  at  great  eleva- 
tions he  does  not  try  to  explain. 

That  the  nitrate  beds  are  proximately  derived  from  the  evapora- 
tion of  saline  waters  is  beyond  doubt,  but  their  marine  origin,  in 
hght  of  what  has  been  said,  seems  to  be  questionable.  The  ultimate 
source  of  their  nitrogen  is  a  more  troublesome  question  and  remains, 
so  far,  unsolved.  The  weight  of  opinion  favors  a  derivation  from 
organic  matter,  and  from  this  point  of  view  Newton's  explanation 
of  the  deposits  is  as  satisfactory  as  any.  Explanations  of  this  order, 
however,  are  incomplete,  for  they  take  no  account  of  the  remarkable 
association  of  boron  and  nitrogen.  Why  do  borates  and  ammonia 
occur  together  in  volcanic  waters,  or  borates  and  nitrates  in  the 
deposits  of  both  Chile  and  Calif omia?  This  fact,  which  has  already 
been  emphasized,  is  sturely  not  without  significance,  and  it  legitimizes 
the  suspicion  that  the  nitrates  may  be  partly  derived  from  volcanic 
sources.  To  be  sure,  this  is  only  a  suspicion,  but  it  is  one  which 
ought  not  to  be  left  out  of  account.  Hot  springs  are  common  in 
the  deserts  of  California  and  Nevada;  they  are  also  found  along  the 
volcanic  Andean  chain;  do  they  contain  boron  and  ammonia  as  a 
general  rule,  or  only  in  sporadic  instances  ?  Such  waters,  collecting 
in  lagoons  in  the  presence  of  some  organic  matter  and  the  nitrifying 
organisms,  would  yield  nitrates,  and  the  latter  would  be  found  in 
the  dried  residues.  A  careful  examination  of  all  hot  springs  existing 
in  the  vicinity  of  nitrate  beds  is  needed  before  we  can  decide  how 
much  weight  can  be  given  to  this  volcanic  hypothesis.^  It  may  be 
discarded,  but  it  should  at  least  be  thoroughly  investigated. 

THE   AliTJMS. 

One  more  class  of  saUne  residues  remains  to  be  mentioned.  Waters 
containing  sulphates  of  iron  or  aluminum  form  deposits  of  these 
salts,  which  may  be  neutral  or  basic,  simple  or  complex.  Their  for- 
mation, however,  is  very  local,  and  compounds  of  this  character  are 
rarely  found  far  from  their  points  of  origin. 

They  are  commonly  derived,  directly  or  indirectly,  from  the  oxida- 
tion of  sulphides,  and  occur  as  incrustations  or  even  as  stalactites, 
around  mineral  springs,  or  in  the  shafts  or  tunnels  of  mines.  Acid 
solutions,  produced  by  the  oxidation  of  pyrite,  act  upon  aluminous 
rocks  and  form  sulphates  of  alumina.    Alunite  and  alunogen  are 

1  According  to  T.  Van  Wagenen  (Hln.  and  Scl.  Press,  toI.  84, 1902,  p.  63),  sodium  nitrate  is  ikNmd  In  and 
around  an  extinct  hot  spring  at  the  foot  of  the  Humboldt  Sink,  Humboldt  County,  Nev. 
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among  the  conunoner  species  so  generated.  Alunogen  and  halotri- 
chite;  the  latter  a  sulphate  of  aluminum  and  iron,  are  found  in  large 
quantities  in  Grant  County,  New  Mexico.*  Sulphates  of  iron  of 
numerous  species  are  especially  abundant  in  the  arid  region  of  Chile. 
Sulphates  of  zinc,  copper,  cobalt,  and  nickel  are  deposited  by  mine 
waters.  Some  of  the  species  thus  developed  will  be  considered  in 
subsequent  chapters,  either  in  relation  to  the  decomposition  of  rocks 
or  in  connection  with  the  study  of  metallic  ores. 

>  See  C.  W.  Hayes,  Bull.  U.  8.  Geol.  Survey  No.  815, 1907,  p.  216.  On  alunogen  In  Colorado  see  W.  P. 
Headden,  Proc.  Colorado  Sci.  8oo.,  vol.  8, 1005,  p.  62;  also  P.  Tennier  on  the  derivation  of  alunite  from 
feldspar,  Bull.  Soc.  liin.,  vol.  81, 1006,  p.  215;  W .  Cross,  Seventeenth  Ann.  Kept.  U.  S.  GeoL  Survey,  pt.  2, 
1886,  p.  314,  and  H.  W .  Turner,  Am.  Jour.  Sol.,  4th  sar.,  vol.  5, 1808,  p.  424,  have  described  quart»4hmite 
n>cks.  On  alunite  in  ore  bodies  see  F.  L.  Ransome,  Eoon.  Qeology,  vol.  2, 1007,  p.  667.  These  oocurrenoes 
are  products  of  rock  decomposition  rather  than  residues  from  saline  waters. 
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.      CHAPTER  VI I L 
VOLCANIC  GASES  AND  SUBLIMATES. 
GASEOUS    EMANATIONS. 

Regardless  of  all  speculations  as  to  the  origin  of  the  lithosphere 
or  as  to  the  nature  of  the  earth's  interior,  we  must  recognize  the  fact 
that  some  rocks  were  formed  by  the  cooUng  of  molten  materials,  and 
we  can  study  the  phenomena  of  their  development  quite  independ- 
ently of  cosmogonic  hypotheses."  Fluid  magmas  are  seen  to  issue 
from  the  earth  and  to  soUdify  as  lavas;  they  may  be  emitted  quietly 
or  with  explosive  violence,  and  they  are  accompanied  by  gaseous  or 
vaporous  emanations,  which  either  escape  into  the  air,  are  partially 
occluded  by  the  cooling  mass,  or  condense  in  the  form  of  water. 
Gases,  water,  mud,  and  fused  or  incandescent  rocks  are  thrown  out 
by  volcanoes,  and  many  of  the  attendant  phenomena  can  be  directly 
observed,  or  even  reproduced  in  the  laboratory.  To  the  geophysicist 
the  nature  of  the  volcanic  forces  is  a  prime  subject  of  interest;  chem- 
istry concerns  itself  more  with,  the  nature  of  the  products,  and  the 
latter  theme  is  the  one  which  demands  our  attention  now. 

During  a  volcanic  eruption  the  gaseous  emanations  are  the  first 
to  appear,  and  their  evolutioi^  continues  more  or  less  conspicuously 
until  the  discharge  ends.  Their  emission  does  not  cease  even  then, 
for  gases  are  given  off  from  the  cooling  lavas,  and  also  from  the  hot 
springs  and  solfataras  which  are  formed  in  the  course  of  the  out- 
break. These  gases  vary  much  in  character,  and  in  a  single  eruption 
they  may  present  great  differences  in  composition,  changing  from 
place  to  place  and  from  time  to  time.  For  analysis  they  are  com- 
monly drawn  from  vents,  crevices,  or  fumaroles  at  different  dis- 
tances from  the  center  of  activity,  for  the  main  crater  itself  is  rarely- 
accessible  xmtil  after  the  eruptions  have  ceased.  Furthermore,  it  is 
difficult  to  collect  thci  gases  quite  free  from  admixtures  of  atmos- 
pheric air,  and  the  samples  analyzed  are  therefore,  as  a  rule,  impure. 
Still  much  is  known  concerning  them,  and  many  analyses  of  these 
exhalations  have  been  recorded. 

It  has  long  been  held  by  nearly  all  authorities  that  water  vapor  or 

steam  is  the  most  abundant  of  the  volcanic  gases.    The  statement  is 

generally  accepted  that  it  fo^;ms  as  much  as  99  per  cent  of  the  entire 

gaseous  output,  but  it  soon  condenses  to  liquid  and  is  added  or 

248 
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restored  to  the  hydrosphere.  For  instance,  F.  Fouqu6,*  observing 
one  of  the  many  parasitic  cones  on  Etna,  estimated  thc^t  in  one  hun- 
dred days  it  discharged  vapor  equivalent  td  2,100,000  cubic  meters 
of  water,  or  462,000,000  imperial  gallons.  'Hiis  great  quantity  is 
only  a  small  fraction  of  what  the  entire  volcano  must  have  annually 
emitted  and  its  proximate  origin  may  well  be  a  subject  for  specula- 
tion. Is  the  water  originally  magmatic,  or  only  of  surface  origin; 
truly  essential  or  merely  extraneous  ?  On  this  theme  there  is  active 
controversy,  which  will  be  considered  in  due  order  later. 

The  other  volcanic  gases,  the  term  "gas''  being  used  in  its  ordi- 
nary significance,  are  hydrogen,  oxygen,  nitrogen,  argon,  hydrogen 
sulphide,  sulphur  dioxide,  carbon  dioxide,  carbon  monoxide,  hydro- 
chloric acid,  chlorine,  methane,  hydrofluoric  acid,  and  silicon  fluoride.' 
Many  other  substances  are  found  among  volcanic  exhalations  and  are 
deposited  as  sublimates  araund  yents  and  fumaroles.  Let  us  first 
consider  the  composition  of  the  true  gases,  noting  in  advance  that 
they  were  dried  before  analysis  in  order  to  ehminate  the  excess  of 
water. 

It  is  not  necessary  for  oi;r  purposes  to  go  any  further  back  in  time 
than  to  the  middle  of  the  last  century,  when  R.  W.  Bunsen  published 
the  results  of  his  Icelandic  researches.^  FronL  among  his  analyses  of 
volcanic  gases  the  following  examples  are  selected : 

Analyses  of  volcanic  gases  from  Iceland. 

A.  From  a  fomarole  in  the  great  crater  of  Hekla. 

B.  From  a  fomarole  in  the  lava  of  1845,  Hekla. 

C.  From  the  solfatara  of  Krisuvilc. 

D.  From  a  fomarole  a  qoarter  of  a  league  distant  trom  Xrisovlk. 

E.  From  a  group  of  fumaroles  at  Reykjalidh^in  the  extreme  north  of  Iceland. 


A 

B 

0 

D 

E 

N, 

81.81 
14.21 

78.90 
20.09 

1.67 

0.50 

0.72 

o'..          

£... .  . 

'    4.30 

87.43 

6.60 

4  72 
79.07 
15.71 

25.14 

c6":::::::::::::::::::::;:::::::: :: 

2.44 
none 
1.54 

1.01 

50.00 

24.12 

so 

' 

100.00 

100.00 

100.00 

100.00 

99.98 

The  water  condensed  from  the  fumaroles  of  Hekla  carried  a  little 
hydrochloric  acid,  but  in  amounts  too  small  for  determination. 

1  See  A.  Geikie,  Textbook  of  Geology,  4th  ed.,  p.  266.  I  have  not  been  able  to  find  the  original  source  of 
this  citation. 

>  The  two  fluorine  compounds  are  reported  by  A*  Soacchl  fh>m  Vesuvius,  Catalogo  del  mlnerali  Vesu- 
viani,  Naples,  1887.    See  also  E.  S.  Dana,  System  of  Mineralogyf  6th  ed.,  p.  169. 

a  Annales  chtin.  phjrs.,  3d  ser.,  vol.  38, 1853,  p.  215.  For  these  analyses  and  others,  see  pp.  260-266.  An 
earlier, claosical  memoir  by  6lle  de  Beaumont,  entitled  "Emanations  volcaniques  et  metallil^res,"  appeared 
in  Bull.  Soc.  gtel.  France,  2d  ser.,  vol.  4, 1847,  p.  1249.  An  important  article  on  the  gases  of  the  hot  springs 
of  Iceland  and  their  radioactivity,  by  T.  Thorkelsson,  is  in  the  Memoirs  of  the  Danish  Acad.,  7th  ser., 
vol.  8, 1910,  p.  181. 


Digitized  by  VnOOQ IC 


250  THE  DATA  OF  GSOCHEMISTBT. 

Among  the  sublimates  formed  by  these  fumaioles,  Bunsen  noted 
sulphur  and  various  metallic  chlorides,  especially  conunon  salt.  One 
sublimate,  however,  contained  81.68  per  cent  of  ammonium  chloride. 

Because  of  their  accessibility  the  Italian  volcanoes  have  been 
studied  with  peculiar  thoroughness,  and  with  regard  to  their  gaseous 
exhalations  the  data  are  most  abundant.  In  1656  C.  Sainte-Claire 
Deville  ^  published  a  description  of  the  f umaroles  found  on  Vesuvius 
during  the  eruption  of  1855,  which  he  classified  in  the  order  of  dimin- 
ishing volcanic  intensity.     The  classes  proposed  are  as  follows: 

1.  Dry  fumaroles.  Sublimates  of  metallic  chloridee,  with  traces  of  sulphates. 
Sometimes  fluorides  are  formed,  as  observed  by  Scacchi  on  the  lava  of  1850.  These 
fumaroles  are  emitted  directly  from  incandescent  lava,  and  the  subliming  vapors  are 
mixed  with  a  gas  which  is  essentially  atmospheric  air.  A  special  group  of  dry  fuma- 
roles emit  ammonium  chloride. 

2.  Acid  fumaroles.  Water  vapor,  mixed  with  hydrochloric  and  sulphurous  acids. 
Commonly  accompanied  by  chlorides  of  iron  and  copper,  which  are  deposited  around 
the  vents.  The  vents  occur  on  lava,  either  in  the  main  crater  or  along  the  fissure  of 
eruption.    The  hydrochloric  acid  is  very  largely  in  excess  of  the  sulphurous. 

3.  Fumaroles  emitting  water  vapor  containing  hydrogen  sulphide  or  free  sulphur. 
Their  temperature  rarely  exceeds  80^. 

4.  Mofettes.  Emiseions  of  water  vapor  with  carbon  dioxide.  These  appear  where 
the  volcanic  intensity  has  become  very  slight. 

5.  Fumaroles  emitting  water  vapor  alone. 

Although,  as  we  shall  see  later,  this  classification  is  incomplete,  it 
serves  a  useful  purpose  in  giving  a  rough  outline  of  the  phenomena. 
At  the  point  of  greatest  activity  dry  vapors  appear;  farther  away, 
or  as  cooling  progresses,  acids  are  formed,  and  emanations  of  carbon 
dioxide  mark  the  dying  out  of  the  volcanic  energy.  But  there  are 
fumaroles,  like  some  of  those  in  Iceland,  which  do  not  fall  in  any 
one  of  these  classes. 

In  1858  C.  Sainte-Claire  Deville  and  F.  Leblanc '  published  their 
analyses  of  volcanic  gases,  not  only  from  Vesuvius,  but  also  from 
Yulcano,  Etna,  and  other  localities.  A  fumarole  in  the  crater  of 
Vesuvius,  emitting  a  gas  of  extremely  suffocating  odor,  3delded  hydro- 
chloric acid  and  sulphur  dioxide  in  the  ratio  of  86.2  :  13.8.  The 
bulk  of  the  gas,  after  removal  of  these  substances  and  water,  was 
essentially  atmospheric  air  slightly  impoverished  in  oxygen.  Other 
Vesuvian  fumaroles  also  emitted  similar  air,  with  small  but  vari- 
able admixtures  of  sulphur  dioxide,  hydrogen  sulphide,  and  carbon 
dioxide.  Sulphur  dioxide  and  carbon  dioxide,  however,  were  mutu- 
ally exclusive  and  never  occurred  together.  The  emanations  fromi 
Etna  resembled  those  from  Vesuvius. 

At  Vulcano,  Deville  and  Leblanc  made  a  number  of  striking  obser- 
vations, which  are  well  illustrated  by  the  following  selected  analyses  : 

1  Bull.  Soc.  gfol.  France,  2d  ser.,  toL  13, 1866-M,  p.  606;  vol.  14, 1866-^7»  p.  254. 
I  Ajmales  chlm.  phja.,  3d  ser.,  vol.  62, 18S8»  p,  A. 
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Analyses  of  gases  fmrn  VtUoano. 

A.  Oas  from  the  crater  issuing  at  a  temperature  above  the  melting  point  of  lead.    This  fumarole  deposits 
boric  add.    The  gas  was  coUected  from  a  vent  which  emitted  flames. 

B.  A  gas  simiiar  to  the  foregoing,  but  not  accompanied  by  boric  acid. 

C.  Sulphurous  fumarole  from  the  north  flank  of  Vulcano. 

D.  Gas  from  a  cavity  filled  with  hot  water,  known  as  "  Acqua*Bollente/'  and  situated  near  the  seashore 

E.  Gas  from  depressions  still  farther  from  the  crater,  collected  over  water  having  a  temperature  of  25"  C. 


A 

B 

C 

D 

E 

CO, 

none 
39.13 

none 
27.50 

none 
69.6 

6.4 

86  0 

SOj 

hJ 

83.1 

.7 

9.8 

0... 

10.10 
50.77 

14.02 
58.48 

5.5 
24.9 

none 

n' ..... 

14  0 

100.00 

100.00 

100.0 

100.0 

100.0 

These  analyses  show  very  well  the  progressive  change  in  the  fuma- 
roles  as  they  recede  from  the  eruptive  center.  At  the  end  of  their 
memoir  Deville  and  Leblanc  give  analyses  of  gases  emitted  from 
various  springs  in  Sicily,  which  have  some  relations  to  the  volcanic 
activity  of  Etna.  Some  of  them  give  off  mainly  carbon  dioxide; 
others  yield  methane,  CH4,  in  considerable  quantities.  A  few  analyses 
will  illustrate  the  character  of  these  exhalations. 

Analyses  0/ gases  from  Sicilian  Springs. 

A.  From  the  Lake  of  Palid.    B.  From  the  SaUnelle  of  Patemo.    C.  From  the  Macaluba  de  Xirbl. 
D.  From  the  Macaluba  de  Qli^gentl. 


cfiv 


94.70 
1.10 
3.52 


100.00 


90.7 
LO 
3.3 
5.0 


100.0 


0.70 

5.17 

20.40 

73.73 


100.00 


1.15 

1.70 

6.75 

90.40 


100.00 


The  conclusion  finally  stated  by  Deville  and  Leblanc  is  as  follows: 
The  nature  of  the  emanations  from  a  given  point  varies  with  the  time 
which  has  elapsed  since  the  beginning  of  the  eruption;  the  fumaroles 
at  different  points  vary  with  their  distance  from  the  volcanic  center. 
In  both  cases  the  order  of  variation  is  the  same. 

In  1865  F.  Fouqu6  *  studied  the  Italian  field  with  special  reference 
to  the  exhaled  gases.  In  the  crater  of  Vulcano  he  examined  three 
fumaroles,  at  different  temperatures,  with  results  as  follows: 


iCompt.  Rend.,  vol.  61, 1866,  pp.  210, 421, 664, 754. 
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Analyses  of  gases  from  fumaroles  at  different  temperatures^  Vulcano. 
A.  Temperature  above  350"*.    B.  Temperature  250*.    C.  Temperature  ISO*. 


A 

B 

C 

73.80 

23.40 

.52 

2.28 

66.00 

22.00 

2.40 

9.60 

27.19 

59.62 

2.20 

10.99 

100.00 

100.00 

100.00 

HC1+S02- 

COa 

O2 

Na 


In  these  gases  the  hydrochloric  acid  was  most  abundant,  the  sul- 
phur dioxide  being  almost  negligible.  Around  the  vents  realgar, 
ferric  chloride,  and  ammonium  chloride  were  deposited.  Another 
group  of  fumaroles,  at  a  temperature  of  100®,  gave  deposits  of  sul- 
phur, sometimes  with  and  sometimes  without  boric  acid.  Their 
composition  is  given  below,  under  D  and  E. 


Analyses  of  gases  from  fumarolesy  Vulcano, 

I) 

E 

F 

HCl 

7.3 

none 
trace 
63.59 
7.28 
29.13 

HjS 

10.7 

17.55 

CO, 

68. 8 

77.02 

Y^2- 

0, 

2. 7 

.70 

No 

,      11. 2 

4.73 

«100.7 

100.00 

100.00 

a  This  summation  suggests  a  misprint  somewhere  in  the  orig^I  column  of  figures. 

Analysis  F  represents  gas  from  the  fumarole  known  as  '*Acqua- 
Bollente,"  which  was  examined  by  Deville  and  Leblanc  nine  years 
eariier.  The  loss  of  hydrogen  sulphide  and  the  gain  of  carbon 
dioxide  during  that  period  are  most  striking  and  show  a  decrease 
of  volcanic  activity.^  The  temperature  of  the  fumarole  is  given  as 
86°  C.  Fouqu6*s  analyses  of  gases  from  two  small  solfataras  at 
Pozzuoli,  near  Vesuvius,  also  indicate  a  relationship  between  compo- 
sition and  temperature. 

Analyses  of  gases  from  Pozzuoli. 


G  (tempera- 
ture 90*). 


H  (tempera- 
ture 77.5*). 


HoS 
O2.. 


11.43 

56.67 

5.72 

26.18 


none 
15.09 
15.51 
69.40 


100.00 


100.00 


1  See  note  by  Deville,  Compt.  Rend.,  vol.  61, 1865,  p.  567.    For  recent  analyses  of  gases  from  Italian  vol- 
canic sources,  see  R.  Nasinl,  F.  Anderlini,  and  R.  Salvador!,  Gasz.  chlm.  ital.,  vol.  36,  fasc.  1, 1906,  p.  429* 
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An  elaborate  examination  of  the  gases  emitted  by  Etna  during  sev- 
eral eruptions  led  O.  Silvestri  *  to  conclusions  much  like  those  reached 
by  Deville  and  Leblanc,  and  he  describes  fumaroles  of  several  classes, 
representing  a  progressive  diminution  of  volcanic  intensity.  The 
data  may  be  briefly  summarized  as  follows: 

1.  The  fresh,  still  flowing  lava  acts  like  one  great  ftunarole,  and  emits  from  its  sur- 
face white  fimies.  These  are  partly  condensible,  yielding  a  solid  saline  residue  and 
a  small  amount  of  liquid  containing  free  hydrochloric  and  sulphurous  acids.  The 
incondensible  gas,  as  in  the  cases  previously  noted,  is  essentiaUy  atmospheric  air 
slightly  deficient  in  oxygen.  One  sample,  upon  analysis,  gave  O2,  18.79  per  cent; 
Ng,  81.21  per  cent.  The  white  residue  contained  chiefly  sodium  chloride  and  car- 
bonate, and  three  deposits  collected  from  the  surface  of  the  lava  had  the  composition 
shown  in  the  subjoined  table.  As  the  lava  cools,  the  exhalations  become  localized 
and  change  their  character  with  decreasing  temperature. 

Analyses  0/ deposits  from  surface  of  lava. 


Naa... 
KCl... 
NaaCOs 

IT.: 


50.19 

.50 

11.12 

1.13 

30.76 


100.00 


63.02 

.27 

6.49 

trace 

30.22 


100.00 


76.01 

.03 

2.11 

.75 

21.10 


100.00 


In  some  cases  the  fumes  also  contain  copper  chloride,  which  forms,  on  the  lava, 
deposits  of  atacamite  and  tenorite,  the  latter,  obviously,  by  oxidation. 

2.  Ammonium-chloride  fumaroles,  which  are  divided  into  two  subclasses.  First, 
acid  fumaroles,  which  form  mostly  upon  the  terminal  walls  of  the  lava  stream  and 
emit  much  hydrochloric  acid.  They  also  contain  ferric  chloride,  which  is  partly  con- 
densed as  such  and  partly  oxidized  to  hematite.  As  the  temperature  falls  they 
develop  hydrogen  sulphide  and  deposit  crystals  of  sulphur.  Second,  alkaline  fuma- 
roles, which  are  free  from  hydrochloric  acid  and  ferric  chloride  and  deposit  only 
ammonium  chloride.  They  represent  a  lower  temperature  than  the  acid  tjrpe.  The 
gaseous  portion  of  these  exhalations,  acid  or  alkaline,  is  still  essentially  air,  contain- 
ing from  81.19  to  84.17  per  cent  of  nitrogen. 

3.  Water  fumaroles,  which  give  off  only  water  vapor,  mixed  with  impoverished  air. 
Temperature  relatively  low. 

4.  Fumaroles  emitting  water  vapor  and  carbon  dioxide,  the  last  phase  of  activity. 
The  gases  from  two  of  three  fumaroles  in  the  crater  of  Etna,  analyzed  by  Silvestri,  had 
the  following  composition :    • 

Analyses  offurrwrole  gases  from  Mount  Etna. 


N, 

77.28 

17.27 

5.00 

.45 

79  07 

0, 

18.97 

CO, 

1.61 

HJS 

35 

100.00 

100.00 

1 1  fenomenl  Tulcanlci  preaentati  deU'  Etna,  etc.,  Catania,  1867.  The  data  here  given  are  from  an  abstract 
by  O.  Yom  Rath,  Nenes  Jahrb.,  1870,  pp.  51, 257.  See  also  the  great  monograph,  '*  Der  Aetna,"  by  Sarto- 
rins  von  Walterahauaen  and  A.  von  Lasaulx,  2  vols.,  Leipsig,  1880. 
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Although  the  observations  made  by  T.  Wolf*  at  Cotopaxi  were 
only  qualitative,  they  confirm  the  belief  that  a  regular  order  exists 
in  the  composition  of  volcanic  exhalations.  Near  the  crater  the  fumes 
of  hydrochloric  acid  were  overwhelming  and  there  was  a  suspicion 
of  free  chlorine.  At  lower  levels  on  the  mountain  hydrogen  sulphide 
was  recognized,  and  occasionally  sulphur  dioxide.  The  order,  so  far 
as  it  was  studied,  is  the  same  as  that  noted  in  the  volcanoes  of  the 
Mediterranean. 

In  his  great  monograph  on  the  volcanic  eruptions  of  Santorin,' 
F.  Fouqu6  discusses  at  some  length  the  gaseous  emanations,  in  which, 
as  in  the  Icelandic  craters,  free  hydrogen  appeared,  and  also  small 
quantities  of  hydrocarbons.  The  great  eruption  of  Nea  Kam6ni,  one 
of  the  islands  of  the  archipelago,  began  in  January,  1866,  and  some 
of  the  gases  analyzed  were  collected  in  March.  For  the  first  time 
hydrogen  and  marsh  gas  were  taken  from  an  active  volcano  in  the 
presence  of  true  volcanic  flames,  and  it  was  shown  beyond  reasonable 
doubt  that  in  the  central  fires  water  had  been  dissociated  into  its 
elements.  Ordinarily  the  combustible  gases  are  burned  as  soon  as 
they  reach  the  air,  but  the  peculiar  conditions  prevailing  at  Santorin 
permitted  their  accumulation  unchanged  and  rendered  their  complete 
identification  possible.  The  subjoined  analyses  represent  mixtures 
containing  gases  of  this  class: 

Analyses  of  volcanic  gases  from  Santorin. 

A.  Qas  collected  on  Nea  Kamfol,  Harch  17, 1866,  from  tho  surfiuse  of  solphurous  water  In  a  fissore  b»> 
tweeb  Oiorgios  and  Aphroessa,  temperature  78*.    Three  other  similar  analyses  are  tabulated  with  this. 

B.  From  the  same  fissure  on  Nea  Kam^nl,  temperature  69*.    Collected  March  25, 1866. 

C.  Gas  collected  March  7, 18C7,  over  sea  water,  near  the  end  of  a  still  Incandescent  lava  stream. 

D.  Occurrence  similar  to  C,  but  flrom  a  dlfTcrcnt  stream.    Taken  March  5, 1867. 


A 

B 

C 

H-S 

trace 
36.42 
29.43 
.86 
.32 
32.97 

trace 
50.41 
16.12 

2.96 

.20 

30.32 

COa 

0.22 

56.70 

.07 

21.11 

21.90 

none 

H, .  ■- 

1.94 

CH^          .                           

1.00 

Oo?;;.; 

^24. 94 

n':;:v;::::::::::::::::::::::::::::::::::::: 

72.12 

100.00 

100.00 

100.00 

100.  OO 

025.94  In  table,  but  corrected  in  list  of  errata  at  the  end  of  the  volume. 

Gas  C  was  a  true  explosive  mixture,  which  detonated  violently  upon 
contact  with  a  flame.  In  collecting  it  special  care  was  taken  to  avoid 
an  admixture  of  air;  its  oxygen,  therefore,  is  not  from  extraneous 
sources.  It  is  possible,  however,  that  both  the  oxygen  and  the  hydro- 
gen in  this  instance  came  from  the  decomposition  of  sea  water  in 

1  Neues  Jahrb.,  1878,  p.  163. 

*  Santorin  et  sea  6ruptionS|  Paris,  1879. 
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contact  with  hot  lava,  although  Fouqu6  believed  that  they  were  present 
in  the  molten  stream.  In  1866  the  lai^est  proportions  of  hydrogen 
were  found  in  gases  taken  from  the  principal  fissures  of  the  eruption, 
and  they  diminished  in  quantity  with  the  distance  of  their  points  of 
issue  from  the  focus  of  activity.  A  precisely  similar  diminution 
follows  the  lapse  of  time,  as  shown  by  analyses  A  and  B  of  gases  from 
the  same  locality,  but  collected  eight  days  apart. 

Gases  collected  in  May,  1866,  and  some  taken  at  greater  distances 
from  the  center  of  eruption  consisted  either  of  carbon  dioxide  or  of 
atmospheric  air  which  had  been  entangled  in  the  lavas.  Some  were 
heavily  loaded  with  water  vapor,  which,  when  condensed  and  oxi- 
dized by  nitric  acid,  gave  a  solution  containing  hydrochloric  and 
sulphuric  acids,  the  former,  as  in  the  instances  previously  cited,  being 
largely  in  excess  of  the  latter.  Several  of  the  dried  gases  had  the 
composition  shown  in  the  subjoined  table. 

Analygei  of  volcanic  gates  from  Santorin. 

A.  Qas  taken  May  4, 1866,  firom  the  bottom  of  a  fissure  on  Nea  Kam&il.    Collected  over  sulphurous  water, 
at  temperature  56*. 

B.  CoUeoted  ICay  12, 1806,  at  the  foot  of  the  oone  Olorglos,  firom  a  small  fumarole  surrounded  by  crsrstals 
ofsolpfanr.    Temperature  87*. 

C.  like  B  and  near  It,  the  sulphur  jMUtly  orystallised  and  partly  fused.     Temperature  122*. 

D.  Oas  fIrom  periphery  of  eruptive  field,  Haroh,  1867. 

E.  OflsooUeotedneartheportofSt  QecrgeofNeaKaiii6ni,Maroh9, 1867. 


A 

B 

C 

D 

E 

H  J3 

trace 

95.37 

.49 

4.14 

0.42 

5.88 

18.99 

74.71 

0.90 
12.24 
16.41 
70.45 

COo 

none 
20.62 

79.38 

56.63 

a?  v; 

1.84 

nL '...- ::::,:::: 

41.41 

CH. 

.12 

100.00 

100.00 

100.00 

100.00 

100.00 

These  analyses  all  tell  the  same  story  as  that  given  by  the  Italian 
investigations;  carbon  dioxide  appears  as  the  volcanic  intensity  dies 
away;  only  at  Santorin  the  maximum  of  activity  is  represented  by 
hydrogen,  and  the  acid  products  were  less  completely  examined. 

For  other  volcanic  regions  the  data  relative  to  gaseous  exhalations 
are  not  so  complete.  Our  list  must  close  with  three  analyses  by 
H.  Moissan  *  of  gases  from  West  Indian  fumaroles,  which  are  inter- 
esting on  account  of  the  determinations  of  argon.  The  analyses  are 
as  follows: 


1  Compt  Rand.,  voL  135, 19Q2,  p.  1065;  voL  138, 190i,  p.  936.  For  details  relative  to  these  fumaroles  and 
other  Toloanlo  emanations,  see  the  monograph  hy  A.  Lacrolx,  La  Montague  Pelte  et  sea  Eruptions,  Paris, 
1904.  F.  Foaqu6,  Compt  Rend.,  vol.  66, 1868,  p.  915,  analyzed  gases  from  a  sabxuarlne  eruption  near  the 
Aiores.  H.  Qoroelx  (idem,  vol.  75, 1872,  pp.  154, 270;  vol.  78, 1874,  p.  1300)  examined  gases  from  Vesuvius, 
Santorin,  and  Nlsyroe;  gases  from  St  Paul  Island  were  studied  by  C.  Velain,  idem,  vol.  81, 1872,  p.  332. 
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Analyses  of  gases  from  West  Indian  fuifuxroUi, 

A.  From  a  ftunarole  on  Mont  PeMe,  Martinique.  Gas  collected  by  Lacrolx  after  the  great  eruption  of 
May,  1902.  Temperature  about  400*.  Gas  at  flnt  saturated  with  steam.  Around  this  yent  ammcmhim 
chloride  and  sulphur  were  dei)08ited. 

B.  From  the  Fumarole  du  Nord,  Guadeloupe. 

C.  From  the  Fumarole  Napoldon,  Guadeloupe. 

Gases  A  and  B,  previous  to  analysis,  were  both  satiunted  with  water. 


COa 15.  38 


CO. 
CH,. 

HCl. 
HaS. 


S,  vapor . 


1.60 

5.46 

8.12 

13.67 

54.94 

.71 

trace 


trace 


52.8 
none 
none 
none 

7.5 
36.07 
.73 
trace 

2.7 
trace 


99.88       99.80 


69.5 
none 
none 
none 

2.7 
22.32 
.68 
none 

4.5 
trace 


99.70 


Here  the  recent  gas  is  noticeably  charged  with  combustible  sub- 
stances, the  lower  activity  of  Guadeloupe  being  shown  by  their 
absence  and  by  the  larger  quantities  of  carbon  dioxide.  Carbon  mo- 
noxide appears  in  the  Mont  Pel6e  emanation,  which  emphasizes  the 
observations  made  by  W.  libbey  ^  on  Kilauea.  He,  by  spectroscopic 
study  of  the  volcanic  flames,  found  that  hydrogen,  carbon  monoxide, 
and  hydrocarbons  were  probably  present.  Hydrogen  had  been  simi- 
larly observed  by  J.  Janssen'  much  earlier — namely,  in  volcanic 
flames  at  Santorin  in  1867,  and  at  Kilauea  in  1883.  The  spectral  lines 
of  sodium,  copper,  chlorine,  and  carbon  compounds  were  also  seen. 

SXJBIiIMATES. 

It  has  already  been  remarked  that  the  gases  issuing  from  a  volcano 
are  often  if  not  always  accompanied  by  substances  which  are  gaseous 
only  at  high  temperatures,  and  are  deposited,  upon  cooling,  in  solid 
form.  These  sublimates,  as  they  are  called,  are  of  maay  different 
kinds,  and  it  is  sometimes  diflBcult  to  determine  whether  a  given 
example  is  a  true  sublimation  or  is  produced  by  secondary  changes. 
To  discriminate  between  the  products  of  direct  condensation  from 
vapor  and  substances  due  to  the  action  of  the  gases  upon  lava  is  not 
always  easy.  Some  of  the  so-called  sublimates  are  nonexistent  at 
high  temperatures,  and  are  formed  only  upon  cooling;*  others  result 
from  decompositions  of  volatile  matter;  and  still  others  are  generated 
by  reactions  between  different  gases.     For  example,  sulphur  may  be 

»  Am.  Jour.  Sci.,  3d  ser.,  vol.  47, 1894,  p.  372. 

sCompt  Rend.,  vol.  64, 1867,  p.  1303;  vol.  97, 1883,  p.  601. 

<  For  example,  ammonium  chloride,  which  when  vaporised  Is  dissociated  into  NHt+HCL 
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directly  sublimed;  it  may  be  fonxied  by  the  decomposition  of  hydro- 
gen sulphide;  or  by  the  partial  oxidation  of  that  compound;  and  it  is 
precipitated  from  mixtures  of  hydrogen  sulphide  and  sulphur  dioxide, 
two  compounds  which  can  not  exist  together.  When  they  are  com- 
nungled,  sulphur  is  set  free.  By  either  of  these  processes  volcanic 
sulphur  can  be  deposited;  but  only  the  first  is  strictly  a  sublimation; 
that  is,  the  volatilization  and  recondensation  of  a  substance  without 
chemical  change.  It  is  perhaps  permissible,  however,  to  use  the  term 
sublimate  a  little  more  loosely,  for  rigidly  accurate  discrimination  is 
not  practicable  in  the  present  instance.  Any  solid,  then,  depos- 
ited by  or  from  volcanic  gases,  may  be  regarded  conventionally  as  a 
sublimate.^ 

The  most  conspicuous  of  all  the  volcanic  sublimation  products  is 
undoubtedly  native  sulphur.  It  is  found  in  or  near  all  active  volcanic 
craters,  and  it  often  contains  appreciable  quantities  of  selenium,  as 
in  the  well-known  selensulphur  of  the  Lipari  Islands.  TeDurium  has 
been  found  in  Japanese  sulphur,'  to  the  extent  of  0.17  per  cent;  and 
A.  Cossa  ^  reports  it  as  present  in  some  of  the  soluble  salts  which  are 
formed  stalactitically  in  the  crater  of  Vulcano.  The  last-named 
locality  has  been  studied  with  more  than  ordinary  thoroughness,  and 
among  its  fumarole  deposits,  which  are  partly  sublimates  and  partly 
secondary  products,  A.  Bergeat  *  names  realgar,  boric  acid,  sodium 
chloride,  ammonium  chloride,*  ferric  chloride,  glauberite,  lithium 
sulphate,  sodium  sulphate,  alum,*  hieratite,'  and  compounds  of  cobalt, 
zinc,  tin,  bismuth,  lead,  copper,  and  phosphorus.  The  chlorides 
named  in  this  list  are  commonly  found  in  volcanic  craters,  and  the 
chlorides  of  potassium,  calcium,  magnesium,  ferrous  iron,  manganese, 
lead,  and  aluminum  have  also  been  observed. 

At  Vesuvius  A.  Lacroix  •  found  lai^e  crystals  of  potassium  chlo- 
ride and  other  crystals  consisting  of  a  double  chloride  of  potassium 
and  manganese.  Mixed  chlorides  of  sodium  and  potassium  are 
reported  by  E.  Casoria  •  and  G.  Freda.*^    These  salts,  however,  are 

X  On  the  oonditions  under  which  different  modifications  of  sulphur  are  deposited  around  volcanoes 
see  A.  Brun,  Chem.  Zeitung,  No.  15, 1909.  Brun  holds  that  the  HsS,S0i  reaction  does  not  take  place  in 
soUstaras. 

s  E.  Divers  and  T.  Shimldzu,  Chem.  News,  vol.  48, 1883,  p.  284. 

•  Zeltschr.  anorg.  Chemie,  vol.  17, 1896,  p.  205. 

« Die  AeoUsohen  Insehi:  Abhandl.  ICatiL-phys.  Classe,  K.  bayer.  Akad.,  vcri.  20,  Abth.  1, 1899,  p.  193. 
»  Containing,  according  to  Deville  and  Leblanc  (Annales  chlm.  phys.,  3d  ser.,  voL  52, 1868,  p.  5),  also 
iodide. 

•  Potash  alum,  oontatolng  osBsium,  rubidium,  and  thallium.  A.  Cossa,  Atti  Aeoad.  Linoel,  1878,  pt  2, 
p.  34. 

7  Potassium  silloofluoride,  KiSlFa.    A.  Cossa,  Compt.  Rend.,  vol.  04, 1882,  p.  457. 

B  Compt.  Rend.,  vol.  142, 1906,  p.  1249.  See  also  H.  J.  Johnston-Lavls,  Natuia,  Hay  31, 1900.  In  Bull. 
Soc.  Min.,  vol.  30, 1907,  p.  219.  Lacroix  has  described  the  minerals  of  the  Vesuvian  fumaroles  In  oonsid- 
erable  detail. 

•  Abstract  in  Zeltschr.  E:ryst  Min.,  vol.  41, 1906,  p.  276.   Casoria  found  motybdisiiusi,  btanuth,  t 
and  sine  In  Vesuvian  salts. 

w  Oazz.  chim.  ital.,  vol.  19, 1888,  p.  16. 
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interpreted  by  F.  Henrich  *  as  secondary,  formed  by  the  action  of 
moisture  and  hydrochloric  acid  on  the  alkaline  silicates  of  the 
heated  lavas.  From  ferric  chloride  the  rare  minerals  kremersite, 
KNH4FeCl5.H20,  and  erytlirosiderite,  KjFeClg,  are  derived,  and 
also  hematite;  while  copper  chloride  yields  the  oxide,  tenorite;  chlo- 
rothionite,  KaS04.CuClj;  dolerophanite,  Cu^SOg;  and  cyanochroite, 
K2Cu(S04)a.6H20;  with  some  hydrous  chlorides  and  oxychlorides. 
Even  manganese  is  found  in  the  mineral  chlormanganokalite, 
K^MnCl^,  discovered  by  H.  J.  Johnston-Lavis.'  The  simple  anhy- 
drous chlorides  are  the  true  sublimates;  the  other  compounds  are 
generated  from  them  by  secondary  reactions.  From  the  fluorine 
gases  we  get  hieratite,  ammonium  silicofluoride,  rarely  fluorspar, 
and  the  oxyfluoride  of  calcium  and  magnesium,  nocerite.  Most  of 
these  substances  were  first  described  from  Vesuvius,  and  we  owe  our 
knowledge  of  them  to  the  indefatigable  labors  of  A.  Scacchi,  who  has 
also  described  many  sulphates,  simple,  double,  or  basic,  which  are 
formed  by  the  action  of  solfataric  vapors  upon  the  surrounding  rocks. 
Similar  sulphates,  of  sodium,  potassium,  calcium,  magnesium,  and 
aluminum,  were  found  by  A.  Lacroix  *  among  the  fumarole  products 
of  Mont  Pel6e.  Sodium  carbonate  is  also  produced  in  a  secondary 
way.  Silver  was  discovered  by  J.  W.  Mallet  *  in  volcanic  ash  from 
Cotopaxi  and  Tunguragua;  and  it  is  quite  probable  that  this  metal, 
which  volatilizes  readily,  was  ejected  as  vapor.  Silver  begins  to 
vaporize  not  much  above  its  melting  point;  and  at  the  temperature 
of  the  oxyhydrogen  flame  it  can  be  distilled  easily.  Sulphides  have 
been  found  as  sublimation  products  at  Vesuvius,  formed  perhaps  by 
the  action  of  hydrogen  sulphide  upon  volatilized  metallic  chlorides. 
A.  Lacroix  ^  and  F.  Zambonini  ®  both  report  galena  among  the  sub- 
stances produced  during  the  eruption  of  April,  1906,  and  Lacroix 
mentions  pyrite  and  pyrrhotite  also. 

The  ammonium  salts  found  in  volcanic  emanations  were  partially 
considered  in  the  preceding  pages.  They  are  very  common,  but  their 
significance  has  been  variously  interpreted.  Some  writers  have 
argued  that  their  nitrogen  is  derived  from  organic  matter,  such  as 
vegetation,  with  which  the  flowing  lava  has  come  into  contact — an 
opinion  which  is  not  well  sustained.  O.  Silvestri,^  in  1875,  found 
silvery  incrustations  of  an  iron  nitride,  FcjNj,  on  an  Etna  lava,  and 

I  Zeitachr.  angew.  Chemie,  vol.  19, 1906,  p.  3^;  voL  20, 1907,  p.  179. 
s  MIn.  Mag.,  vol.  15, 190S,  p.  54. 

*  Bull.  Soc  mln.,  voL  28, 1905,  p.  60.  Lracroiz  (Compt  Rend.,  vol.  144, 1907,  p.  1397)  has  recently  cUs- 
ooveied  a  double  sulphate  of  potassium  and  lead  among  the  fumarole  products  of  Vesuvius.  This  new 
mineral  is  named  palmlerite. 

«  Proc.  Roy.  Soc.,  vol.  42, 1887,  p.  1;  voL  47, 188^^,  p.  277. 

•  Compt.  Rend.,  vol.  143, 1906,  p.  727. 

•Idem,  p.  921.  In  Zamboninl's  great  nonograph,  Mineralogia  Vesuviana, published  by  the  Naples 
Academy  in  1910,  full  details  are  given  of  each  species  found  at  Vesuvius,  together  with  thorough  biblio- 
graphic referanoes. 

Y  Oass.  chim.  ital.,  vol.  5,  p.  301, 1875;  Pogg.  Annalen,  vol.  157,  p.  165, 1876. 
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conducted  a  series  of  experiments  to  determine  its  oriigin.  Fragments 
of  lava  were  first  heated  in  gaseous  hydrochloric  acid,  when  water 
was  expelled,  silica  was  hberated,  and  chlorides  of  iron  were  formed. 
Subsequent  heating  of  the  mass  in  a  stream  of  ammonia  formed  hy- 
drochloric acid  again,  together  with  ammonium  chloride,  hydrogen, 
and  a  nitride  of  iron.*  Ammonium  chloride,  acting  on  lava  at  a  red 
heat,  gave  similar  products.  Ammonia  alone,  passed  over  heated 
lava,  was  decomposed,  yielding  a  gas  containing  90  per  cent  of  hydro- 
gen, while  a  large  part  of  its  nitrogen  was  absorbed. 

On  the  other  hand,  it  is  well  known  that  when  metallic  nitrides  are 
heated  in  steam,  anmionia  is  formed.  We  have,  therefore,  something 
Uke  a  group  of  reversible  reactions  to  deal  with,  not  strictly  reversible 
perhaps,  but  of  such  a  character  as  to  render  it  uncertam  which  com- 
pound, nitride  or  ammonia,  existed  first.  Either  substance  can  be 
generated  from  the  other.  J.  Stoklasa,^  however,  regards  it  as  possi- 
ble that  nitrides,  formed  deep  within  the  earth,  are  the  ixiitial  com- 
pounds. At  all  events,  he  has  clearly  shown  that  the  nitrogen  of  lava 
is  an  original  constituent,  and  not  of  oi^anic  origm.  In  all  of  the 
lavas  ejected  by  Vesuvius  during  the  eruption  of  1906  ammonium 
compounds  were  found,  the  largest  amount,  300  milligrams  of  NH, 
per  kilogram,  being  extracted  from  an  olivine  bomb.  The  water- 
soluble  portion  of  the  lapiUi  contained  33  per  cent  of  ammonium 
chloride.  Organic  contamination,  in  the  samples  of  lava  examined, 
was  impossible.  An  alternative  hypothesis,  framed  to  account  for 
the  volcanic  ammonia,  is  that  of  O.  Rosenbach,'  who  ai^es  that  it 
may  be  generated  by  reactions  between  atmospheric  nitrogen  and  hot 
lava,  in  presence  of  moisture  and  hydrochloric  acid.  This  suggestion 
is  supported  by  very  httle  evidence  and  needs  experimental  verificar 
tion. 

It  is  difficult  to  assign  any  limit  to  the  possibilities  of  sublimation 
within  the  vent  of  an  active  volcano.  Given  a  temperature  sufficiently 
high,  and  almost  any  mineral  matter  may  be  volatilized  or  decom- 
posed into  volatile  constituents.  In  the  electric  furnace,  H.  Moissan  * 
has  vaporized  alumina,  lime,  magnesia,  silica,  zirconia,  and  titanic 
oxide,  and  these  substances  are  all  found  in  volcanic  Tocks.  The  ox- 
ides of  the  iron  group  are  more  stable,  and  fuse  but  do  not  seem  to  dis- 
till. According  to  these  observations,  alumina  volatihzes  most  easily, 
lime  quite  easily,  and  magnesia  with  less  facility.  P.  Schtitzen- 
berger*  has  observed  that  silica  gradually  loses  weight  in  a  good  wind 
furnace,  whose  temperature  is  far  below  that  of  the  electric  arc;  and 

1  Ber.  Deatsch.  chem.  Oesell.,  vol.  39,  p.  3880, 1906;  Chem.  Z«itiiiig,  -vol.  30,  p.  740, 1906;  Centralbl.  Min., 
Geol.u.  Pal.,  1907,  p.  161.  See  also  R.  V.  Matteuocl,  Centralbl.  Min.,  Oeol.  u.  Pal.,  1901,  p.  45, on  ammonium 
chloride  in  the  crater  of  Vesavius. 

>Natur.Wocfaen8chr.,Tol.21,p.740,1906.  ^ 

*  Le  ftHir  filectrique,  pp.  83-40,  Paris,  1897.    See  also  Compt.  Rend.,  vol.  116, 1803,  p.  1223. 

« Compt.  Rend.i  vol.  116, 1898|  p.  1230. 
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E.  Cramer  *  has  completely  vaporized  rock  crystal  under  similar  con- 
ditions. Cramer  used  a  Deville  furnace,  with  gas  carbon  or  retort 
graphite  for  fuel,  with  a  blast  of  air;  and  in  one  experiment  4.517 
grams  of  quartz  were  evaporated.  At  the  temperature  of  melting 
cast  iron,  quartz  was  stable  and  lost  no  weight;  although  Moissan  ^ 
has  observed  that  at  1,200^  silica  appears  to  have  an  appreciable 
tension.  According  to  A.  L.  Day  and  E.  S.  Shepherd,'  quartz  vapor- 
izes rapidly  in  air  at  about  the  temperature  of  melting  platinum. 
Silica,  then,  is  volatile  at  temperatures  which  are  probably  reached 
or  exceeded  within  the  volcanic  reservoirs;  and  it  may  appear  among 
the  products  of  sublimation.  In  fact,  quartz,  tridymite,  and  various 
silicates  have  been  repeatedly  observed  in  lavas  under  conditions 
which  indicated  an  origin  of  this  kind.  A.  Scacchi,^  for  example, 
reports  leucite,  augite,  hornblende,  mica,  sodalite,  microsommite, 
cavolinite,  garnet,  and  possibly  sanidine  and  vesuvianite  as  formed 
by  sublimation  at  Vesuvius.  Furthermore,  experiments  recently 
conducted  by  A.  L.  Day  and  E.  T.  Allen  in  the  laboratory  of  the 
United  States  Geological  Survey  have  shown  that  feldspars  can  be 
easily  sublimed  at  the  temperature  of  the  electric  arc,  a  temperature 
which  is  in  the  neighborhood  of  3,700°  C*  The  actual  temperature 
at  which  the  volatiUty  of  silicates  begins  is  yet  to  be  ascertained; 
but  it  is  certainly  lower  than  that  employed  in  Day  and  Allen's 
experiments.  It  may  faU  within  the  range  of  volcanic  tempera- 
tures; and  in  that  case  sublimation  can  be  supposed  to  play  an  appre- 
ciable part  among  the  phenomena  of  eruptions/  If  the  more  vola- 
tile substances  accumulate  in  the  upper  portions  of  a  reservoir,  they 
would  appear  among  the  first  ejectamenta;  and  the  difference 
between  the  earlier  and  later  outflows  of  an  eruption  would  be  partly 
accounted  for.  Whether  this  factor  in  the  eruptive  process  is  rela- 
tively small  or  large  can  not  be  determined  at  present.  It  probably 
exists,  and  it  may  be  important;  but  no  more  definite  conclusion  can 
be  drawn  from  the  established  evidence. 

OCCCTTDED    GASESo 

Although  we  can  not  determine  with  absolute  certainty  the  origin 
of  volcanic  gases,  the  subject  is  not  entirely  unsuited  to  scientific  dis- 
cussion.   Some  evidence  exists,  and  from  it  some  conclusions  may  be 

>  Zeltachr.  uigew.  Chemie,  1802,  p.  484. 
s  CompL  Rend.,  vol.  138, 1904,  p.  243. 

>  Science,  vol.  23, 1006,  p.  670. 

*  Zeltacbr.  Deottoh.  geol.  Qesell.,  vol.  24, 1872,  p.  403.  Condensed  fix>m  the  Italian  original  by  J.  Roth. 
See  also  O.  vom  Rath,  Neuee  Jahrb.,  1866,  p.  824,  on  augite  as  a  fumarole  product.  H.  Traube  (Centralbl. 
Min.,  Oeol.  a.  Pal.,  1001,  p.  679)  has  desoribed  the  artUloiid  ■pl^oduction  or  minerals  by  sublimation. 

•3,000*  to  4,000*  absolute.  See  C.  W.  Waidner  and  O.  X.  Burgess,  Bull.  Bureau  of  Standards,  vol.  1, 
1004,  p.  100. 

>  J.  Joly  (Proc.  Roy.  Irish  Aoad.,  3d  ser.,  vol.  2, 1801,  p.  38)  mentions  the  sublimation  of  enstatlte  at  the 
highest  temperatons  observed  on  the  platinum  ribbon  of  his  meldometer.  In  this  case  the  temperature 
could  not  have  exceeded  1,700*.  Some  of  the  so-called  sublimed  silicates  of  volcanoes,  however,  may  not 
be  true  sublimates  at  aU,  but  products  of  reactions  between  silica  and  volatile  chlorides  or  fluorides.  Such 
reactiocs  are  more  than  probable. 
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legitimately  drawn.  It  has  long  been  known  that  nearly  if  not  quite 
aU  rocks,  upon  heating  to  redness^  give  oS  large  quantities  of  gas — a 
fact  which  was  noted  by  Priestley  as  early  as  1781.^  In  recent  years 
these  gases  have  been  elaborately  studied,  and  from  two  points  of 
view.  At  first  they  were  thought  to  be  occluded  in  the  rocks;  and, 
indeed,  inclosures  of  carbon  dioxide  are  not  rare;  but  latterly  it  has 
been  shown  that  igneous  action  may  generate  them  from  the  solid 
minerals  themselves.  Let  us  first  assemble  the  daU?  and  then  con- 
sider their  significance. 

That  quartz  and  other  crystalline  minerals  often  contain  cavities 
filled  with  carbon  dioxide  is  well  known,  and  inclusions  of  this  order 
have  been  studied  by  several  competent  authorities.'  Hawes  and 
Wright  examined  the  remarkable  smoky  quartz  from  Branchville, 
Connecticut,  which  contains  so  many  inclusions,  of  gas  that  it  explodes 
almost  like  a  percussion  cap  when  struck  with  a  hammer.  In  this 
case  the  gas,  as  analyzed  by  Wright,  gave  98.33  per  cent  of  CX)„ 
with  1.67  per  cent  of  nitrogen,  and  traces  of  hydrogen  sulphide,  sul- 
phur dioxide,  anunooia,  a  fluorine  compound,  and  possibly  cbJbnne. 
Much  water  was  also  present  with  the  gaseous  inclusionfi.  In  other 
minerals  other  gases  are  sometimes  found  in  nobble  quantities,  as, 
for  example,  hydrogen  sulphide  in  a  Canadian  calcite,^  and  marsh 
gas,  which  Bunsen*  extracted  from  the  rock  salt  of  Wielieczka.  In 
the  latter  instance  the  inclosed  gases  contained  84.60  per  cent  of 
methane,  10.35  per  cent  of  nitrogen,  and  small  quantities  of  oxygen 
and  carbon  dioxide.  These  minerals,  however,  are  not  volcanic,  and 
they  are  cited  here  merely  to  show  that  gaseous  incluaiona  are  not 
unusual.  The  observations  of  W.  Ramsay  and  M.  W.  Travera  *  are 
also  interesting,  for  in  zircon  they  found  both  argon  and  helium,  and 
the  latter  gas  was  yielded  by  a  number  of  other  rare-earth  minerals 
and  also  uraninite,  all  obtained  from  pegmatite  veins. 

In  1876,  in  the  course  of  his  investigations  upon  the  gases  evolved 
from  meteorites,  A.  W.  Wright "  found  that  a  specimen  of  trap,  heated 
to  redness,  gave  off  three-fourths  of  its  volume  of  gas,  which  con- 
tained 13  per  cent  of  carbon  dioxide,  the  remainder  being  chiefly 
hydrogen.  In  1896  W.  A.  Tilden  ^  made  a  similar  observation  upon 
the  red  Peterhead  granite.    This  rock  gave  off  2.61  times  its  vohime 

1  See  his  letters  to  Josiah  Wedgwood,  in  Scientific  correspondence  of  Joseph  Priestley,  edited  hy  H. 
Carrington  Bolton,  New  York,  IS92,  privately  published. 

i  See  especially  W.N.  Hartley,  Jour.  Chem.  Soc.,  vol.  29, 1876,  p.  137;  vol.  80, 1870,  p.  237.  €1.  W.  Hawes, 
Am.  Jour.  Sci.,  3d  ser.,  vol.  21, 1S81,  p.  208.    A.  W.  Wright,  Idem,  p.  209. 

I  See  B.  J.  Harrington,  Am.  Jour.  Sci.,  4th  ser.,  vol.  19, 1905,  p.  345. 

«  Annates  chim.  phys.,  3d  ser.,  vol.  38, 1853,  p.  209. 

*  Proc.  Roy.  Soc. ,  vol.  60, 1890-07,  p.  442.  Argon  and  helium  have  also  been  found  in  malaoone,  a  variety 
of  Biicon.  by  E.  S.  Kltchin  and  W.  Q.  Wintenon  (Jour.  Chem.  Soc.,  vol.  80, 1900,  p.  ISBB).  Many  of  the 
rare-earth  minerals,  according  to  H.  Erdmann  (Ber.  Deutsch.  chem.  Qesell,  vol.  29, 1890,  p.  1710),  contain 
small  quantities  of  nitrogen. 

•  Am.  Jour.  Sci.,  3d  ser.,  vol.  12, 1876,  p.  171. 
T  Fnc,  Roy.  Soo..  vol.  69, 1895-06,  p.  223. 
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of  gases,  containiiig  24.8  per  cent  of  CO,  and  75.2  per  cent  of  hydro- 
gen. A  year  later  *  Tilden  published  the  results  of  his  experiments 
upon  a  considerable  number  of  rocks  and  minerals,  24  examples  in  all. 
For  most  of  these  only  partial  analyses  were  made,  but  in  five  cases 
the  gases  evolved  were  more  completely  examined.  The  data  are  as 
follows  for  the  percentage  composition  of  the  gases  and  for  the  vol- 
ume obtained  from  a  unit  volume  of  rock: 

Volume  and  composition  of  gases  evolved  from  rocks. 


Rock. 


Granite 

Gabbro 

Pyroxene  gneiss. . 
Ck>rundum  gneiss 
Basalt 


Volume 
of  gas. 


2.8 
6.4 
7.3 
17.8 
8.0 


Composition  of  g 


C0«. 


23.60 
5.50 
77.72 
31.62 
32.08 


CO. 


6.45 
2.16 
8.06 
5.36 
20.08 


cm. 


3.02 

2.03 

.56 

.51 

10.00 


Ns. 


5.13 
1.90 
1.16 
.56 
1.61 


Hs. 


61.68 
88.42 
12.49 
61.93 
36.15 


Even  such  a  mineral  as  beryl  gave  off  6.7  volumes  of  gas,  in  which 
hydrogen  largely  predominated.  The  gases  appeared  to  Tilden  to  be 
wholly  inclosed  in  very  minute  cavities,  so  small  that  Uttle  was  lost 
when  the  rocks  were  reduced  to  powder.  Their  extraction  was 
effected  by  the  usual  process  of  heating  the  pulverized  material  in 
vacuo. 

In  1898  M.  W.  Travers  *  described  a  series  of  experiments  upon  the 
extraction  of  gases  from  various  minerals  and  rocks,  which  led 
to  results  resembling  those  obtained  by  Tilden.  The  conclusions 
reached,  however,  were  quite  different;  for  Travers  was  able  to  show 
that  in  some  cases  at  least  the  gases  were  not  occluded,  but  were 
derived  from  the  interaction  of  nongaseous  substances.  Chlorite, 
serpentine,  gabbro,  mica,  talc,  feldspar,  and  glauconite  were  studied, 
and  in  each  instance  the  hydrogen  and  carbon  monoxide  that  were 
evolved  by  heating  the  mineral  in  vacuo  were  quantitatively  related 
to  the  ferrous  oxide  and  water  which  the  specimen  contained.  The 
inference  is  that  these  gases  were  generated  by  a  reaction  between  the 
ferrous  salts,  the  carbon  dioxide,  and  the  water  of  the  original  sili- 
cates. Unfortunately,  Traverses  conclusions  can  not  be  directly 
appUed  to  Tilden's  work,  for  the  latter  gave  no  analyses  of  the  rocks 
themselves.  It  is  noticeable,  however,  that  the  largest  evolution  of 
gas  cited  in  Tilden's  series  was  that  from  the  corundum  gneiss  of 
Seringapatam,  and  not  from  the  presumably  more  highly  ferruginous 
pyroxene  gneiss  and  basalt.  The  yield  of  gas  from  beryl  was  also 
very  considerable,  a  fact  which  Traverses  observations  do  not  explain. 
That  molten  glass  absorbs  combustible  gases,  probably  hydrogen,  was 

1  Chem.  News,  vol.  75, 1897,  p.  lOB.    Proo.  Roy.  Soc.,  vol.  60, 1806-07,  p.  453. 
s  Proc.  Roy.  Soc.,  vol.  64, 1808-09,  p.  130. 
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observed  by  H.  Sainte-Gaire  Deville  and  L.  Troost.*  The  absorbed 
gas  is  largely  given  out  on  cooling,  in  the  form  of  bubbles.  Even 
solid  glass,  at  200^  and  under  a  pressure  of  200  atmospheres,  has  been 
found  by  J.  B.  Hannay'  to  absorb  oxygen  and  carbon  dioxide. 
When  the  charged  glass  is  cooled  under  pressure  the  gases  are 
retained,  but  on  quick  heating  to  the  softening  point  they  are  expelled 
with  almost  explosive  violence,  driving  the  glass  into  foam.  By  slow 
heating  to  300®  most  of  the  dissolved  gas  can  be  quietly  discharged. 
The  investigations  of  A.  Gautier  *  led  to  the  same  conclusion  as 
that  reached  by  Travers,  but  the  work  was  more  extended  and  various 
methods  of  attack  were  employed.  Two  samples  of  the  same  granite, 
collected  at  different  times  and  heated  to  100®  in  vacuo  with  sirupy 
phosphoric  acid,  gave  off  the  following  gases,  measured  in  cubic  cen- 
timeters per  kilogram  of  rock : 

Gnses  evolved  by  granite  in  vacuo  at  100^. 


HClandSiF4.... 

HjS 

COj 

Hydrocarbons. . . 

H, 

N,  (rich  in  argon) 


On  heating  the  same  rock  to  300®  with  water  alone 
evolved  as  follows,  in  cubic  centimeters  per  kilogram: 

GoMS  evolved  by  granite  heated  to  300°  with  water.    « 


gases  were 


A 

B 

HjS 

1.3 

7.2 

46.0 

.3 

1.0 

CO, 

6.3 

H- 

14.6 

N,:...:. 

5.9 

Hence  it  is  clear  that  the  action  of  water  alone  on  an  igneous  rock 
moderately  heated  tends  to  develop  gases  closely  similar  in  character 
to  those  which  are  emitted  by  active  volcanoes.  Heated  to  redness, 
in  vacuo,  powdered  rocks  emit  much  more  gas,  and  the  volcanic 
phenomena  are  imitated  even  more  closely.     In  the  subjoined  table 

>  Compt.  Bend.,  yoI.  67, 1863,  p.  966. 

s  Chem.  News,  yoI.  44, 1881,  p.  3.  A.  A.  Campbell  Swinton  (Chem.  News,  vol.  06, 1907,  p.  134)  has  also 
shown  that  gases  are  oodaded  by  the  glass  walls  of  vacuum  tubes.  Banis's  work  on  the  absorption  of  water 
bj  giasB  is  considered  in  Chapter  IX. 

•Compt.  Rend.,  yoL  131, 1900,  p.  647;  yoL  132, 1901,  pp.  68, 189;  vol.  136, 1903,  p.  16.  Annales  chim. 
phys.,  7th  ser.,  vol.  22,  p.  97, 1901. 
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A,  By  and  C  are  analyses  of  gases  thus  extracted  from  the  granite 
of  Vire;  D  represents  a  granitoid  porphyiy,  E  an  ophite,  and  F  Iher- 
zolite.  The  percentages  by  volume  are  given,  and  the 'volume  of 
gas,  reduced  to  0*^  and  760  millimeters,  yielded  by  1  kilogram  of 
rock. 

Arudyses  of  gtu  evolved  from  powdered  rocks  heated  to  rednees. 


A 

B 

0 

D 

E 

F 

COa 

14.80 

trace 

4.93 

2.24 

77.30 

.83 

8.98 
1.71 
5.12 
1.09 
82.80 
.42 

14.42 

.69 

5.50 

1.99 

76.80 

.40 

59.25 
none 
4.20 
2.53 
31.09 
2.10 

36.71 

.45 

4.85 

1.99 

56.29 

.68 

78.35 

HJ3      

11.85 

^;::;::;:::::::::;::;:::;: 

1.99 

CH. 

.01 

H,.:..: 

7.34 

N«  (with  arson) 

trace 

Volume  of  gas,  cubic  centi- 
meters  

100.10 
2,709 

100.12 
4,209 

99.80 
2,570 

99.17 
2,846 

99.97 

2,517 

99.54 
5,450 

Before  heating,  these  rocks  were  dried  at  250°  to  300°  to  remove 
hygroscopic  moisture.  The  volume  of  gas  extracted  from  one  volume 
of  rock  amounted  to  6.7  from  the  granite,  7.6  from  the  porphyry,  7.6 
from  the  ophite,  and  15.7  from  the  Iherzolite.  The  granite,  it  will  be 
seen,  gives  the  smallest  evolution  of  gas  per  volume  of  material,  but 
it  is  by  far  the  richest  in  hydrogen.  Even  in  this  case,  according  to 
Gautier,  a  cubic  decimeter  of  granite  at  1,000°  would  give,  calculated 
for  that  temperatiffe,  about  20  liters  of  mixed  gases  and  89  liters  of 
steam — more  than  one  hundred  times  its  initial  volume. 

In  order  to  prove  that  the  gases  are  not  simply  inclosed  in  the 
rocks,  Gautier  extended  his  experiments  along  several  lines.  First, 
he  argued,  inclosed  gases  should  not  vary  in  composition  during  the 
process  of  extraction,  whereas  gases  generated  by  heat  might  do  so. 
The  latter  condition  held  in  the  case  of  granite  when  two  fractions  of 
the  gas  were  examined  separately.     The  analyses  are  as  follows: 


Analyses  of  gas  evol 

vedfrom  granite. 

First 
third. 

Last  two 
thlida. 

CO 

20.19 

1.28 

.57 

2.04 

75.54 

.30 

6.13 

hJ 

.41 

1.02 

CH. 

.80 

H^ .  :v;: 

9L64 

n" : •^^;;^;^;^^;^;^^^^-;-^;^-^-   ■•••••■••   ••••-•-- 

30 

99.92 

100.30 

A  similar  variation  was  exhibited  during  the  evolution  of  gas  from 
ophite. 
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In  his  third  memoir  Gftutier  showed  that  ferrous  silicates  heated 
to  redness  in  a  current  of  steam  yield  a  gas  containing  65  per  cent 
of  hydrogen.  Therefore  the  water  of  constitution  in  a  rock,  acting 
on  the  compounds  of  iron  therein  contained,  can  give  the  same 
reaction.  To  test  this  conclusion  still  further,  Gautier  heated  150 
grams  of  dried  and  powdered  ophite  to  redness  in  vacuo  and  obtained 
2.25  grams  of  water  and  371  cubic  centimeters  of  gas,  contain- 
ing 202  cubic  centimeters  of  hydrogen  and  122  cubic  centimeters 
of  carbon  dioxide.  After  the  evolution  of  gas  had  ceased,  the  mate- 
rial was  allowed  to  cool,  and  then  reheated  in  a  current  of  steam 
carrying  a  little  carbonic  acid.  By  this  means  70  cubic  centimeters 
of  gas  were  developed,  having,  after  the  removal  of  carbon  dioxide, 
the  subjoined  composition: 

CO 3.32 

CH;, 6.08 

Ha ., 36.20 

N„  etc 54. 20 

99.80 

This  gas  was  certainly  not  preexLstent  in  the  rock,  for  that  had  been 
previously  exhausted,  and  yet  it  was  pioderately  rich  in  hydrogen. 

Gautier's  conclusions  were,  in  the  main,  confirmed  by  K.  Hdttner.^ 
He,  too,  found  that  the  gases  in  question  are  generated  by  reactions 
brought  about  by  heat  within  the  rock;  only,  instead  of  regarding 
the  CO  as  derived  from  the  action  of  CO,  on  ferrous  silicates,  he 
showed  that  it  can  be  produced  by  the  reducing  action  of  the  liberated 
hydrogen  upon  CO,.  Rocks  containing  more  or  less  water  were 
heated  in  a  stream  of  carbon  dioxide,  when  both  hydrogen  and  car- 
bon monoxide  were  given  off. 

That  such'  a  reduction  was  possible  had  long  been  known;  but 
Gautier,'  in  a  later  investigation,  studied  the  reaction  much  more 
thoroughly  and  found  that  it  was  reversible.  At  a  white  heat  the 
reaction  is  as  follows: 

CO,  +  3H,  =  CO  +  HaO  +  2H,. 

At  temperatures  between  1,200°  and  1,250°,  on  the  other  hand,  the 
equation  becomes — 

3C0  +  2H2O = 2CO3  +  2Ha + CO. 

In  another  series  of  experiments,  Gautier "  found  that  hydrogen, 
at  high  temperatures,  reduced  carbon  monoxide,  forming  carbon 

1  Zeltflchr.  anorg.  Chemle,  vol.  48, 1906,  p.  8. 

s  Compt.  Rend.,  voU  142, 1906,  p.  1382;  Bull.  Soo.  chim.,  3d  ser.,  vol.  35,  1906,  p.  929.    Oautier  gives 
references  to  earlier  literature.    See  also  O.  Boudouard,  Bull.  80c  chim.«  3d  ser.,  vol.  25, 1901. 
•  Compt.  Bend.,  voL  150, 1910,  p.  1564. 
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dioxide,  water,  and  either  free  carbon  or  methane.^  At  900^  to 
1,000°  the  reaction  appeared  to  be — 

4CO  +  2Ha  =  2HaO+CO,+3C. 

Between  1,200°  and  1,220°  it  waa— 

4C0  +  8H^  =  2H,0 + CO, + SCU,. 

From  these  reactions,  which  seem  to  be  contradictory  but  which 
depend  upon  varying  conditions  of  temperature  and  concentration, 
the  coexistence  of  water  vapor,  hydrogen,  and  both  oxides  of  car- 
bon in  volcanic  emanations  becomes  intelligible.  When  water  emit- 
ted by  heated  rocks  mingles  with  carbon  dioxide  from  any  source 
whatever,  within  the  vent  of  a  volcano,  any  of  these  reactions  may 
take  place,  and  mixed  gases,  which  sometimes  contain  traces  of 
formic  acid,  are  generated.  This  mixture  is  a  powerful  reducing 
agent,  which  acts  upon  the  iron  silicates  in  an  opposite  direction  to 
that  of  the  oxidizing  vapor  of  water.  Either  oxidation  or  reduction 
is  therefore  possible,  according  to  the  preponderance  of  one  constitu- 
ent or  another  among  the  volcanic  gases. 

Going  further,  Gautier  *  investigated  the  reactions  between  steam 
and  the  metallic  sulphides.  At  incipient  redness  steam  changes 
the  iron  sulphide,  FeS,  into  magnetite,  FcjO^,  with  formation  of  free 
hydrogen  and  hydrogen  sulphide.  Galena,  in  a  current  of  super- 
heated steam,  was  partly  sublimed  and  recrystallized  as  such  *  and 
partly  decomposed  into  metallic  lead  and  free  sulphur.  A  little  sul- 
phate of  lead  was  formed  at  the  same  time.  With  cuprous  sulphide, 
under  like  conditions,  copper  was  liberated  and  a  mixture  of  hydro- 
gen with  sulphur  dioxide  was  formed.  The  same  gaseous  mixture 
was  also  generated  by  the  action  of  steam  upon  hydrogen  sulphide. 
From  these  facts  Gautier  infers  that  the  sulphur  dioxide  of  volcanoes 
is  produced  by  the  reduction  of  sulphides,  followed  by  the  oxidation 
of  the  hydrogen  sulphide  so  liberated.  This  oxidation  can  be  brought 
about,  as  Gautier  *  has  shown,  by  reactions  between  metallic  oxides 
and  hydrogen  sulphide,  a  reversion  of  some  of  the  other  reactions 
studied.  At  a  red  heat  steam  reduces  ferrous  sulphide,  forming  mag- 
netite. At  a  white  heat  hydrogen  sulphide  reconverts  magnetite  into 
FeS,  and  a  mixture  of  sulphur  dioxide  with  hydrogen  is  generated. 
Hydrogen  sulphide  may  also  react  with  carbon  dioxide  to  form  car- 
bonyl  sulphide,  (X)S,  and  water.  In  short,  Gautier  has  shown  that  a 
large  number  of  reactions  are  possible,  starting  only  with  water,  car- 
bon dioxide,  and  the  solid  constituents  of  lavas.    Many  of  these  reac- 

*■  Sir  B.  C.  Brodie  (Proc  Roy.  800.,  voL  21, 1873,  p.  245)  obo  obtained  methane  by  the  action  of  eleo- 
trio  dlichaigea  upon  a  mixtore  of  CO  and  Hs.    The  reaction  soggeeted  is  C0+3Hs— CH^+HsO. 
i  Compt.  Rend.,  vol.  142,  IWt,  p.  1465;  Bull.  Soc.  chim.,  8d  aer.,  vol.  36, 1906,  p.  934. 
•  This  recalls  the  existence,  already  mentioned,  of  galena  as  one  of  the  VesoTian  sablimates. 
«a»iipt.  Rend.,  vol.  143, 1906,  p.  7;  Bull.  Soc.  chlm.,  3d  ser..  vol.  36, 1906,  p.  930. 
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tions  are  reversible,  and  they  give  rise  to  nearly  all  the  gaseous  mix- 
tures which  appear  in  volcanic  emanations.  The  nitrogen  of  the  vol- 
canic gases  Oautier,  like  several  other  authorities,  attributes  to  the 
presence  of  nitrides  in  the  lava. 

In  a  more  general  memoir  Gautier^  has  summed  up  his  views 
upon  the  chemistry- of  volcanism.  The  phenomena,  he  thinks,  are 
due  to  Assuring  and  subsidence  in  the  crust  of  the  earth,  whereby 
masses  of  crystalline  rocks  are  lowered  into  the  heated  region.  Gases 
are  then  developed,  in  accordance  with  the  reactions  that  he  has 
established,  under  enormous  pressures  and  in  immense  quantities. 
To  illustrate  the  magnitude  of  the  phenomena  to  which  the  reactions 
may  give  rise,  Gautier  in  one  of  his  earlier  papers  shows  that  a«  cubic 
kilometer  of  granite  would  yield  26,400,000  metric  tons  of  water  and 
6,293,000,000  cubic  meters  of  hydrogen,  measured  at  ordinary  temper- 
atures. That  amount  of  hydrogen,  burning,  would  give  4,266,000 
tons  of  water,  making  nearly  31,000,000  tons  in  all,  or  as  much  as 
passes  Paris  in  the  Seine  during  an  average  flow  of  twelve  hours. 
We  can  therefore  account  for  the  evolution  of  volcanic  steam  and 
gases  by  the  action  of  heat  alone  without  involving  either  the  infiltra- 
tion of  sea  water  or  imknown  and  imaginary  sources  of  supply  deep 
within  the  bowels  of  the  earth.  Given  a  mechanical  source  of  heat 
and  rocks  of  ordinary  composition,  and  the  observed  chemical 
phenomena  will  follow.  Gautier,  however,  goes  further  than  the 
experimental  data  warrant.  He  supposes  that  the  nucleus  of  the 
earth  consists  largely  of  iron,  containing  hydrogen  and  carbon 
monoxide  in  solution.  He  also  assumes  the  existence  of  metallic 
carbides,  from  which  CO  and  hydrocarbons  may  be  generated. 
Sodixun  chloride,  moreover,  he  regards  as  nuclear;  and  upon  supposi- 
tions of  this  sort  he  builds  up  an  elaborate  argument,  of  which  the 
soimdness  is  yet  to  be  estabhshed.  It  is  rich  in  suggestions  which 
may  or  may  not  bear  fruit  in  future  discoveries.  The  carbide  theory, 
I  may  say,  is  not  due  to  Gautier  alone.  It  was  also  advanced  by 
H.  Moissan,*  who  attributes  volcanic  activity  to  the  action  of  water 
upon  metaUic  carbides,  although  these  compounds  are  not  seen  as 
natural  products  on  the  surface  of  the  earth.  Water,  acting  upon 
the  artificial  carbides,  develops  hydrogen  and  hydrocarbon  gases; 
the  latter,  through  the  influence  of  heat,  partly  polymerize  to  liquid 
or  solid  compounds  and  partly  bum,  yielding  carbonic  acid  and  water; 
and  so  the  observed  order  of  evolution  seen  in  volcanic  eruptions  is 
paralleled.    This  view  also  finds  some  support  in  the  observations 

1  Ammles  des  mines,  10th  ser.,  vol.  0, 1006,  p.  316.  Compare  F.  Loewinson-Lessbig  (Compt.  rend.  VII. 
Cong.  gtel.  Intemat.,  1807,  p.  360),  who  attributes  volcanic  gases  to  the  absorption  of  sedimentary  rocks 
by  magmas.    Clays  yield  water,  limestones  furnish  COs,  etc. 

*  Pioc.  Roy.  Soc.,  vol.  60, 1896^7,  p.  166.  See  also  E.  Btecher,  14.  Ber.  Naturw.  Oesell.  Chemnits,  1900; 
A.  Rossel,  Arch.  sci.  phys.  nat.,  4fh  ser.,  vol.  14, 1902,  p.  481;  and  H.  Lenloque,  M6m.  Boo.  ing«n.  dvUs 
France,  October,  1906,  p.  346. 
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of  O.  Sflvefitri  ^  who  obtained  both  solid  paraffin  and  liquid  hydro- 
carbons from  the  lavas  of  Etna.  The  theory  accounts  conveniently 
for  some  products  of  volcanism  and  may  be  true  in  part,  for  the 
carbides  are  readily  formed  and  are  hkely  to  be  present  below  the 
region  to  which  the  surface  waters  penetrate.  If  deep-seated  waters 
really  exist,  then  the  carbide  hypothesis  must  be  abandoned,  or  else 
so  qualified  aA  to  deprive  it  of  any  real  significance.' 

Probably  the  most  elaborate  research  upon  the  gases  extractable 
from  rocks,  is  that  of  R.  T.  Chamberlin.'  He  gives  more  than  a 
hundred  analyses  of  gases  obtained  from  rocks,  minerals  and  meteor- 
ites, finding  H3S,  CO,  CO,,  CH4,  H,  and  N,.  Chlorine  and  its  com- 
pounds are  not  reported.  The  lai^est  quantities  of  gas  were  with- 
drawn from  ferromagnesisja  rocks,  and  in  general,  hydrogen  and  the 
carbon  oxides  predominated.  In  deep-seated  rocks  H,  and  CO, 
were  about  equally  important;  in  surface  flows  the  latter  gas  was 
more  conspicuous.  Among  igneous  rocks  the  oldest  yielded  the  most 
gas,  recent  lavas  gave  very  much  less  than  the  Archean  plutonics. 

Chamberlin  discusses  his  analyses  with  much  thoroughness,  espe- 
cially with  reference  to  the  origin  of  the  gases.  Like  Gautier  he 
ascribes  the  major  portion  of  them  to  reactions  within  tine  rocks, 
brought  about  by  heating.  There  must  be,  however,  some  gaseous 
occlusions,  as  in  the  case  of  beryl,  which  yielded  him  much  more 
hydrogen  than  could  possibly  be  generated  by  the  small  amounts  of 
water  and  iron  that  the  mineral  contained.  Inclusions,  such  as  gas 
bubbles  in  quartz  and  the  like  he  regards  as  of  minor  importance. 
The  water  required  to  yield  the  hydrogen  ChamberUn  attributes  in 
great  part  to  the  micas  of  the  deep-seated  rocks — that  is,  it  was 
originally  magmatic,  and  locked  up  in  the  minerals  when  the  magma 
consolidated. 

In  an  important  series  of  papers  A.  Brun  ^  has  advanced  views  in 
strong  contrast  with  those  of  previous  writers,  for  he  regards  water  as 
of  minor  importance  in  the  production  of  volcanic  phenomena.  He 
agrees,  however,  with  Gautier  in  beUeving  that  the  gases  emitted  by 
lava  at  the  instant  of  its  fusion  are  generated  within  it  by  chemical 
reactions.  Their  sources,  he  thinks,  are  nitrides  of  iron  and  silicon, 
hydrocarbons,  and  certain  chloro-siUcates,  such  as  the  compoimd 

1  Gass.  chlm.  ital.,  vol.  7, 1877,  p.  1. 

•  See  the  discussloii  over  juvenile  and  vadose  waters  In  Chapter  VI,  and  alao  Gaatler's  memoir,  there 
cited,  on  the  relations  between  voksnism  and  thermal  springs.  The  occurrence  of  hydrocarbons  has 
been  noted  at  many  volcanic  centers. 

>  Pub.  No.  106,  Carnegie  Inst.  Washington,  1908.  Several  analyses  of  gases  from  lavas  of  Mont  PeKe 
and  Vesuvius  are  given  by  M.  Qroesmann,  Compt.  Rend.,  vol.  148, 1909,  p.  9D1.  Another  paper  on  gases 
from  rocks  is  by  R.  J.  Strutt,  Proc.  Roy.  Soc.,  vol.  70A,  1907,  p.  436. 

*  Aich.  scl.  phys.  nat.,  4th  ser.,  voL  19, 1905,  pp.  439, 589;  vol.  22, 1906,  p.  426;  vol.  25, 190B,  p.  146;  vol.27, 

1909,  p.  113;  vol.  28, 1909,  p.  45;  vol.  29, 1910,  pp.  99, 618  (the  last  paper  Jointly  with  L.  W.  Collet);  vol.  30, 

1910,  p.  576.  A  general  summary  of  his  conclusions  is  given  by  Brun  in  Rev.  gdn.  sci.,  1910,  p.  51.  His  com- 
plete researches  have  been  brought  together  in  a  superb  quarto,  Recberohes  sur  Texhalaison  voloanlque* 
Geneva,  1011. 
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Ca^ClaSiOs,  which  he  artificially  prepared.^  HydrocarbonSy  in  small 
amount,  he  extracted  from  lava,  as  Silvestri  had  done  before  him. 
From  a  Lipari  lava,  by  heating  to  temperatures  between  800^  and 
900^,  Brun  obtained  abundant  ammonium  chloride.  Qui(My  ignited 
at  900^  it  gave  off  free  nitrogen.  At  volcanic  temperatures  the  rock 
emitted  chlorine  and  hydrochloric  acid.  The  observed  volcanic  gases, 
according  to  Brun,  are  evolved  by  the  action  of  the  molten  magma 
upon  the  compounds  aamed  above,  and  the  temperatures  of  several 
stages  in  the  process  are  as  follows: 

C'to    825^  Volatilizatioii  of  water. 

825*^.  First  evolution  of  chloride  vapon. 
874°  to  1,100°.  Temperature  of  exploaioiifl. 

1,100°.  Mean  temperature  of  flowing  lava.^ 

The  vast  clouds  of  vapor  arising  from  volcanoes  are  thought  by 
Brun  to  consist  mainly  of  volatihzed  chlorides,  with  little  or  no 
steam.  This  conclusion  is  in  direct  opposition  to  the  prevailing 
belief. 

In  support  of  his  views,  Brun  has  personally  studied  Stromboli, 
Vesuvius,  the  volcanoes  of  Java  and  the  Canary  Islands,  and  Kilauea. 
In  all  cases  he  claims  to  have  found  the  fresh  volcanic  glass  or  cinder 
to  be  practically  anhydrous,  and  to  yield  a  sublimate  of  ammonium 
chloride  on  heating  to  moderate  temperatures.  At  higher  tempera- 
tures, at  or  near  the  fusing  point,  gases  were  given  off  with  explosive 
violence,  and  of  a  character  quite  unlike  anything  reported  by  pre- 
vious observers.  For  example,  four  obsidians  from  Krakatoa  gave 
498,  543,  380,  and  435  cubic  centimeters  of  gas  per  kilogram,  of  the 

following  composition: 

GuKsfrcm  Krakatoa. 


HCl 

SOa 

CO, 

86:::;.v:::::::::::::: 

lis  and  other  inert  gases 


59.64 
11.63 
7.99 
6.73 
.60 
4.78 
8.73 


100.00 


49.94 
15.54 
11.61 

6.87 
trace. 

5.68 
10.36 


100.00 


82.04 

none. 

2.46 

8.89 

none. 


6.61 


100.00 


63.2 
none. 

29.8 

trace. 


7.0 


100.00 


The  chlorine  contained  a  little  sulphur  chloride,  and  ammonium 
chloride  was  also  collected  and  determined.  Other  obsidians  from 
other  volcanoes  gave  similar  results,  but  with  larger  proportions  of 
HCl  and  SO,  and  much  less  free  chlorine.  In  order  to  account  for 
the  extraordinary  difference  between  these  gases  and  those  obtained 
by  former  investigators,  Brun  claims  that  he  studied  relatively  fresh 

1  ChlonMilicataB  known  to  exist  in  nature,  like  sodalite  and  aevical  otb«r  ^acies,  are  more  probable 
Mucoee  of  ahiorlaa.   Sodalite  is  among  the  minerali  reported  as  sabUmates  at  Vasnylus. 

*  The  temperatnie  of  the  lava  at  Kilaoea  is  given  by  Bran  as  120O*±4O*.  Aroh.  ni.  phys.  nat.,4th  sw., 
vol.80,191(^p.678. 
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or  "live"  material,  while  his  predecessors  examined  old  or  "dead" 
rocks,  such  as  granites,  etc.     The  distinction  is  probably  valid.* 

The  publication  of  Brun's  researches  naturally  led  to  controversy, 
especially  between  himself  and  Gautier.'  Brun  urges  that  the  well- 
known  volcanic  sublimates  of  metallic  chlorides,  such  as  the  chlorides 
of  magnesium  and  iron,  are  incompatible  with  the  presence  of  water 
in  the  magma,  for  they  are  easily  hydrolyzed.  To  this  Gautier 
repUes  that  a  large  amount  of  hydrochloric  acid  in  the  volcanic  emana* 
tions  would  inhibit,  partially  or  altogether,  the  usual  hydrolysis. 
Brun  of  course  recognizes  the  obvious  fact  that  superficial  or  meteoric 
waters  play  some  part  in  eruptions,  especially  in  the  formation  of 
fumaroles,  but  he  regards  that  part  as  insignificant,  and  is  most 
emphatic  in  declaring  that  the  magma  itself,  in  the  volcanic  chimney, 
is  anhydrous.  The  last  point  is  the  one  on  which  he  and  Gautier 
principally  differ.  The  fumarole  gases,  so  far  as  they  have  been 
studied,  seem  to  be  generally  hydrous,  as  is  shown  by  a  group  of 
analyses  by  Gautier."  These  gases  were  collected  at  Vesuvius,  A 
and  B  three  months  after  the  eruption  of  1906,  C  and  D  about  fifteen 
months  later.  Gases  A  and  B  were  emitted  at  a  temperature  near 
300^,  C  and  D  at  250^  to  280°.     The  undried  gases  had  the  subjoined 

composition. 

Gases  from  Vesuvius. 


HCl 

COa 

CO 

H, 

O, 

Na,  A,  etc. 
HjO  vapor. 


0.78 
11.03 
none. 
1.24 
3.72 
15.49 
67.74 


trace. 

6.68 
none, 
trace. 

6.00 
24.88 
62.44 


none. 

0.80 

0.15 

.54 

4.59 

21.23 

72.69 


none. 
0.66 
0.02 
0.02 
3.68 
17.86 
77.76 


100.00  i  100.00 


100.00 


100.00 


The  water  in  these  gases  may  of  course  have  been  of  superficial 
origin.  J.  Prestwich  *  has  noted  that  wells  and  springs  near  vol- 
canoes generally  show  a  remarkable  shrinkage  just  before  eruptions, 
an  observation  which  has  some  bearing  upon  the  character  of  the 
more  persistent  volcanic  emanations.  The  water  that  so  vanishes 
may  well  reappear  in  the  fumaroles  which  form  later.  The  most 
serious  objection  to  Brun's  opinions  seems  to  be  the  fact  that  deep- 
seated  plutonic  rocks,  which  presumably  solidified  out  of  reach  of 

1  Two  of  Chamberlln's  analyses  relate  to  gases  from  fresh  Vesiivian  lava,  of  the  eruption  of  1906.  They 
contained  principally  COt  with  much  SOs,  some  CO  and  CTlt,  and  minor  amounts  of  TIs  and  Nt.  These 
gases  bear  no  resemblance  to  those  reported  by  Brun.  On  the  other  hand  R.  Beck  (Monatsber.  Doutsch. 
geol.  Oesell.,  1910,  p.  240)  found  hi  gas  extracted  from  obsidian  14.47  per  cent  CU  and  50.76  HCl. 

>  For  Gan tier's  share  In  the  controversy  see  Arch.  sci.  phys.  nat.,  4th  ser.,  vol.  24, 1907,  p.  463,  and  Revue 
sci.,  5th  ser.,  vol.  8, 1907,  p.  546,  and  Nov.  27, 1909.  See  also  K.  Sapper,  Centralbl.  Mln.,  Oeol.  n.  Pal., 
1909,  p.  600,  and  A.  C.  Lane,  Tufts  CoU.  Studies,  vol.  8, 1906,  p.  89.    Brun's  papers  have  already  been  cited. 

*  Bull.  Soc.  chim.,  4th  ser.,  vol.  6, 1909,  p.  077.  See  also  Compt.  Rend.,  vol.  148, 1900,  p.  1708;  vol.  140» 
1900,  p.  84. 

*  Proc.  Boy.  Soo.,  vol.  41, 1886,  p.  117. 


Digitized  by  VnOOQ IC 


VOI.CANIC   GASES  AND  SUBUBiATES.  271 

percolating  waters  from  above,  contain  micas,  of  which  water  is  one 
of  the  essential  constituents.  The  analcite  basalts  and  the  highly 
hydrated  pitchstones  ^  are  also  difficult  to  understand  if  the  magma 
is  really  anhydrous. 

It  is  of  course  possible  that  Brun's  views  may  be  sustained  by 
future  investigations,  but  at  present  the  work  of  Gautier  seems  to  be 
more  general  and.  more  conclusive.  Deductions  from  it,  however, 
must  not  be  pushed  too  far,  for  the  evidence  does  not  cover  all  the 
ground.  That  rocks  contain  some  gaseous  inclusions  is  established, 
although  hydrogen  may  not  be  among  them;  and  these  were  prob- 
ably entangled  when  the  magma  first  soUdified.  Percolating  waters 
certainly  reach  volcanic  matter  from  above,  and  it  is  highly  probable 
that  some  water  filters  in  from  the  sea.  A  volcano  on  the  seaboard 
could  hardly  escape  from  receiving  some  accessions  of  that  kind.' 
What  the  relative  magnitude  of  these  several  factors  may  be  we 
have  no  means  of  determining.  Furthermore,  experiments  Uke  those 
of  Gautier  do  not  reproduce  the  conditions  existing  within  a  volcano. 
His  rocks  were  heated  under  conditions  which  removed  the  gaseous 
products  as  fast  as  they  were  formed;  in  a  volcanic  reservoir  they 
must  accumulate  in  contact  with  or  permeating  the  lava  until  the 
pressure  has  been  relieved  by  an  explosion.  Steam  may  oxidize  a 
ferrous  compound,  but  the  hydrogen  in  its  turn  is  a  powerful  re- 
ducing agent.  There  are  here,  then,  two  opposing  tendencies,  and 
we  can  not  readily  decide  what  sort  of  an  equiUbrium  would  be 
established  between  them.  It  is  probable  that  in  the  depths  of  a 
volcano  temperatures  prevail  which  dissociate  water  into  its  elements, 
unless  the  enormous  pressures  there  existing  should  compel  some 
sort  of  union  that  would  otherwise  be  impossible.  The  chemistry 
of  great  pressures  and  concurrently  high  temperatures  is  entirely 
unknown,  and  its  problems  are  not  likely  to  be  unraveled  by  any 
experiments  within  the  range  of  our  resources.  The  temperatures 
we  can  command,  but  the  pressures  are  beyond  our  reach.  We  may 
devise  mathematical  formulsd  to  fit  determinable  conditions;  but  the 
moment  we  seek  to  apply  them  to  the  phenomena  displayed  at  great 
depths,  we  are  forced  to  employ  the  dangerous  method  of  extrapola- 
tion,  and  our  conclusions  can  not  be  verified. 

VOLCANIC    EXPLOSIONS. 

It  is  generally  admitted  that  the  volcanic  gases  are  the  chief  agents 
in  producing  volcanic  explosions.  This  is  emphasized  by  E.  Reyer,* 
by  A.  C.  Lane,*  by  S.  Arrhenius,*  and  more  recently  by  C.  Doelter.* 

>  Acoording  to  O.  Statier  (Monatsber.  Deutach.  geol.  OeeeU.,  1910,  p.  108)  the  water  of  pitchstone  is  not 


scf.  A.  Dsubrfe,  itades  lyntMUqnes  de  gMogie  expdrimentsle,  1879,  pp.  235-241. 

*  Beitnc  war  Pyslk  der  Eraptionen,  Wien,  1877. 

*  BuU.  Oeol.  8oc.  Amerioa,  vol.  6, 1883,  p.  260. 

*  Oet^  FOran.  Fttrhandl.,  Yd.  22,  1900,  p.  411. 
iSltnissBb.  Akad.  WJen,  vol.  112, 1903,  p.  081. 
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Lane  and  Doelter,  especially,  regard  the  deep-seated  magmas  as 
impregnated  by  gaseous  mixtures,  which  explode  upon  relief  of 
pressure.  As  interpreted  by  Lane  these  gases  were  absorbed  by 
the  early  earth,  as  original  and  necessary  constituents  of  every 
magma;  and  their  retention  is  essential  to  the  development  and 
crystallization  of  plutonic  and  dike  rocks.  Their  sudden  escape, 
due  to  the  formation  of  cracks  in  the  earth's  crusty  is  a  prime  cause 
of  volcanic  eruptions.  Hypotheses  of  this  order,  varying  only  in 
detail,  have  been  widely  accepted,  but  they  are  not  in  complete 
harmony  with  the  conclusions  of  either  Gautier  or  Brun. 

It  is  plain  that  the  consideration  of  the  volcanic  gases  is  directly 
connected  with  various  current  speculations  concerning  the  origin 
of  the  earth;  and  whether  we  incUne  to  the  nebular  hypothesis  or  to 
the  planetesimal  conception  lately  developed  by  T.  C.  Chamberlin, 
we  must  take  them  into  account.  Chamberlin  and  R.  I).  Salisbury  ^ 
regard  the  gases  as  originally  entangled  in  the  meteoroidal  matter 
from  which,  according  to  the  planetesimal  hypothesis,  the  earth  was 
formed;  and  they  are  therefore  true  additions  to  the  atmosphere  and 
hydrosphere.  These  authors  admit  that  lavas,  in  rising  to  the  surface, 
may  encounter  rocks  saturated  with  moisture,  and  so  generate  some 
steam;  but  they  argue  that  large  accessions  of  water,  such  as  infiltra- 
tions from  the  sea,  would  absorb  more  heat  than  the  molten  magma 
could  afford  to  lose.  Could  Stromboli,  for  instance,  which  has  been 
in  continual  activity  for  more  than  two  thousand  years,  have  retained 
its  heat  under  such  adverse  conditions  ?  The  question  is  pertinent, 
but  not  final,  for  we  know  nothing  about  the  relative  quantities  of 
water  and  lava  which  are  supposed  to  take  part  in  the  eruptions.  A 
large  molten  reservoir  and  a  moderate  infiltration  of  water,  a  supply 
of  heat  greater  than  the  wastage,  are  conceivable;  and  it  is  also  to  be 
remembered  that  some  water  lowers  the  melting  point  of  a  rock  and 
so  helps  to  preserve  its  fluidity.  A  considerable  degree  of  cooling  is 
not  incompatible  with  aqueo-igneous  fusion  and  would  not  necessarily 
check  the  outflow  of  a  lava  stream  or  the  visible  activity  of  a  volcano. 
Arrhenius '  claims  that  a  continuous  activity  like  that  of  Stromboli 
would  be  impossible  mthout  a  steady  supply  of  water,  and  he  regards 
the  sea  bottom  as  equivalent  to  a  semipermeable  membrane  through 
which  by  osmotic  pressure  the  water  is  forced.  This  pressure,  at  a 
depth  of  10,000  meters,  would  amount  to  1,700  atmospheres.  It  is 
not  as  a  liquid,  however,  but  as  a  vapor,  far  above  its  critical  tem- 
perature, that  the  water  enters  the  magma,  in  which  it  is  absorbed 

1  Geology,  vol.  1,  pp.  588-^04, 602^18, 1004.  Bee  also  ante,  Chapter  II,  p.  fift.  Aooording  to  Chamberlin 
and  Salisbury,  orystalUaation  has  much  to  do  with  the  evolutioD  of  volcanic  gaats.  Wheft  eryttals  form 
within  a  lava  they  gire  up  their  gaseous  load,  which  overcharges  the  still  fluid  portions  of  the  magma, 
thereby  causing  increased  prenure  and  provoking  e'xpkaloas.  See  taalyms  by  R.  T.  Chaffiborlln,  of  gases 
fjrom  the  rocks  and  phenoory  sts  of  a  small  tuff  oone,  Red  Mountain,  ArtRmi^  olCad  by  W.  W.  AtwMd,  Jom. 
Geology,  vol.  14,  p.  138,  lOOG. 

s  Ged.  Fdren.  Fdrhandl.,  vol.  22,  p.  411, 1900. 
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much  as  ordinary  water  is  taken  up  by  ealeium  chloride.  During 
an  eruption  it  is  emitted  as  steam.  The  reverse  movement  of  magma 
to  the  ocean  is  prevented,  according  to  Arrhenius,  by  the  imperme- 
ability of  the  intervening  septum  to  the  larger  and  heavier  molecalee 
of  which  the  molten  rock  is  composed,  and  especially  to  the  amor- 
phous silica  which  the  entering  water  is  supposed  to  set  free.  Here 
the  nature  of  the  fluid  magma  itself  is  in  question — a  subject  which 
will  be  taken  up  more  f uUy  in  the  next  chapter. 

So  far,  then,  we  have  several  distinct  hypotheses  to  account  for  the 
gaseous  exhalations  of  volcanoes.  Arrhenius  and  Daubr6e,  as  well 
as  many  earher  writers,  derive  them  from  infiltrations  of  sea  water, 
Arrhenius  assuming  osmotic  pressure  and  Daubr6e  capillary  attrac- 
tion as  the  method  by  which  entrance  to  the  magma  was  effected. 
Chamberlin  and  Lane  regard  the  gases  as  original  inclosurea  within 
the  earth,  now  issuing  from  great  depths.  Oautier,  Moissan,  and 
Brun  assign  their  origin  to  reactions  within  the  rocks  themselves, 
but  differ  as  to  the  details  of  the  process. 

Of  all  these  differing  views,  that  of  Gautier  involves  the  smallest 
amount  of  hypothesis,  and  it  also  has  the  merit  of  simplicity.  It  is 
not,  however,  as  we  have  already  seen,  absolute  and  final,  but  it  cer- 
tainly represents  a  part  of  the  truth,  and  possibly  the  major  portion. 
On  the  experimental  side  it  needs  further  investigation,  for  it  is  dif- 
ficult to  suppose  that  a  fluid  magma,  saturated  with  gas  and  water, 
could  emerge  from  a  volcano  and  solidify  without  retaining  some 
gaseous  occlusions.  In  fact  the  experiments  of  R.  T.  Chamberlin 
seem  to  prove  that  such  occlusions  exist,  and  the  extent  to  which 
Gautier's  conclusions  can  be  accepted  depends  upon  their  magnitude. 
Here  we  may  properly  resort  to  some  evidence  from  analogy. 
Gaseous  occlusions  are  taken  up  by  iron,  steel,  and  slags  in  ordinary 
furnace  operations,  and  among  them  hydrogen  is  the  most  con- 
spicuous. ^  Data  relative  to  the  absorption  of  hydrogen  by  iron  are 
abundant,^  and  meteoric  iron  seems  always  to  contain  it.'  From  the 
Lenarto  iron  T.  Graham  obtained  2.85  times  its  volume  of  gas^ 
containing  86  per  cent  of  hydrogen.  From  the  Augusta  iron  Mallet 
extracted  3.17  volumes,  in  which  hydrogen,  carbonic  oxide,  carbon 
dioxide,  and  nitrogen  were  present.  There  is,  to  be  sure,  one  adverse 
experiment  by  M.  W.  Travers,*  on  meteoric  iron  of  unstated  ori^, 

1  See  table  given  by  A.  C.  Lane  In  his  paper,  Oeologlcal  activity  of  tlie  earth's  originally  absorbed  gases: 
BulL  OeoL  See.  America,  vol.  5,  ljB93,  p.'264.  See  also  references  dted  by  G.  Taohennak,  Sitsoogsb.  AlmL 
WIen,  vol.  76, 1877,  pp.  170-174. 

s  See,  for  example,  L.  Troost  and  P.  HaiitefeuUle,  Compt.  Rend.,  vol.  76, 1878,  p.  002;  L.  CalOetet,  Idem, 
vol.  61, 1865,  p.  850;  and  Thoma,  Zeitscbr.  physilcaL  Chemle,  vol.  3, 1801,  p.  91.  Thoma's  paper  gives  many 
references  to  literature.  H.  Wedding  and  T.  Fischer  (Ber.  V.  Intemat.  Kong,  angew.  Chemle,  vol.  2, 1904, 
p.  25)  have  smnmed  up  the  subject  quite  thoroughly.  The  papers  by  J.  Parry  (Am.  Chemist,  vol.  4, 1873-74, 
pu  226;  vol.  6, 1875-76,  p.  107,  are  also  Important. 

»  T.  Graham,  Proc  Roy.  Soc.,  vol.  16, 1866-67,  p.  602.  J.  W.  Maflet,  Idem,  voL  20, 1871-72,  p.  365.  A. 
W.  Wright,  Am.  Jour.  8d.,  3d  ser.,  vol.  9, 1876,  p.  294;  vol.  10, 1876,  p.  44;  vol.  11, 1876,  p.  263;  vol.  12, 1876, 
p.  100;  J.  Dewar  and  O.  AnsdeU,  Proc.  Roy.  Inst.,  vol.  11, 1886,  p.  445.    See  also  R.  T.  Chamberlin,  loc.  dt. 

4  Pioc.  Roy.  Soc.,  vol.  64, 1896-09,  p.  130. 
101381^— Bull.  491—11 18 
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which  is  not  quite  conclusive.  By  heating  this  iron,  hydrogen  was 
obtained;  upon  dissolving  the  iron  in  copper-sulphate  solution,  none 
was  evolved.  The  failure  to  develop  hydrogen  in  the  second  experi- 
ment is  held  by  Travers  to  prove  its  absence,  at  least  as  a  gaseous 
occlusion.  The  possibility  that  hydrogen  from  a  metallic  hydride 
might  be  expended  in  the  precipitation  of  copper  seems  not  to  have 
been  investigated.  The  weight  of  evidence,  so  far,  is  that  meteoric 
irons  do  occlude  hydrogen,  while  meteoric  stones  yield  a  larger  propor- 
tion of  carbon  dioxide.  The  Kold  Bokkeveld  carbonaceous  meteorite 
gave  thirty  times  its  volume  of  gas,  in  which  carbon  dioxide  pre- 
dominated. The  terrestrial  native  iron  from  Ovifak,  in  Greenland, 
gives  off  when  heated,  according  to  Woehler,^  more  than  one  hundred 
times  its  volume  of  gas,  which  is  mainly  carbon  monoxide  with  a 
little  dioxide.  If  Chamberlin's  theory  of  the  earth's  origin  is  correct, 
we  have  in  these  gases  an  adequate  supply  for  the  maintenance  of  all 
volcanic  phenomena.  Or,  if  the  earth  itself  is  equivalent  to  a  huge 
meteorite,  as  many  thinkers  have  supposed,  the  eiialogy  between  it 
and  the  smaller  bodies  accounts  for  nearly,  if  not  quite,  all  volcanic 
gases.  From  this  point  of  view  they  are  occlusions,  forced  out  by 
pressure  and  the  resulting  mechanical  heat.  Between  this  suppo- 
sition and  that  of  Chamberlin  there  is  little  essential  difference,  at 
least  upon  the  chemical  side  of  the  problem.  The  analogy  between 
the  expulsion  of  a  gas  from  the  interior  of  our  globe  and  its  evolution 
from  meteorites  has  been  well  developed  by  G.  Tschermak,*  who 
regards  volcanism  as  a  cosmic  phenomenon,  of  which  the  typical 
example  is  to  be  found  in  the  terrific  gaseous  upheavals  that  are  seen 
on  the  surface  of  the  sun. 

For  each  of  the  theories  so  far  proposed  relative  to  the  origin  of 
volcanic  gases  strong  arguments  can  be  adduced,  and  no  one  should 
be  exclusively  adopted.  The  phenomena  are  probably  complex,  and 
many  activities  contribute  to  their  development.  Some  gas  must  be 
derived  from  reactions  like  those  described  by  Travers  and  Gautier; 
some  must  originate  from  percolating  waters,  and  a  portion  of  the 
supply  may  possibly  come  from  deep-seated  sources.  Whether  we 
assume  that  the  earth  was  once  a  molten  globe  or  that  it  was  formed 
by  the  accretion  of  meteoric  masses,  gases  must  be  retained  within  its 
interior,  and  their  escape  from  time  to  time  would  seem  to  be  unavoid- 
able. Molten  matter,  whether  metallic  or  stony,  is  known  to  dis- 
solve gases  in  large  amounts,  as  silver  dissolves  oxygen,'  and  they  are 
expelled  in  great  measure  during  solidification.  They  are,  moreover, 
expelled  explosively,  a  fact  which  can  be  verified  in  any  laboratory; 

I  Ann.  Chem.  Phann.,  vol.  163, 1872,  p.  250.  A  similar  obsen^atlon  by  M.  Derthelot  Is  recorded  by  A. 
Daubrte,  Compt.  Rend.,  vol.  74, 1872,  p.  1541. 

«  Sitzungsb.  Akad.  Wten,  vol.  75, 1877,  p.  151. 

1  One  volume  of  molten  sUver  can  absorb  22  volumes  of  oxygen,  which  escapes  explosivaiy  when  the  metal 
cools.    This  "spitting"  of  melted  silver  is  fluniliar  to  all  assayers. 
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but  that  the  expulsion  is  complete  is  extremely  improbable.  Some 
gas,  it  may  be  much  or  little,  is  retained  by  the  solid  mass,  and  modi- 
fies its  properties.  All  of  these  elements  contribute  to  the  phenomena 
of  volcanism,  but  their  relative  magnitudes  can  not  now  be  evaluated. 
Speculation  upon  them  may  help  to  stimulate  research,  but  so  long 
as  the  temperatures  and  pressures  within  a  volcano  are  unmeasured 
the  problems  suggested  by  the  hypotheses  must  remain  unsolved. 
The  question  of  volcanic  temperatures,  of  which  more  will  be  said  in 
the  next  chapter,  is  particularly  important  in  the  investigation  of 
volcanic  explosions.  The  latter  are  due  in  part  to  cooling  and  the 
violent  expulsion  of  gases  following  relief  of  pressure,  but  chemical 
combination  may  also  be  manifest  in  them.  If  the  temperature  in 
the  deptlis  of  a  volcano  is  high  enough  to  dissociate  water  into  its 
elements,  then  the  issuing  gases  will  form  an  explosive  mixture  of 
tremendous  energy.  The  moment  such  a  mixture  reached  the  surface 
of  the  molten  lava  it  would  have  become  cool  enough  to  ignite,  and 
the  characteristic  detonations  would  follow.  Hydrogen  alone,  emerg- 
ing into  the  air,  might  form  with  the  latter  a  similar  mixture  and 
produce  the  same  phenomena.  E.  W.  von  Siemens,*  observing  a  series 
of  explosions  at  Vesuvius,  ascribed  them  to  this  cause.  That  hydro- 
gen does  issue  from  volcanoes  is  established;  under  certain  conditioxis 
it  bums  quietly,  and  under  others  it  gives  rise  to  explosions;  but  in 
either  case  it  develops  much  heat  and  so  retards  the  cooling  of  its 
mirrounding  matter.  One  gram  of  hydrogen,  burning  to  form  water, 
liberates  a  quantity  of  heat  represented  by  34,000  calories;  that  is,  it 
would  raise  the  temperature  of  34,000  grams  of  water  from  0®  to  1°  C. 
This  reaction  alone,  this  combustion  of  hydrogen  in  air,  evidently 
plays  a  very  large  part  in  the  thermodynamics  of  volcanism. 

SUMMARY.  \ 

That  the  volcanic  gases  appear  in  a  certain  regular  order  has  been 
shown  by  the  various  researches  upon  their  composition,  and  espe- 
cially by  the  labors  of  Deville  and  Leblanc.  What,  now,  in  the  light 
of  all  the  evidence,  is  that  order,  and  what  do  the  chemical  changes 
mean? 

First.  The  gases  issue  from  an  active  crater  at  so  high  a  tempera- 
ture that  they  are  practically  dry.  They  contain  superheated  steam, 
hydrogen,  carbon  monoxide,  methane,  the  vapor  of  metallic  chlorides, 
and  other  substances  of  minor  importance.  Oxygen  may  be  present 
in  them,  with  some  nitrogen,  argon,  sulphur  vapor,  and  gaseous  com- 
pounds of  fluorine.' 

Second.  The  hydrogen  bums  to  form  more  water  vapor,  and  the 
carbon  gases  oxidize  to  carbon  dioxide.     From  the  sulphur,  sulphur 

1  Honatsber.  K.  preuss.  Akad.,  187B,  p.  558.  ^ 

*  If  Bran's  views  should  be  maintained 'this  list  will  need  to  be  materially  modlflad. 
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dioxide  is  produced.  The  steam  reacts  upon  a  part  of  the  metallic 
chlorideB,  generates  hydrochloric  acid,  and  so  acid  fumaroles  make 
their  appearance. 

Third.  The  acid  gases  of  the  second  phase  force  their  way  through 
crevices  in  the  lava  and  the  adjacent  rocks,  and  their  add  contents 
are  consumed  in  effecting  various  pneumatolytic  reactions.  The 
rocks  are  corroded,  and  where  sulphides  occur  hydrogen  sulphide  is 
set  free*  If  carbonate  rocks  are  encountered,  carbon  dioxide  is  aJso 
liberated. 

Fourth.  Only  steam  with  some  carbon  dioxide  remains,  and  even 
the  latter  compound  soon  disappears. 

This  seems  to  be  the  general  course  of  events,  although  it  is  modi- 
fied in  details  by  local  pecuUarities.  All  of  the  substances  enumer- 
ated in  the  lists  of  gases  and  sublimates  given  in  the  earher  portions 
of  this  chapter  may  take  part  in  the  reactions,  but  they  do  not 
seriously  affect  the  larger  processes  which  have  just  been  described. 
The  order  is  essentially  that  laid  down  by  Deville  and  Leblanc, 
except  that  the  early  evolution  of  hydrogen  and  carbonic  oxide  is 
taken  into  account.  The  current  of  events  may  be  disturbed,  so  to 
speak,  by  ripples  and  eddies — ^that  is,  by  subsidiary  and  reversed 
reaction — but  its  main  course  seems  to  be  clearly  indicated.* 

1  For  a  summary  of  our  knowledge  conoeming  the  magmatic  gases  previoas  to  the  work  of  Bnin  and 
GhunberHn,  tea  P.  C.  Lincoln,  Boon.  Geology,  vol.  2, 1007,  p.  3fl8.  Lincoln  gives  a  good  table  of  aDalyses 
and  proposes  a  classlflcation  ol  the  volcanic  exhalations. 
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CHAPTER  DC 

THE  MOLTEN  MAGMA. 

TEMPERAT  U  HE. 

In  the  chapter  upon  volcanic  gases  the  question  of  temperatures 
was  purposely  left  yague,  and  only  the  bare  fact  that  they  must  be 
high  was  taken  into  account.  For  an  intelligent  study  of  the  magmas, 
however,  some  more  definite  estimates  of  temperatures  are  essential, 
even  though  then*  inferior  limits  can  alone  be  determined  with  any 
degree  of  certainty.  We  can  measure  the  temperature  at  which 
lavas  and  their  component  minerals  fuse,  under  ordinary  conditions 
of  pressure;  but  these  melting  points  are  modified  by  various  agencies 
within  the  depths  of  the  earth,  and  it  is  not  yet  possible  to  strike  a 
definite  balance  between  the  opposing  forces.  By  pressure,  which 
steadily  increases  as  we  descend  into  the  earth,  the  meltiag  points 
must  be  raised,^  but  on  the  other  hand  the  gases  that  we  know  to  be 
present  in  the  molten  mass  tend  to  lower  them,  and  the  latter  tend- 
ency is  probably  the  stronger.  The  fact  that  pressure  tends  to 
prevent  the  esc^e  of  dissolved  vapors,  and  so  to  increase  fluidity, 
must  also  be  taken  into  account.  It  should  be  remembered,  moreover, 
in  any  reasoning  upon  the  unerupted  magma,  that  the  temperature 
at  which  it  can  retain  the  Uquid  state  is  a  minimum,  and  that  actually 
it  may  be  very  much  hotter.  The  temperature,  furthermore,  is  be- 
lieved to  increase  with  the  depth;  but  we  can  do  no  more  than  to 
surmise  what  the  conditions  may  be  miles  below  the  apparent  surface 
of  the  lava  column.'  Although  the  characteristics  of  the  individual 
rock-forming  minerals  will  not  be  generally  discussed  until  the  next 
chapter  is  reached,  our  knowledge  of  their  melting  points  may  prop- 
erly be  suromed  up  here.  It  is  only  within  recent  years  that  any- 
thing like  accurate  measiu'ements  of  high  temperatures  have  been 
possible,  and  therefore  the  few  and  scattered  older  data  can  be 
ignored."  The  development  of  the  thermo-couple  by  C.  Barus  in 
the  United  States  Geologicd  Survey,  and  by  H.  Le  Chatelier  in 
France,  and  the  use  of  the  Seger  cones  in  the  ceramic  industry,  have 

1  Estimates  of  the  change  in  /usfbUlty  due  to  pressure  have  been  made  by  Lord  Kelvin,  Phil.  Mag., 
6th  ser.,  vol.  47,  p.  66;  C.  E.  Stromeyer,  Mem.  Manchester  Lit.  Phil.  Soc.,  vol.  44,  No.  7, 1900,  and  7.  H.  L. 
Vogt,  Min.  pet.  Mitt.,  vol.  27, 1908,  p.  105.  The  fundamental  data,  however,  are  few  and  unsatisf^tory. 
On  the  Influence  of  pressure  in  producing  chemical  changes  in  dee];>-seated  rocks,  see  J.  W.  Judd,  Jour. 
Cbem.  See.,  vol.  57, 1890,  p.  404. 

*  For-esttanates  of  temperatures  fkir  within  the  earth,  see  Clarence  King,  Am.  Jour.  Sol.,  3d  ser.,  vol.  45, 
1883,  p.  7;  O.  Fisher,  idem,  4th  ser.,  voL  11, 1901,  p.  414;  F.  R.  Moulton,  cited  by  T.  C.  Chamberlln,  Jour. 
Geology,  voL  5, 1897,  p.  674;  and  A.  C.  Lunn,  in  Chamberlin  and  Salisbury's  Geology,  vol.  1, 1904,  p.  652. 
All  the  esthnatee  reach  exceedingly  high  figures,  but  they  are  based  upon  very  doubtful  extrapolations. 
It  is  oonoelvabltf  that  the  increase  of  temperature  with  depth  may  reach  a  limit  which  it  dm  not  exceed. 

•  See,  Ux  example,  A.  Schertel  and  T.  Erhard,  Beibl&tter,  1879,  p.  347;  and  Sohertel,  idem,  1880,  p.  642. 

277 


Digitized  by  VjOOQ IC 


278  THE  DATA  OP  GBOCHEMISTBY. 

placed  high-temperature  pyrometiy  upon  a  new  footing  and  have 
made  practicable  the  class  of  determinations  which  we  now  require. 

In  1891  J.  Joly^  described  an  iostrument  (the  meldometer)  by 
means  of  which  the  melting  points  of  minerals  could  be  rapildly  and 
easily  determined,  and  several  years  later  R.  Cusack*  reported  a 
considerable  number  of  measurements  made  with  its  aid.  The  instru- 
ment consisted  of  a  thin  ribbon  of  platinum,  upon  which  the  mineral 
to  be  examined,  in  very  fine  powder,  was  placed.  The  particles  of 
mineral  dust  were  observed  with  a  microscope;  the  ribbon  was  heated 
with  an  electric  current;  and  from  the  expansion  of  the  platinum, 
which  was  measurable,  the  temperature  was  ascertained.  For  the 
method  by  which  the  meldometer  was  caUbrated  the  original  memoir 
may  be  consulted. 

C.  Doelter,*  in  recent  years,  has  made  many  melting  point  determi- 
nations by  means  of  a  thermoelectric  couple.  In  his  earlier  work  the 
minerals  were  fused  in  a  gas  furnace;  later  an  electric  furnace  was 
employed. 

The  determinations  by  A.  Brun*  were  published  in  1902  and  1904. 
His  fusions  were  effected  in  a  muffle  furnace,  heated  by  a  mixture 
of  oxygen  and  illuminating  gas,  and  the  temperatures  were  measured 
by  comparison  with  Seger  cones.  The  crystallized  mineral  was 
mounted  on  a  slender  peduncle  of  platinum,  and  so  placed  that  it  was 
heated  by  radiation  from  the  walls  of  the  muffle  out  of  contact  with 
the  flame. 

In  all  of  the  determinations  represented  by  the  foregoing  investi- 
gations the  subjective  element  has  been  large.  The  tested  samples 
were  watched  and  the  human  eye  was  trusted  to  determine  when 
softening  began  and  when  fusion  was  complete.  Greater  exactness  has 
been  secured  in  the  researches  conducted  by  A.  L.  Day  and  his  col- 
leagues* in  the  geophysical  laboratories  of  the  United  States  Geo- 
logical Survey  and  the  Carnegie  Institution  upon  almost  ideally  pure 
artificial  noinerals,  and  with  thermoelectric  couples  which  had  been 
calibrated  by  comparison  with  the  standards  at  the  Physikalische 

1  PxxK.  Roy.  Irish.  Acad.,  3d  ser.,  vol.  2,  p.  1891, 38. 
s  Idem,  vol.  4, 1896,  p.  399. 

*  HIn.  pet.  Hltt.,  toI.  20, 1901,  p.  211;  vol.  21, 1902,  p.  23;  vol.  23, 1903,  p.  297;  SiUungsb.  Alcad.  Wien, 
▼ol.  114, 1905,  p.  529;  toL  115,  Abth.  1,  July,  1906.    The  determinatiozu  cited  are  from  his  third  paper. 

*  Arch.  sd.  phys.  nat.,  4th  ser.,  vol.  13, 1902,  p.  552;  vol.  18, 1904,  p.  537.  For  the  details  of  Brun's  deter- 
minatioiis,  see  his  volume  Recherches  sur  Texhalaison  volcanlque,  Geneva,  1911.  There  are  also  some 
determlnatloDS  by  W.  C.  Roberts-Austen,  cited  by  Lord  Kelvin,  Phil.  Mag.,  5th  ser.,  vol.  47, 1899,  p.  66; 
others  by  J.  H.  L.  Vogt,  published  In  part  2  of  Die  SlllkatschmelzlSsungen,  and  a  few  by  W.  Hempel, 
Ber.  V.  Intemat.  Kong,  angew.  Chemle,  vol.  1, 1904,  p.  725.  For  data  on  shales  and  clays,  see  W.  0. 
Heraaus,  Zeltschr.  angew.  Chemle,  p.  1905,  49. 

B  A.  L.  Day  and  E.  T.  Allen,  Am.  Jour.  Sd.,  4th  ser.,  vol.  19, 1905,  p.'  93,  on  the  feldspars.  E.  T.  Allen 
and  W.  P.  White,  Idem,  vol.  21, 1906,  p.  100,  on  wollastonlte.  A.  L.  Day  and  E.  S.  Shepherd,  idem,  vol. 
22, 1906,  p.  265;  on  the  lime-silica  series.  E.  T.  Allen,  F.  E.  Wri^^t,  and  J.  K.  Clement,  idem,  vol.  22, 
1906,  p.  385,  on  magnesium  metasllicate.  E.  T.  Allen  and  W.  P.  White,  Idem,  vol.  27, 1909,  p.  1,  on  dlop- 
side,  etc.  E.  8.  Shepherd  and  O.  A.  Rankin,  idem,  vol.  28, 1909,  p.  293,  on  binary  systems  of  alumina 
with  silica,  Ume  and  magnesia.  For  a  summary  of  these  determinations,  with  corrections,  see  A.  L.  Day 
and  R.  B.  Sosman,  Am.  Jour.  Sci.,  4th  ser.,  vol.  31, 1911,  p.  341.  The  corrected  figures  are  given  In  the 
following  table.  Mixtures  similar  to  the  last  have  also  been  studied  by  R.  Rieke,  Chem.  Abst,  vol.  2, 
1908»  p.  986,  from  Stabl  and  Eisen,  voL  28. 
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KeichsaDstalt  at  Berlin.  In  these  measurements  the  melting  points 
were  determined  by  noting  the  exact  temperatures  at  which  abrupt 
absorptions  of  heat  occurred,  and  in  that  way  errors  of  judgment 
were  avoided. 

From  the  great  mass  of  data  now  available  I  have  compiled  the 
following  table,  which  well  exhibits  the  great  divergence  between  the 
older  and  the  newest  determinations.  The  table  might  be  greatly 
extended,  but  so  many  of  the  published  figures  relate  to  unanalyzed 
minerals  that  their  value  is  problematical. 

Melting  points  (**C)  of  various  minerals,  as  determined  by  different  investigators. 
Feldsi»ari  and  feldipatholdi. 


Mineral. 


Anorthite,  natural. . 
Anorihite,  artificial. 
An^bi,  artificial. . . 
AiuAbi,  artificial. . . 

Labradorite 

Andesine 

AniAbi,  artificial. . . 
AniAba,  artificial. . . 

Aai  Ab.,  artificial 

OligocfiLse 

Alfite 

Orthoclase 

Leucite , 

Nepheline 


Joly. 


1,230 


1,220 
1,175 


Cuflack. 


1,223-1,235 


1,172 


1,298 
1,059-1,070 


Doelter. 


1, 165-1, 210 


1,040-1,210 
1, 155-1, 185 


1, 135-1, 185 
1, 115-1, 170 
1, 185-1, 220 
1, 275-1, 315 
1,105-1,125 


Brun. 


1, 490-1,  520 
1,644-1,562 


1,370 
1,280 


1,260 
1,259 


1,410-1,430 
1,270 


Dayetal. 


1,560 
1,516 
1,477 


1,430 
1,375 
1,340 


a  Approximate.   Viaoosity  preventa  exact  measureinents. 
KlaoelUneoua  minenli. 


Mineral. 

Cusack. 

Doelter. 

Brun. 

Dayetal. 

Enstatite 

1,375-1,400 

McSiOa,  artificial 

1,657 

Wollastonite  <» 

1,203-1,208 

1,230-1,255 

1,366 
1,515 
1,270 

CaSiO;,,  artificial 

1,540 

Diopside,  natural 

1, 187-1, 195 

1, 135-1, 265 

Diopeidej  artificial 

61,391 

Augite 

1, 187-1, 199 
1, 219-1, 223 
1,187-1,200 
1, 342-1, 378 
1,425 

1,085-1,200 
1, 200-1, 220 
1,065-1,155 
1,265-1,410 

1,230 
1,270 
1,060-1,070 
1,750 
1,780 

Tiemolite 

Hornblende 

Olivine 

Quarts  c  .. 

1,626 

Magnetitfl 

1, 190-1, 225 
1,350-1,400 

HAm^titP 

1,300 
1,270 

Fluorite 

*  1,387 
1,816 

FlilHrn^ilitA, 

a  WoUaatonlte  haa  no  true  melting  point.  At  1,190*  It  paaees  into  the  pseudohexafonal  form,  which 
mdta  at  1|540\  •  *-  *-  *~-      -™* 

ft  A  much  lower  value,  1,225*,  was  given  by  Vogt. 

«  More  properly  aillca.  Quartz  is  transformed  into  crlstobalite  or  tridymite  at  about  800*.  and  has  n» 
true  msmng  point  of  its  own.  Roberts-Austen  gives  the  melting  ]X)lnt  of  silica  as  1.775*  and  Hempel  as 
1,685*.  Alumina  (corundum  7)  melts,  aooording  to  Hempel,  at  1,880*,  magnesia  ac  2,250*,  and  lime  at 
1,900*.  O.  Boudouard  (Jour.  Ison  and  Steel  Inst.,  1905,  pt.  1,  p.  350)  puts  the  melting  point  of  silica  at 
1,880*.  Aooording  to  P.  D.  Quensel  (Centralbl.  Min.,  QboL  u.  Pal.,  1906,  pp.  057, 738),  tiidymite  malU 
as  low  aa  l,5fiO*,  and  shows  incipient  fusion  at  1,500*. 

<  Private  oommimioedon  ttom  A.  L.  Day;  determined  on  the  natural  mineral. 
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A  few  other  interesting  determinations  of  melting  point  have  been 
given  by  Q.  Stein,  who  used  the  Wanner  pyrometer.*  Quartz,  or 
rather  silica,  became  a  viscous  semi-fluid  at  1,600^,  and  was  com- 
pletely liquid  at  1,750°.  Above  the  latter  temperature  it  sublimes. 
For  several  artificial  silicates,  cornftsponding  to  natural  minerals,  the 
following  melting  points  were  observed:  CaSiOs,  1,512°;  MgSiO,, 
1,565°;  FeSiO,,  1,500°  to  1,550°;  MnSiO,,  1,470°  to  1,500°;  MgjSiO^, 
below  1,900°;  ZnjSiO,,  1,484°.  There  is  also  a  research  by  E. 
Dittler,'  in  Doelter's  laboratory,  in  which  the  work  of  Day  and  his 
colleagues  is  criticized,^  and  the  attempt  is  made  to  show  that  their 
melting  points  are  much  too  high.  For  example,  Dittler  gives  1,310° 
as  the  melting  point  of  artificial  anorthite,  and  1,200°  as  that  of  the 
natural  mineral.  What  Dittler  has  observed,  however,  seems  not  to 
be  the  melting  points  as  defined  by  Day,  but  rather  temperatures  at 
which  the  crystallized  substances  begin  to  show  transitions  into  the 
VBry  viscous  amorphous  forms.  This  is  suggested  by  the  second 
paper  of  Brun,  in  which  he  gives  the  following  determinations. 
Artificial  anorthite  melts,  as  measured  by  a  calorimetric  method, 
between  1,544°  and  1,562°.  Japanese  anorthite  fused  at  1,490°, 
albite  at  1,259°,  olivine  at  about  1,750°,  woUastonite  at  1,366°,  and 
the  hexagonal  calcium  metasilicate  at  1,515°.  In  the  glassy  state 
the  artificial  anorthite  begins  to  show  deformation  at  1,083°  to  1,110°, 
and  it  crystallizes  between  1,210°  and  1,250°.  The  albite  glass 
softens  at  1,177°.  These  lower  temperatures  accord  fairly  with  tiiose 
determined  by  Cusack,  Doelter  and  Dittler,  who  seem  to  have  observed 
them  rather  than  the  true  melting  points.  Other  discordances  are 
due  to  differences  between  the  substances  examined,  for  natural 
minerals  are  rarely  pure,  and  in  the  pyroxene-homblende-olivine 
series  the  variations  due  to  isomorphism  are  very  large.  One  augite, 
for  example,  contains  much,  another  little,  iron;  calcium  and  magne- 
sium also  vary  in  their  proportions,  and  so  on.  In  these  series,  gen- 
erally speaking,  the  melting  point  falls  as  the  percentage  of  iron 
increases*  The  presence  of  watea*  in  a  mineral  has  also  a  lowering 
effect  upon  the  melting  point,  and  this  impurity  is  not  often  entirely 
absent.  The  figures  given,  therefore,  do  not,  except  in  those  from 
the  Geophysical  Laboratory  and  in  one  or  two  other  cases,  refer  to 
ideally  pure  compounds,  but  to  the  natural  minerals  with  all  their 
defects  of  composition.  They  help  us  to  form  some  idea  of  the 
temperatures  which  govern  volcanic  phenomena,  but  we  can  not 
reason  upon  them  as  if  they  were  precise  and  definite.  They  also 
furnish  us  with  some  checks  that  we  can  use  in  studying  the  order  of 
formation  of  minerals  when  a  molten  lava  cools,  although  here  again 
the  data  should  be  handled  with  great  caution.    A  comparison  of  the 

1  Zeltaokr.  uaaeg'  Ohemle,  vol.  66, 1907,  p.  160. 

« Idem,  Tol.  e»,  1011 ,  p.  27S. 

s  For  a  reply  to  orltlQiflmfl  see  Day  and  Boaman,  Am.  Joor.  Sol.,  4th  aer.,  toI.  81, 1011,  p.  841. 


Digitized  by  VjOOQ IC 


THE  MOISTEN  MAQMA.  281 

different  figures  for  the  melting  point  of  the  eame  mineral,  say  for 
leucite  or  oKvine,  will  show  how  great  the  existing  uncertainties 
really  are.  Furthermore,  many  of  the  published  melting  points  have 
no  real  significance.  Some  of  the  minerals  for  which  melting  points 
have  been  recorded  break  down  into  other  substances  before  or  during 
fusion,  a  fact  of  which  Brun  has  taken  notice  in  a  number  of  instances. 
The  micas,  for  example,  for  which  Doelter  gives  several  determina- 
tions,  lose  water  and  are  transformed  into  other  silicates  or  mixtures 
of  silicates,  whose  precise  character  is  unknown.  Garnet,  when 
fused,  also  splits  up  into  two  or  more  compounds,  and  in  such  cases 
the  recorded  melting  points  are  meaningless. 

In  the  geological  interpretation  of  the  melting  points  there  is  one 
particTilarly  dangerous  source  of  error.  We  must  not  assume  that 
the  temperature  at  which  a  given  oxide  or  silicate  melts  is  the  tem- 
perature at  which  a  mineral  of  the  same  composition  can  crystallize 
from  a  magma.  Many  substances  exist  in  more  than  gob  modifica- 
tion, and  certain  forma,  which  ottexk  correspond  to  natural  minerals, 
are  developed  only  at  temperatures  far  below  the  apparent  points  of 
fusion.  Quartz,  for  example,  ceases  to  be  quartz  and  becomes  tridy- 
mite  long  before  it  fuses;  wollastonite  is  transformed  into  a  pseudo- 
hexagonal  substance  which  is  tmknown  as  a  mineral  species,  and  the 
melting  point  of  magnesiiun  metasilicate,  under  ordinary  conditions, 
is  not  that  of  the  orthorhombic  enstatite,  but  of  a  monocUnic  variety. 
In  these  instances,  which  will  be  taken  up  in  detail  in  the  next  chap- 
ter, the  transition  temperatures,  at  which  one  form  changes  to 
another,  are  geologically  as  important  as  the  melting  points,  and 
perlx^s  of  even  greats  value.  They  are  the  temperatures  above 
which  the  several  species  can  not  form,  and  therefore  they  are  of  the 
utmost  significance.  Silica  crystallizes  as  quartz  only  below  800^; 
wollastonite  can  not  exist  above  1,190^;  and  so  the  formation  of 
either  mineral  in  a  rock  tells  us  something  of  the  conditions  under 
which  it  soUdified.  As  yet  the  data  of  this  class  are  unfortunately 
few,  but  their  number  is  likely  to  become  much  greater  within  the 
near  future. 

For  the  direct  study  of  the  igneous  rocks  themselves,  the  available 
melting-point  measurements  are  very  few.  Mixtures,  such  as  rocks, 
unless  they  happen  to  be  eutectic,  have  no  distinct  melting  points,  and 
two  temperatures  at  least  should  be  determined  for  each  example. 

The  following  temperatures,  observed  by  Doelter,*  will  serve  to 
illustrate  this  point. 

>  liim.  pet.  Mitt,  toL  31, 1902^  p.  S3.  J.  A.  Douglas  (Quart.  Jour.  Oeol.  Boc,  vol.  63, 1907,  p.  145),  has 
abo  made  a  number  of  similar  determinattous,  and  has  measured  the  increase  of  volume  which  minerals 
exhibit  hi  passtaig  hrom  the  crystalline  to  the  glassy  phase.  Such  an  Increase  is  probably  the  rule,  bu  t  A. 
Fleischer  (Zeitschr.  Deutsch.  geol.  QeseU.,  vol.  67, 1905,  p.  201  (Monatsber.);  vol.  59, 1907,  p.  123)  has  shown 
that  molten  basalt  and  some  slags  expand  on  solidification.  Bee  also  A.  Barker,  Natoial  history  of  igneous 
roclcs,  p.  158. 
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MeUing  poirUa  (^C.)  ofvarunu  igneoui  rock$. 


Rock. 

r 

Granite,  Predazzo 

Mqpzonite,  Predazzo 

Lava,  Vesuvius 

Lava,  Etna 

Basalt,  Remagen 

Limburgite 

Phonolite 

Nepheline  syenite 


Softens. 


1,150-1,160 

1, 115-1, 125 

1,030-1,060 

962-970 

992-1,020 

995-1,000 

1,060 

1,040-1,060 


Becomes  fluid. 


1,240 
1,190 
1,080-1,090 
1,010-1,040 
1,060-1,075 
1,050-1,060 
1,090 
1,060-1,100 


According  to  A.  Brun/  the  basalt  from  Stromboli  begins  to  soften 
at  1,130®,  and  at  1,170®  it  becomes  pasty.  The  still  molten  rock  con- 
tains crystals  of  augite,  whose  melting  point  he  places  at  1,230®.  The 
temperature  at  which  the  basalt  solidified,  therefore,  can  not  exceed 
that  figure,  and  may  have  been  much  lower.  Similar  reasoning  has 
been  employed  by  C.  Doelter,*  based  upon  the  presence  of  leucite  in 
Vesuvian  lava.  Doelter,  however,  assigned  to  leucite  a  melting  point 
which  is  certainly  too  low,*  and  his  computations,  which  must  be 
revised,  need  not  be  considered  further.  All  we  can  now  say  with 
certainty  is  that  the  temperature  of  an  emerging  lava  must  be  above 
that  at  which  it  begins  to  solidify.  That  temperature  is  rarely,  if 
ever,  below  1,000®  C,  and  the  actual  temperature  not  long  before 
emission  may  be  hundreds,  perhaps  a  thousand,  degrees  higher.  Lava 
at  Torre  del  Greco,  says  A.  Geikie,^  fused  the  sharp  edges  of  flints 
and  decomposed  brass,  the  copper  actually  crystallizing.  From  its 
effect  on  flint,  it  would  seem  that  its  temperature  could  hardly  be 
below  1,600®,  at  which  point  silica  softens.  If,  however,  the  apparent 
fusion  was  due  to  a  solvent  action  of  the  molten  lava,  the  argument 
in  favor  of  a  high  temperature  breaks  down.  A  careful  study  of  the 
conditions  under  which  silicates  have  been  sublimed  at  Vesuvius 
might  shed  much  light  on  the  problem. 

INFLUENCE    OF   WATER. 

So  far  the  measurements  cited  in  this  chapter  relate  to  dry  fusion 
or  to  the  fusion  of  minerals  containing  only  insignificant  quantities  of 
hygroscopic  water.  Within  a  volcano,  apparently,  the  conditions 
are  quite  different,  and  there  the  presence  of  water  must  be  taken 
into  accoimt,  together  with  the  gases  which  are  so  powerfully  oper- 
ative in  producing  explosions.  The  magma,  before  eruption,  is  some- 
thing very  different  from  the  smoothly  flowing  stream  of  lava,  for  it 
is  heavily  charged  with  aqueous  vapor  and  other  gases,  under  great 

I  Arch.  sci.  pbys.  nat.,  4tta  ser.,  vol.  13, 1902,  p.  3C7. 

*  SlUungsb.  Akad.  WIen,  vol.  112,  lOai,  p.  681. 

*  Bee  preceding  table  of  melting  points.    Preliminary  experiments  by  A.  L.  Day  have  shown  that  the 
melting  point  of  leucite  is  certainly  above  1,500*. 

<  Text-book  of  geology,  4th  ed.,  p.  304. 
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pressure;  exactly  as  the  soda  water  in  an  ordinary  siphon  bottle  is 
loaded  with  carbon  dioxide.  YSThen  the  pressure  is  released  the  gases 
escape  with  explosive  force,  carrying  the  liquid  matter  with  them.^ 
In  the  eruption  of  a  volcano  this  process  produces  a  great  quantity 
of  fiery  spray,  which  solidifies  in  the  form  of  volcanic  ash,  while 
other  portions  of  the  foaming  surface  of  the  lava  cool  to  pumice. 
When  the  lava  stream  itself  appears  its  effervescence  has  lai^ely 
ceased,  and  it  exhibits  the  ordinary  phenomena  of  a  cooling  liquid. 
The  condition  of  the  water  which  is  contained  within  a  magma  is 
perhaps  best  explained  by  certain  experiments  of  C.  Barus,'  who 
found  that  colloid  substances,  in  presence  of  solvents,  swell  up  enor- 
mously, and  that  at  high  temperatures  the  swollen  coagulum  passes 
into  a  clear  and  apparently  homogeneous  solution.  This  observation 
he  extended  to  mixtures  of  ordinary  soft  glass  and  water,  which  he 
heated  in  closed  steel  tubes  to  210^  C.  Under  these  conditions  210 
grams  of  glass  with  50  grams  of  water  formed  a  resinous  opalescent 
mass,  in  which  all  the  water  was  absorbed.  This  substance,  to  which 
Bams  gave  the  name  of  ''water  glass,"  when  heated  in  air,  swells 
up  enormously,  loses  water,  and  forms  a  true  pumice.  By  ordinary 
exposure  to  air  the  substance  slowly  disintegrates.  Salts  dissolved 
in  the  water  do  not  enter  the  glass,  which  acts  in  that  respect  like  a 
semipermeable  membrane.  Hard  glasses  are  more  refractory;  but 
it  is  probable  that  at  the  temperatures  and  pressures  existing  within 
a  volcano,  all  of  the  silicates  would  act  in  a  similar  way  and  give 
similar  solutions.  This  may  enable  us  to  form  some  notion  of  the 
unerupted  magma,  with  its  dissolved  gases,  and  the  changes  which 
it  undergoes  when  the  pressure  upon  it  is  relieved.  One  effect  of  the 
water  would  be  to  reduce  the  temperature  at  which  liquidity  could 
be  maintained.  An  obsidian,  in  presence  of  water,  was  found  by 
Barus  to  fuse  at  about  1,250^,  while  the  resulting  pumice  melted  at 
1,650°,  approximately.' 

MAOMATIC    SOIiUnONS. 

So  far  as  we  can  determine,  then,  the  magma,  previous  to  eruption, 
is  a  mass  of  rock-forming  matter,  in  a  state  of  fusion,  and  heavily 
chaiged  with  gases  under  enormous  pressure.  To  what  extent  and 
how  its  temperature  may  vary  we  do  not  know,  but  the  pressure  must 
fluctuate  widely.  It  is  through  overcoming  pressure  that  eruptions 
become  possible.    Then  gases  and  water  are  largely  expelled,  and  a 

1  This  oomparlson  of  a  Tolcano  with  a  bottle  of  soda  water  or  champagne  has  been  developed  bj  S. 
Meimler.  He  assumes  that  the  water  was  originally  occluded  or  combined  in  the  rocks,  and  when  the 
latter,  by  displacement,  are  brought  into  the  region  of  high  temperature,  their  aqueous  content  is  set  free 
and  an  explosion  becomes  possible.    See  La  Nature,  vol.  30,  pt.  1, 1002,  p.  3S6. 

>  Am.  Jour.  Sci.,  4th  ser.,  vol.  9, 1900,  p.  161.  The  name  "water  glass,"  as  used  by  Barus,  Is  unfortunate, 
for  It  already  belonged  to  the  soluble  alkaline  silicates  and  had  been  in  cuirent  use  for  many  years. 

'Compare  F.  Guthrie,  Phil.  Hag.,  5th  ser.,  vol.  18, 1884,  p.  117,  on  the  change  from  obsidian  to  pumice 
by  extrusion  of  water. 
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fluid  or  viscous  lava,  veiy  different  from  the  original  magma,  remains. 
By  pressure,  furthermore,  the  temperature  needed  to  produce  com- 
plete fluidity  is  raised,  and  this  fact  is  emphasized  by  the  phenomena 
of  resorption.  A  mineral — ^like  quartz,  for  example — may  crystallise 
within  a  viscous  magma,  but  when  the  pressure  is  reduced  its  temper- 
ature of  fusion  falls,  and  partial  or  complete  re-solution  may  take 
place.  These  partly  redissolved  minerals  are  familiar  objects  to  the 
petrologist.* 

Whether  the  magma  itself,  at  great  depths,  is  homogeneous  or  not 
is  an  open  question,  but  it  is  not  emitted  homogeneously.  Different 
laras  issue,  not  only  from  neighboring  vents,  but  successively  from 
the  same  opening  during  a  aenea  of  eruptions.  To  determine  the 
cause  of  these  differences  is  one  of  the  great  problems  of  petrology, 
and  many  solutions  of  it  have  been  proposed,  discussed,  and  either 
abandoned  or  partly  accepted.  To  discuss  these  attempts  in  detail 
does  not  fall  within  the  scope  of  this  memoir,  but  the  evidence  upon 
which  they  rest,  so  far  as  it  touches  (diemistry,  must  be  briefly 
considered.' 

From  a  physico-chemical  point  of  view,  a  molten  rock  is  to  be 
regarded  as  a  solution,  behaving  in  all  essential  particulars  exactly 
like  any  other  solution.  One  or  more  minerals  are  dissolved  in 
another,  as  salt  dissolves  in  water;  or,  better,  they  are  mutually 
dissolved,  like  a  mixture  of  water  and  alcohol.  We  can  not  really 
say  that  in  such  a  mixture  one  substance  is  the  solvent  and  the  others 
are  the  solutes,  for  the  distinction  is  not  a  sound  one,  howev^  con- 
venient it  may  be  in  ordinary  cases.'  The  different  molten  substances 
dissolve  one  another,  and  if  there  are  any  limits  to  their  miscibtlity, 
they  have  not  been  determined.  I  speak  now,  of  course,  with  refer- 
ence to  the  constituents  of  an  ordinary  fluid  lava,  and  these  are 
mostly  silicates — that  is,  metallic  salts. 

The  more  familiar  aqueous  solutions  of  salts  are  electrolytes,  and 
in  them  the  compounds  are  believed  to  be  dissociated  into  their  ions. 
This  dissociation  is  complete  only  at  infinite  dilution;  in  concentrated 
solutions  it  is  partial,  and  in  a  saturated  solution  its  amount  may  be 
comparatively  small.  In  a  molten  magma  probably  all  of  these  con- 
ditions hold,  for  as  a  solution  it  is  dilute  with  respect  to  its  minor 

1  A  good  example  of  the  resorption  of  olivine  in  a  basalt  is  given  by  C.  N.  Fenner  Am.  Joor.  Scl.,  4th 
ser.,  vol.  29,  1910,  p.  230.  The  author  dbmsses  other  phyBicochemlcal  relations  of  a  basaltie  magma  at 
some  length. 

s  For  good  summaries  on  magmatic  differentiation,  see  J.  P.  Iddlngs,  The  origin  of  igneous  rocks:  Bull. 
Phllos.  Soc.  Washhigton,  vol.  12,  1892,  p.  89;  W.  C.  BrOgger,  Die  Eruptivgesteine  des  KrIstianiag»Uetes, 
pt.  3,  1898,  p.  334;  and  F.  Loewinson-Lessing,  Compt.  rend.  VII.  Cong.  g6ol.  intemat.,  1897,  p.  306.  These 
aze  only  a  lew  among  many  memoirs  dealing  more  or  less  fully  with  the  subject.  Loewinson-Lessing's 
paper  is  rich  in  literature  references.  For  a  criticism  adverse  to  the  idea  of  magmatic  differentiation  see 
F.  Foaqud,  Bull.  Soo.  min.,  vol.  26, 1902,  p.  349. 

■  O.  F.  Becker  (Twenty-first  Ann.  Kept.  U.  S.  Geol.  Survey,  pt.  3, 1901,  p«  519)  proposes  to  regard  the 
eutectio  mixtures  as  the  true  solvents,  and  the  minerals  which  separate  from  them  as  the  solutes.  This 
BoggesUon  has  attracted  much  attention:  but  it  can  not  be  fully  utiliied  until  we  know  what  the  eatectloB 
reallyaiB. 
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components,  but  highly  concentrated  aa  regards  the  more  essential 
minerals.  As  a  solution  of  apatite  or  rutile  it  may  be  very  weak; 
as  a  solution  of  quartz,  feldspar,  or  pyroxene,  very  strong.  It  is^ 
however,  a  conductor  of  electricity,  and,  therefore,  if  the  analogy 
between  it  and  ordinary  solutions  is  valid,  it  is  at  least  partially 
ionized.  This  is  the  view  adopted  by  C.  Barus  and  J.  P.  Iddings,  ^ 
who  studied  the  electrical  conductivity  of  three  molten  rocks,  for 
which  the  following  condensed  descriptions  may  be  cited  here: 

Melting  pointa  and  silica  content  of  three  igneous  rocks. 


Bock. 


Approxi- 
mate malt- 
ing point. 


Peroentace 
ofSloT 


Basalt 

Hornblende-mica  porphyry. 
Rhyolite 


1,250 
1,400 
1,600 


48.49 
61.60 
76.50 


At  IjaOO*"  the  basalt  was  quite  fluid,  but  at  1,700''  the  rhyolite 
was  still  viscid,  and  yet  the  conductivity  increased  with  the  viscosity 
and  with  the  silica,  in  spite  of  the  fact  that  silica  alone  is  probably 
an  insulator.  In  other  words,  the  fused  rocks  are  electrolytes,  and 
the  silicateB  in  them  are  probably  more  or  less  dissociated  into  their 
ions.*  What  these  ions  are  we  do  not  yet  know;  but  their  ultimate 
identification  is  not  hopeless.  The  extent  of  the  ionization  is  also 
unknown,  but  its  existence  seems  to  be  established.  Furthermore, 
since  the  several  siUcates  are  present  in  a  magma  in  different  degrees 
of  concentration,  they  must  be  differently  ionized,  and  some  of  them 
to  a  much  greater  extent  than  others. 

When  a  salt  dissolves  in  water  the  temperature  of  solidification 
is  changed.  Water,  for  example,  freezes  at  0°  C,  but  the  addition 
of  23.6  per  cent  of  sodium  chloride  to  it  reduces  the  melting  or 
solidifying  point  to  —22®.  This  depression  of  the  melting  point 
is  quite  a  general  phenomenon,  and  from  it,  by  formulsd  which  need 
not  be  considered  here,  the  molecular  weight  of  the  dissolved  sub- 
stance can  be  calculated.  In  alloys  a  similar  change  can  be  observed, 
and  in  some  cases  it  is  very  striking;  the  well-known  fusible  alloys, 
for  instance,  melt  at  temperatures  below  the  boiling  point  of  water. 

An  igneous  rock,  so  far  as  our  data  now  go,  exhibits  the  same 
peculiarity,  and  becomes  fluid  at  temperatures  below  the  average 

1  Amu  Joar.  Sci.,  3d  ser.,  toI.  H,  1892,  p.  342. 

'The  coexistence  in  certain  rocks  of  antagonistic  minerals  like  quartz  and  magnetite  may  be  an  evidence 
ol  dissociation.  They  should  react  to  lorm  a  silicate  of  iron,  but  we  can  readily  imagine  a  highly  viscous 
melt  as  solidifying  so  rapidly  that  all  of  the  ions  are  unable  to  find  their  proper  partners.  The  free  oxides 
therafore  appear  hi  the  solid  product.  I  offer  this  merely  as  a  suggestion.  H.  J.  Johnston-Lavis,  Bull. 
8oc  beige  gtel.,  vol.  22,  1008,  p.  108,  has  attributed  the  quartz  in  a  particular  basalt  to  included  gneiss. 
Doelter  (Siuimgsb.  Akad.  Wien,  vol.  113, 1904,  p.  109)  ascribes  the  early  separation  of  oxides  and  alumi- 
nates  from  cooling  magmas  to  dissociation. 
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melting  point  of  its  constituent  minerals,  and  sometimes  lower  than 
the  lowest  among  the  latter.  Doelter's  figures,  as  cited  on  page  282, 
serve  to  illustrate  this  point,  although  the  depression  is  not  so  marked 
as  in  the  more  familiar  cases  just  mentioned.  The  experiments  by 
Michaela  Vuftnik*  and  Berta  Vukits,*  who  fused  together  minerals  of 
supposedly  known  melting  points  and  observed  those  i  of  the  mix- 
tures, tell  the  same  story.  In  some  cases,  however,  the  interpreta- 
tion of  the  observations  is  complicated  by  chemical  reactions,  which 
produced  new  salts;  and  it  is  also  affected  by  the  liability  of  glasses 
to  supercooling.  Attempts  to  compute  molecular  weights  from  the 
observed  depressions  gave  unsatisfactory  results,  and  led  to  no  defi- 
nite conclusions. 

N.  V.  Kultascheff's  investigations,"  although  not  rigorously  com- 
parable with  natural  phenomena,  point  in  the  same  direction.  Mix- 
tures of  NaySiOs  and  CaSiO,  were  studied,  the  first  salt  melting  at 
1,007°  and  the  second  at  a  temperature  above  1,400°.*  A  mixture 
olf  80  per  cent  of  the  sodium  salt  with  20  per  cent  of  the  calcium  com- 
pound fused  at  938°,  and  even  greater  depressions  were  produced  by 
additions  of  the  still  less  fusible  silica.  Upon  adding  only  6.5  per 
cent  of  silica  to  the  sodium  silicate,  the  melting  point  was  reduced  to 
820°.  It  was  also  found  that  the  two  silicates  united  to  form  at 
least  two  double  salts,  a  fact  which  complicates  the  interpretation 
of  the  phenomena.* 

EUTECTICS. 

When  a  fused  rock,  or  mixture  of  similar  character,  solidifies,  it 
can  do  so  in  either  one  of  two  ways.  It  may  solidify  as  a  unit,  form- 
ing a  glass,  in  which  no  individualization  of  its  constituents  can  be 
detected,  or  it  may  solidify  as  a  mass  of 'Crystalline  minerals,  each 
one  exhibiting  its  own  peculiarities.  Between  these  extremes  many 
intermediate  conditions,  due  to  partial  crystallization,  are  possible, 
ranging  from  glass  containing  a  few  crystals  to  a  crystalline  mass 
with  some  glassy  remainder  left  over — that  is,  both  processes  may 
go  on  in  the  same  cooling  magma,  and  both,  of  course,  incompletely. 
The  more  viscous  the  lava  the  less  easily  its  materials  can  crystallize, 
and  hence  glasses  are  most  commonly  derived  from  magmas  rich  in 
silica.    Obsidian  has  essentially  the  composition  of  rhyoUte. 

Let  us  now  consider  what  will  happen  when  a  solution  solidifies  to 
a  crystalline  aggregate.  Take  for  example  a  solution  of  conmaon 
salt  in  water,  which  freezes  at  —22°  C,  with  a  definite  proportion — 

1  Centralbl.  Mln.,  Oeol.  u.  Pal.,  1904,  pp.  2d6, 340,  364. 

s  Idem,  pp.  705,  730. 

•Zeitachr.  aoorx.  Chemie,  vol.  35, 1903,  p.  187. 

*  1.540'  according  to  Allen  and  White.     See  table  of  melting  points,  p.  279. 

•  A  similar  study  of  several  binary  mixtures  of  silicates  is  reported  by  R.  C.  Wallace,  Zeitschr.  anorg. 
Chemie,  yd.  63, 1909.  p.  1.  The  mixtures  examined,  however,  with  one  or  two  exoqpttois,  do  not  oan«- 
^poiid  to  natural  minerals. 
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namely,  23.6  per  cent — of  sodium  chloride  in  the  mixture.  Upon 
cooling  such  a  solution,  if  less  than  that  proportion  of  salt  is  present, 
ice  will  crystallize  first,  but  when  the  indicated  concentration  and 
temperature  have  been  reached  the  entire  mass — ^salt  and  water — ^will 
solidify.  If,  on  the  other  hand,  salt  is  in  excess  of  23.6  per  cent,  its 
hydrate,  NaC1.2H,0,  will  first  appear  and  continue  to  be  deposited 
until  the  point  of  equilibrium  has  been  attained.  Then  the  same  mix- 
ture will  solidify  as  in  the  other  case.  This  Tninimum  temperature, 
with  its  definite,  corresponding  concentration  of  salt  and  water,  is . 
known  as  the  eutectic  point,  and  at  that  point  the  solution  and  the 
solid  have  the  same  composition.^  Above  the  eutectic  point  either 
salt  or  water  may  crystalUze  out,  that  substance  being  first  deposited 
which  is  in  excess  of  the  eutectic  ratio — the  ratio,  that  is,  of  23.6 
NaCl  to  76.4  11,0.  In  the  freezing  of  sea  water  the  separation  of 
nearly  pure  ice  is  seen,  because  the  water  is  largely  in  excess  of  the 
eutectic  proportions. 

When  two  salts  are  fused  together  and  allowed  to  soUdify,  the  same 
order  of  phenomena  appears,  provided  that  certain  conditions  are 
satisfied.  First,  the  fused  salts  must  be  miscible — that  is,  soluble  in 
one  another.  If  this  condition  is  not  fulfilled  the  melt  will  separate 
into  layers.  Secondly,  they  must  not  be  capable  of  acting  upon  each 
other  chemically,  for  in  that  case  new  compounds  are  produced. 
Finally,  they  should  not  be  isomorphous  salts,  for  then  no  eutectic 
mixture  is  possible.  The  feldspars  albite  and  anorthite,  for  example, 
crystallize  together  in  all  proportions,  and  the  melting  points  of  the 
mixed  crystals  form  a  series  with  no  eutectic  depression.  This  differ- 
ence between  isomorphous  and  eutectic  mixtures  is  fundamental. 

Since,  now,  the  fusing  point  of  a  lava  generally  falls  below  the 
average  melting  point  of  its  constituent  minerals,  the  foregoing  con- 
siderations may  be  applied  to  its  investigation.  Some  of  its  compo- 
nents will  form  isomorphous  mixtures,  but  a  part  of  it  will  represent 
eutectic  proportions  which  differ  with  the  varying  composition 
of  different  rocks.  In  each  case  the  substances  that  are  in  excess 
of  the  eutectic  ratios  are  likely  to  crystallize  first,  and  the  eutectic 
mixture  itself  will  probably  be  found  in  the  groundmass,  or  solidi- 
fied mother  liquor,  from  which  the  crystals  have  separated.  From 
this  point  of  view  the  study  of  the  eutectics  becomes  fundamentally 
important  in  the  study  and  classification  of  igneous  rocks,  for  they 
chiefly  determine  the  character  and  order  of  deposition  of  the  pheno- 
crysts.  There  are  doubtless  other  factors  in  the  problem,  liut  this  one 
is  the  most  fundamental  and  characteristic.  So  far  none  of  the 
eutectics  in  question  have  been  positively  identified,  although 
various  attempts  to  indicate  them  are  on  record,  with  results  which 

i  F.  Outfaiie  regarded  these  saline  mixtures  with  water  as  deflnlte  compounds,  which  hetennedcryoihy^ 
dntes.  8eeFhll.Mag.,4thser.,Tol.49,1875,pp.l,206,a66;5thser.»ToL17,1884,p.462.  See  also  ILBoloi^ 
Zettnhr.  phjsikaL  Chemle,  vol.  17, 1806,  p.  825. 
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mnj  or  may  not  be  verified.  In  Kultaecheff's  exprnments  with 
sodium  and  calcium  silicates  two  eutectic  points  were  noted,  which 
represented;  however,  not  a  single  natural  mixture,  but  a  series  of 
artificial  mixtures  wherein  both  of  the  original  compounds  and  two 
double  salts  took  part.  H.  O.  Hofman's  work  ^  on  artificial  slags, 
containing  iron  and  calcium  silicates,  also  tells  us  something  about 
possible  eutectic  points,  and  other  valuable  data  are  given  in  the 
memoir  by  A.  L.  Day  and  E.  S.  Shepherd '  on  the  compounds  of  lime 
and  silica.  The  mixtures  studied  in  the  latter  investigation,  how- 
ever, do  not  correspond  to  any  known  natural  associations. 

F.  Guthrie,'  to  whom  the  expression  '^eutectic"  is  due,  was  the  first 
to  point  out  the  applicability  of  his  researches  to  the  study  of  igneous 
rocks,  and  of  late  years  his  suggestions  have  received  much  attention. 
J.  J.  H.  Teall  ^  was  one  of  the  first  to  develop  the  subject,  and  he 
indicated  a  micropegmatite,  with  62.05  per  cent  of  feldspar  and  37.95 
per  cent  of  quartz,  as  a  possible  eutectic  mixture.  This  possibility  has 
been  discussed  by  several  writers,  and  especially  by  J.  H.  L.  Vogt,* 
who  regards  a  mixture  of  74.25  per  cent  of  orthoclase  with  25.75  per 
cent  of  quartz  as  the  true  eutectic  in  this  particular  instance,  and 
shows  that  it  is  very  close  to  the  average  micropegmatite  in  composi- 
tion. This  is  not  far  from  the  molecular  ratio  3AlKSi/)s:5SiO„ 
although  simple  molecular  ratios  can  not  necessarily  be  assumed  in 
eutectic  mixtures.  The  latter,  so  far  as  present  evidence  goes,  are 
not  definite  compounds.  The  waternsalt  eutectic  is  not  a  hydrate,  but 
a  mixture  of  salt  and  ice,  which,  however,  happens  to  approximate 
rather  closely  in  composition  to  NaCl  +  10H,O. 

In  the  first  of  the  memoirs  just  cited,  which  is  rich  in  data  relative 
to  the  physical  constants  of  molten  rocks,  minerals,  and  slags,  Yogt 
attempts  to  fix  the  comp>oeition  of  a  number  of  eutectic  mixtures. 
Some  of  them  are  as  follows,  the  figures  referring  to  percentages: 

68      diopside  with  32  olivine. 

74  melilite  with  26  oUvine. 
66      melilite  with  35  anorthite. 
40      diopdde  with  60  &kennanite. 
74.25  anorthite  with  25.75  quartz. 

75  albite  with  25  quartz. 

The  last  two  ratios  are  practically  identical  with  the  orthoclase- 
quartz  ratio  as  given   above.    It  is,   however,   a  grave   question 

>  Teofanology  Quart.,  vol.  13»  1900,  p.  41. 

•  Am.  Jour.  ScL»  4th  aer.,  voL  22, 1006,  p.  265. 

•  PhU.  Hag.,  4th  ser.,  vol.  49, 1S75,  p.  20. 

•  British  Petrography,  1888,  pp.  385-419. 

•  Die  Smiat9chinel2lO«mgeii,  pt.  2, 1904,  pp.  113-128.  Bee  also  Vogt,  ICin.  pet  Hltt,  toI.  24, 1906,  p.  437; 
vol.  25, 1906,  p.  361 ;  vol.  27, 1906,  p.  106.  A.  C.  Lane,  Jour.  Geology,  vol.  12, 1904,  p.  23.  H.  E.  Johansson, 
Geol.  Fftran.  FSrhandi.,  vol.  27, 1906.  p.  110;  and  A.  BygcMn,  Bull.  Oeol.  Inst.  Upsala,  vol.  7, 1004^,  p.  1. 
The  subjeot  of  euteotfos  is  also  fuUy  diaouswid  in  Harlcer's  Natural  histocy  of  igneous  rooks,  and  Etadm'i 
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whether  in  a  strict  sense  eutectics  of  feldspar  and  quartz  are  possible. 
Quartz  is  capable  of  formation  only  below  800°,  and  one  modifica- 
tion of  it  only  below  675°.  In  the  pegmatites  of  Maine,  as  described 
by  E.  S.  Bastin,*  the  quartz  is  often  of  the  low  temperature  variety, 
and  crystallization  was  further  modified  by  the  presence  of  gaseous, 
or  vaporous  constituents  in  the  magma.  Fluidal  inclusions  are  also 
common  in  the  quartz.  The  sohdification  of  these  pegmatites  was 
therefore  a  complex  process,  and  by  no  means  so  simple  as  the  theory 
of  eutectics  would  seem  to  demand.  A  feldspar-silica  eutectic,  on 
the  other  hand,  in  which  during  prolonged  cooling  a  gradual  develop- 
ment of  the  siUca  as  quartz  occurred  may  be  conceivable.* 

The  entire  subject  of  eutectics,  in  reference  to  rock  formation,  is 
elaborately  discussed  by  Vogt,  who  considers  them  in  connection 
with  the  melting  points,  and  the  specific  and  latent  heats  of  the  com- 
ponent minerals.  These  data,  however,  are  more  or  less  crude,  and 
Vogt's  results  are  therefore  to  be  regarded  merely  as  first  approxima- 
tions to  the  solution  of  the  problems  proposed,  and  as  subject  to  very 
critical  revision.  Vogt  also  sought  to  determine  the  molecular 
weights  of  several  silicates  from  the  observed  melting  point  depres- 
sions, and  concluded  that  they  were  represented  by  their  simplest 
empirical  formulae.  The  fused  minerals,  as  such,  exist  in  the  fluid 
magma,  although  they  are  partly  subject  to  electrolytic  dissociation. 
The  latter  phenomenon  has  also  been  much  studied  by  Doelter.' 
The  essential  point  in  Vogt's  and  also  in  Doelter's  work  is  that  they 
attempt  to  apply  modem  physicochemical  methods  to  the  investiga- 
tion of  magmas,  and  whether  their  conclusions  are  maintained  or  not 
they  are  at  least  suggestive. 

Up  to  this  point  we  have  considered  only  simple  cases  to  which  the 
theory  of  eutectics  is  easily  apphed.  In  salt  and  water  we  have 
merely  a  system  of  two  components,  and  the  examples  given  by  Vogt 
are  of  like  simplicity.  But  igneous  rocks  are,  as  a  rule,  much  more 
complex,  and  may  contain  from  three  to  many  component  minerals. 
For  conditions  like  these  the  theoretical  treatment  is  as  yet  undevel- 
oped, although  the  researches  of  Van't  Hoflf  on  the  Stassfurt  salts 
suggest,  with  their  diagrams,  certain  analogies  which  may  be  followed 
in  the  future.  The  laws  of  equilibrium  must  apply  to  all  possible 
cases  of  solution,  even  though  we  may  be  unable  as  yet  to  trace  the 
details  of  their  working.  Just  as  the  Stassfurt  problem  is  compUcated 
by  the  deposition  of  hydrates  and  double  salts,  so  from  the  magma 
complex  silicates  can  form,  and  the  exact  conditions  under  which 
each  may  develop  are  so  far  only  partially  determined.     The  diflBi- 

1  Jour.  G6ok>gy,  vol.  18, 1910,  p.  297.    Also,  more  In  detail,  In  Bull.  U.  S.  Geol.  Survey  No.  445, 1911. 
t  For  the  conditions  under  which  quarts  can  form  see  the  section  on  that  mineral  in  the  following  chapter. 
•  Monotsh.  Chemie,  vol.  28, 1907,  p.  1313;  BiUungsb.  Akad.  Wien,  vol.  117, 1906,  pt.  1;  Zeltschr.  Elektro- 
chemie,  1908,  p.  6fi2. 

101381*'— Bull.  491—11 19 
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culties  that  confront  us  here  are  well  pointed  out  by  Boozeboom  ^  in 
his  great  work  on  the  phase  rule,  where  he  calls  attention  to  the  fact 
that  an  igneous  rock  represents  many  components  and  many  solid 
phases.  Some  of  the  latter  are  definite  compounds,  and  some  are 
mixed  crystals  from  isomorphous  series.  If  the  cooling  of  the  magma 
has  been  too  rapid,  supersaturation  may  have  occurred,  with  a  change 
in  the  order  of  deposition  of  the  minerals  and  the  formation  of  some 
undifferentiated  glass  base.  Furthermore,  lava  rising  from  a  great 
depth  undergoes  a  change  of  pressure,  which  modifies  the  relative 
solubility  of  its  components  and  alters  the  position  of  the  eutectic 
point. 

SEPARATION    OF    MINERAL.®  • 

It  is  evident,  from  what  has  been  said,  that  no  universal  concrete 
rule  can  be  laid  down  to  determine  the  order  in  which  the  different 
minerals  will  separate  from  a  cooling  magma.  The  broad,  general 
principles  are  clear  enough,  but  their  application  to  the  problem 
under  consideration  is  an  affair  of  the  future.  For  the  present, 
therefore,  we  must  depend  upon  accurate  observations  and  experi- 
ments, and  in  that  way  accumulate  data  for  theory  to  work  upon. 
The  much-cited  phase  rule,  with  its  diagrams,  gives  us  a  mathe- 
matical method  of  dealing  with  our  facts,  but  it  is  inoperative  with- 
out them.  When  accurate  numerical  data  have  been  obtained,  then 
the  rule  will  become  applicable  to  the  relatively  simpler  cases;  but 
anything  more  complex  than  a  four-component  system  is  likely  to 
be  unmanageable.  At  present,  however,  we  can  see  some  of  the  con-. 
.  ditions  which  are  involved  in  the  general  problem.  First,  the  entire 
composition  of  the  magma  must  be  taken  into  account,  together 
with  the  pressure  under  which  it  solidifies.  An  ordinary  lava, 
cooling  on  the  surface  of  the  earth,  will  behave  very  differently 
from  similar  material  which  solidifies  at  a  great  depth  to  form  a 
laccolith  or  batholith.  In  the  latter  case  its  gaseous  contents  are  not 
so  completely  lost,  and  they,  especially  the  water  vapor,  play  an 
important  part  in  determining  the  order  of  mineral  deposition.  The 
retention,  under  pressure,  of  boric  acid  and  fluorine  will  cause  the 
formation  of  compounds  which  do  not  appear  in  surface  eruptions,  and 
such  minerals  as  tourmaline  and  the  micas  become  possible. 

If  in  any  given  case  we  regard  the  eutectic  mixture  as  the  solvent,, 
the  minerals  that  are  in  excess  of  its  ratios  will  be  the  first  to 
crystallize.     Their  order  of  deposition  will  then  depend  upon  three 

1 H.  W.  Bakhuls  Rooteboom,  Die  heterogenen  Glelchgewlchte  vom  Standpunkte  der  Phaatolehre, 
vol.  2,  Draunachweig,  1904,  pp.  240  et  seq.  For  a  simple  application  of  a  phase-rule  dlagnm  to  ft  agretem 
of  two  components,  see  W.  Meyerhoffer,  Zeltschr.  Kryst.  Min.,  voL  36, 1902,  p.  592.  T.  T.  Read  (lawn. 
Geology,  vol.  1, 1905,  p.  101)  has  discussed  the  application  of  the  phase  rule  to  the  study  cCmagmss,.  tat 
his  suggestions  have  been  criticized  by  A.  L.  Day  and  E.  8.  Shepherd  (idem,  p.  286).  O.  Doelter  (ICto. 
pet.  Mitt.,  voL  25, 1907,  p.  79)  has  studied  what  he  calls  the  "stability  fields"  of  certain  nJA^nUSr. 
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essential  conditions — ^namely,  their  relative  abundance,*  their  solu- 
bility in  the  eutectic,  and  their  points  of  fusion.  Other  things  being 
equal,  the  less  soluble  and  less  fusible  sunstances  will  be  formed 
earliest.  With  an  excess  of  alumina,  corundum  and  spinel  may  form, 
and  as  a  general  rule  the  so-called  accessory  minerals,  the  more 
trivial  constituents  of  a  rock,  are  among  the  first  separations. 
Apatite,  sulphides,  and  the  titanium  minerals  belong  in  this  class. 
Although  the  sulphides  are  more  easily  fusible  than  the  silicates, 
their  insolubility  in  a  silicate  magma  causes  their  early  precipitation. 
According  to  J.  H.  L.  Vogt,*  the  sulphides  are  much  more  soluble 
in  veiy  hot  magmas  than  they  are  at  lower  temperatures,  and  this 
order  of  difference  is  one  which  should  be  taken  into  account.  Solu- 
bility varies  with  temperature,  and  differently  with  different  sub- 
stances. It  also  varies  with  the  solvent,  and  J.  Morozewicz'  has 
shown  that  alumosilicates  rich  in  soda  dissolve  alumina  much  more 
freely  than  the  corresponding  potash  compounds,  in  which  it  is  little 
soluble,  if  at  all.  So  also  the  sulphides,  as  Vogt  has  pointed  out,  are 
more  soluble  in  femic  magmas  than  in  the  salic  varieties.  They  are 
consequently  more  abundant  in  basalts  and  diabases  than  they  are 
in  quartz  porphyry  or  rhyolite.  We  have  here,  apparently,  a  case 
of  limited  miscibility  between  fused  sulphides  and  fused  silicates, 
while  on  the  other  hand  the  silicates  themselves  seem  to  be  miscible 
in  all  proportions.  At  least,  in  the  latter  case,  no  limitation  has  been 
observed,  except  in  so  far  as  chemical  reactivity  renders  the  mutual 
presence  of  certain  species  impossible.  In  an  actual  magma  these 
incompatibilities  do  not  exist,  nor  do  they  become  evident  when  we 
fuse  together  several  oxides  to  form  an  artificial  melt.  When, 
however,  we  fuse  mixtures  of  minerals,  as  in  the  researches  of  J. 
Lenar6ift,*  M.  Vu6nik  *  and  B.  Vukits  •  the  limitations  of  this  class 
become  evident.  For  instance,  when  magnetite  is  fused  with  labra- 
dorite,  it  is  absorbed,  and  upon  cooling  the  melt,  augite.  crystals 
appear.  With  magnetite  and  anorthite,  hercynite  may  be  formed; 
leucite  and  acmite  give  magnetite,  leucite,  and  glass;  and  so  on. 
Again,  leucite  and  nephelite  are  incompatible  with  quartz,  which 

t  F.  Loewinson-Lessing  (Compt.  rend.  VII.  Cong.  gfol.  internal.,  1897,  pp.  352-^353)  has  called  attention 
to  the  fact  that  relative  abundance  Is  fondamentally  Important;  that  Is,  silica  will  divide  itself  among 
the  several  bases  in  accordance  with  the  law  of  mass  action;  or,  in  other  words,  that  law  will  determine 
what  silicates  can  form.    Its  detailed  application,  however,  is  perhaps  not  practicable. 

>Die  SUikatschmelzlCsungen,  pt.  1, 1903,  pp.  96-101. 

sMin.  pet.  Mitt.,  vol.  18, 1888-^,  pp.  66, 57. 

iCeatralbl.  Min.,  Geol.  a.  Pal.,  1903,  pp.  705, 743. 

•Idem,  1901,  pp.  295, 340, 364;  1906,  p.  132. 

•Idem,  1904,  pp.  705,  739.  See  also  memoes  by  B.  K.  Schmute,  Neues  Jahrb.,  1897,  pt.  2,  p.  124;  K. 
Bauer,  idem,  Beil.  Bd.  12,  p.  535, 1899;  K.  Petrasch,  idem,  BeU.  Bd.  17,  p.  498,  1903;  H.  H.  Reiter, 
idem,  BeU.  Bd.  22,  p.  183,  1906;  R.  Frels,  idem,  BeU.  Bd.  23,  p.  43,1907;  V.  Pfischl,Centralbl.Min., 
Geol.  a.  Pal.,  1906,  p.  571;  Min.  pet.  Mitt.,  vol.  26, 1906,  p.  412;  H.  Schlelmer,  Neues  Jahrb.,  1908,  vol.  2, 
p.  1;  M.  Urbas,  idem,  BeU.  Bd.,  vol.  25, 1908,  p.  261;  M.  Hauke,  Idem,  1910,  p.  1;  Vera  Hammerle,  idem, 
BeU.  Bd.,  vol.  29, 1910,  p.  719;  and  H.  Andesner,  idem,  BeU.  Bd.,  vol.  30, 1910,  p.  467. 
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converts  them  mto  feldspars;  and  a  multitude  of  such  conditions 
help  to  determine  what  compounds  shall  crystallize  from  any  given 
magma.  In  a  magma  of  defined  composition  certain  compounds 
are  capable  of  formation,  others  are  not;  and  these  limitations  are 
imperative.  In  the  next  chapter,  upon  rock-forming  minerals,  they 
will  be  considered  more  in  detail. 

In  ordinary  solutions,  two  substances  having  an  ion  in  common 
diminish  the  solubility  of  each  other.  How  far  this  rule  may  apply 
to  magmas  is  uncertain,  and  especially  so  because  of  our  ignorance  as 
to  what  the  ions  actually  are.*  Still  we  may  assume  that  oUvine, 
Mg2Si04,  and  enstatite,  MgSiOg,  have  magnesium  ions  in  common, 
and  with  them  the  rule  ought  to  work.  Each  should  be  less  soluble 
in  presence  of  the  other  than  it  is  when  present  alone,  and  the  same 
condition  ought  to  hold  for  the  two  potassium  salts  leucite  and  ortho- 
clase,  or  the  sodium  couple  albite  and  nepheUne.  With  mixtures  of 
several  possible  silicates  the  rule  is  more  diflScult  to  apply,  for  then 
complex  ions  are  Ukely  to  form.  For  instance,  in  a  magma  capable 
of  yielding  olivine,  enstatite,  albite,  and  anorthite,  the  ions  may  be 
Mg,  Ca,  Na,  SiO,,  SiO^,  AlSi04,  and  AlSijOg.  Even  in  such  a  case, 
which  is  purely  hypothetical,  two  of  the  supposed  minerals  have  an 
ion  in  common,  and  oUvine  and  enstatite  should  be  the  first  to  sepa- 
rate. Here  we  have  a  suggestion  of  what  really  happens  in  a  vast 
number  of  cases,  possibly  in  a  large  majority  of  cooling  magmas.  The 
order  in  which  the  minerals  are  deposited  is  essentially  that  laid  down 
by  H.  Rosenbusch,^  namely,  ores  and  oxides  first,  then  the  ferromag- 
nesian  minerals,  then  the  feldspars,  and  finally,  if  an  excess  of  silica  is 
present,  quartz.  The  rule,  however,  is  not  and  can  not  be  universal, 
and  to  it  there  are  many  exceptions.  Its  common  vaUdity  must  be 
ascribed  to  the  fact  that  most  igneous  rocks  are  formed  from  rela- 
tively few  components,  mth  a  correspondingly  moderate  number  of 
possibilities.  So  far  as  they  are  of  the  same  general  nature  they  cori- 
soUdate  most  commonly  in  the  same  general  way. 

To  a  limited  degree,  minerals  are  deposited  from  a  magma  in  the 
reverse  order  of  their  fusibility,  the  more  infusible  first;  but  the  rule, 
as  we  have  seen,  is  by  no  means  general.  In  certain  cases,  however, 
it  holds,  especially  in  the  formation  of  the  successive  members  of  an 
isomorphous  series.  Plagioclase  feldspars,  for  example,  often  exhibit 
a  zonal  structure,  Avith  the  less  fusible  lime  salts  concentrated  at  the 
crystalline  centers,  and  the  more  fusible  soda  salts  proportionally 
more  abundant  around  their  outer  surfaces.  The  order  of  fusibility 
seems  to  be  rather  a  minor  factor  in  the  process  of  mineral  formation 
during  magmatic  cooling.     The  early  crystallization  of  leucite  and 

1  For  a  discussion  of  this  subject  in  greater  detail  see  J.  H.  L.  Vogt,  Min.  pet.  Mitt.,  vol.  27, 1006,  p.  133. 

>Neues  Jahrb.,  1SS2,  pt.  2,  p.  1.  Compare  papers  by  J.  Joly,  Proc.  Roy.  Soc.  Dublin,  vol.  0, 1900,  p. 
208;  3.  A.  Cunningham,  idem,  1001,  p.  383;  and  W.  3.  Sollas,  Geol.  Mag.,  1900,  p.  295.  On  the  order  of 
consolidation  of  magmatic  minerals  there  is  a  copious  literature. 
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olivine  may  be  due  either  to  their  relative  infusibility,  to  their  insolu- 
bility in  the  remainder  of  the  magma,  or,  as  Doelter  *  supposes,  to 
their  superior  stability  at* high  temperatures.  Viscosity,  supersatu- 
ration,  undercooling  and  rate  of  cooling  all  play  their  respective  parts 
in  the  solidification  of  a  magma,  and  the  interpretation  of  the  evidence 
in  any  particular  instance  is  not  a  simple  matter.^ 

DIFFERENTIATION. 

The  question  whether  there  is,  within  the  earth,  a  single,  sensibly 
homogeneous  magma,  is  one  that  concerns  geology,  but  does  not 
seem  to  be  directly  approachable  through  chemical  evidence.  If, 
however,  we  consider  the  problem  locally,  with  reference  to  effusions 
from  one  definite  volcanic  center,  the  chemist  may  have  something 
to  say.  Even  here  the  discussion  must  be  mainly  physical,  but  chem- 
ical principles  are  also  involved  in  its  settlement,  for  the  reason  that 
chemical  differences  characterize  the  lavas,  and  they  demand  con- 
sideration. 

It  is  now  a  commonplace  of  petrology  that  within  a  given  area 
there  may  be  a  variety  of  igneous  rocks,  exhibiting  a  relationship  to 
one  another,  and  indicating,  by  their  mode  of  occurrence,  that  they 
had  a  common  origin.  To  what  is  this  '* consanguinity,"  as  Iddings 
calls  it,  due  ?  If  the  lavas,  which  may  differ  widely,  came  from  one 
and  the  same  fissure  or  crater,  how  were  their  differences  brought 
about  ?  To  this  question  there  have  been  many  answers,  but  its  dis- 
cussion still  continues  voluminously,  and  the  last  word  is  not  yet 
said.  If  distinct  magmas  exist,  which  are  ejected  sometimes  sepa- 
rately and  sometimes  commingling,  the  problem  becomes  apparently 
simple,  and  this  method  of  solution  has  been  repeatedly  proposed. 
Bimsen  assxmied  the  existence  of  two  such  magmas,  the  normal 
pyroxenic  and  the  normal  trachytic,  and  Durocher  has  put  forth 
similar  views.  Other  petrologists  have  thought  that  there  are  more 
than  two  fundamental  magmas,  but  such  a  multiplication  of  assump- 
tions can  only  end  in  confusion.  The  conception  is  simple  enough, 
but  its  application  to  observed  phenomena  is  quite  the  reverse.  With 
this  phase  of  the  question  chemistry  has  little  to  do.  The  prevalent 
modem  opinion  favors  the  idea  that  at  each  specified  locality  there  is 
one  essentially  homogeneous  magma,  from  which,  by  some  process 
of  differentiation,  the  various  rock  species  of  the  region  have  been 

1  Sitcungsb.  Akad.  Wlen,  vol.  llS,  1904,  p.  405.  Doelter  gives  many  data  on  the  separation  of  minerals 
daring  the  cooling  of  melts  of  known  composition.    The  different  species  were  first  fused  together. 

*  The  importance  of  discriminating  between  the  fusibility  of  a  mineral  and  its  solubility  in  a  magma 
is  strongly  emphasized  by  A.  Lagorlo,  in  Zeitschr.  IZr3^t.  Min.,  vol.  24, 1&95,  p.  285.  Minerals  may  dis- 
solve at  temperatures  far  below  their  melting  points,  Just  as  salt  dissolves  in  water.  It  is  also  necessary 
to  distinguish  between  simple  solution  and  chemical  reactivity.  In  the  one  process  a  body  dissolves 
and  recrystallizes  from  solution  without  change.  In  the  other  it  dissolves  because  of  reactions  with  the 
solvent,  and  new  compounds  are  generated.  In  either  process,  however,  a  solution  may  become  saturated , 
and  then  its  sohrent  action  ceases.  On  viscosity  as  related  to  chemical  composition  In  slUcate  fusions  see 
E.  Oreiner,  Inaug.  Diss.,  Jena,  1907 
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derived.  Under  what  conditions  and  by  what  processes  can  such 
a  differentiation  be  produced?  Upon  this  problem,  presented  in 
this  form,  physical  chemistry  has  some  suggestions  to  offer,  regardless 
of  the  antecedent  assumption  or  of  the  geological  evidence  upon  which 
it  is  based.^ 

It  is  not  necessary  for  us  now  to  consider  the  historical  aspect  of 
the  discussion,  for  that  has  been  well  done  by  several  other  writers. 
J.  P.  Iddings,  especially,  in  his  memoir  upon  the  origin  of  igneous 
rocks,^  and  more  recently  W.  C.  Brogger'  and  F.  Loewinson-Less- 
ing  *  have  done  full  justice  to  this  side  of  the  question.  We  need 
only  take  up  broadly  the  hypotheses  which  have  been  suggested  in 
order  to  explain  the  observed  differentiation,  and  examine  them  as  to 
their  vaUdity.  An  exhaustive  discussion  of  details  is  out  of  the 
question. 

Although  R.  W.  Bimsen  was  the  first  to  show  that  a  magma  is  really 
a  solution,  little  attention  was  paid  to  this  consideration  until  A.  La- 
gorio,*  in  1887,  published  his  famous  memoir  on  the  nature  of  the 
"glass  base"  or  groundmass.  In  developing  his  fimdamental  con- 
ception, Lagorio  called  attention  to  "Soret's  principle,''  which  asserts 
that  when  two  parts  of  the  same  solution  are  at  different  temperatures, 
there  will  be  a  concentration  of  the  dissolved  substance  in  the  cooler 
portion.  Through  the  operation  of  this  process,  namely,  unequal 
cooling,  it  was  thought  that  a  homogeneous  molten  mass  might  be- 
come heterogeneous,  the  substances  with  which  a  magma  was  most 
nearly  saturated  tending  to  accumulate  at  the  cooler  points,  leaving 
the  warmer  portions  with  an  excess  of  the  solvent  material.  This 
view  was  speedily  adopted  by  many  petrographers,  but  objections 
to  it  were  soon  found,  and  it  is  now  generally  abandoned.  G.  F. 
Becker*  showed  that  to  produce  the  observed  phenomenon  in  so 
viscous  a  medium  as  molten  lava  by  such  a  process  of  molecular 
diffusion  would  require  almost  imlimited  time;  and  H.  Backstrom  ^ 
pointed  out  that  although  the  operation  of  Soret's  principle  might 
cause  changes  in  the  absolute  concentration,  it  could  no  more  alter 
the  relative  proportions  of  the  dissolved  substances  than  it  could  in 
a  mixture  of  gases. 

Another  process  which  surely  plays  some  part,  great  or  small,  in 
the  differentiation  of  magmas  is  the  solution  of  foreign  material.  The 
molten  lava,  as  it  rises  from  the  depths  to  the  surface  of  the  earth,  is 


1  Harker,  in  hJs  Natural  history  of  Igneous  iooks»  devotes  a  chapter  to  "hybridism"— that  is,  to  rocks 
formed  by  the  commingling  of  magmas.  Another  chapter  is  given  to  the  question  of  differentiation. 
Elsdcn,  in  his  Chemical  geology,  aiso  discusses  the  general  problem  at  some  length. 

>  BuU.  Philos.  Boo.  Washington,  vol.  12, 1802,  p.  89. 

•  Die  Eruptivgestelne  des  Kristianiagebietcs,  pt.  3,  1888,  pp.  276  et  seq. 

•  Compt.  rsnd.  VII.  Cong.  gficH.  hitemat.,  1897,  p.  308. 

ft  Min.  pet.  Mitt.,  vol.  8, 1887,  p.  421.    This  memoir  is  rich  in  references  to  former  literature. 

•  Am.  Jour.  Sci.,  4th  ser.,  vol.  3, 1897,  p.  21 . 

'  Jour.  Geology,  vol.  1,  1893,  p.  773.  See  also  F.  Loewinson-Lenlng,  Compt.  rend.  VII.  Cong.  gtel. 
intemat.,  1897,  p.  390. 
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inclosed  between  waUs  of  rock  upon  which  it  exerts  a  solvent  action. 
This  action  may  be  very  slight  or  it  may  be  important;  and  its  extent 
will  depend  on  the  character  of  the  magma,  the  character  of  the  rock 
with  which  it  is  in  contact,  the  temperature,  and  the  pressure.  Not 
one  of  these  factors  can  be  set  aside  as  negligible.  The  absorbed 
rock  may  be  either  igneous  or  sedimentary;  the  effect  produced  upon 
it  may  be  limited  to  a  thin  contact  zone  or  it  may  permeate  large 
masses  of  material;  and  no  general  rule  governs  the  process  entirely. 
The  wall  rock  varies  in  solubility  with  respect  to  the  magma,  and 
this  condition,  modified  as  it  must  be  by  variations  in  temperature, 
is  of  prime  importance.  If  a  magma  is  saturated  with  respect  to  the 
substances  contained  in  its  walls,  its  solvent  action  will  be  slight;  if 
xmsaturated,  its  activity  must  be  greater.  A  basaltic  magma  should 
take  up  silica;  a  siliceous  magma  might  absorb  bases.  For  example, 
blocks  of  limestone,  more  or  less  altered  by  contact  with  the  molten 
magma,  are  ejected  from  some  volcanoes,  and  may  be  found  embedded 
in  the  solidified  lavas.  In  extreme  cases  they  may  disappear  en- 
tirely, leaving  a  local  enrichment  in  Ume  salts  as  evidence  of  their 
former  nature.^  This  general  process,  this  assimilation  of  extraneous 
material,  is  given  much  weight  by  Johnston-Lavis  and  Loewinson- 
Lessing  in  their  discussions  of  magmatic  differentiation;  but  its 
effectiveness  is  by  no  means  universally  admitted.  R.  A.  Daly,'  a 
recent  advocate  of  the  assimilation  theory,  has  sought  to  explain  the 
mechanism  of  igneous  intrusions  by  a  process  which  he  calls  '^  mag- 
matic stoping.''  He  supposes  that  a  batholithic  magma  eats  its  way 
up  by  solvent  action  on  the  invaded  rocks.  Blocks  of  the  latter, 
loosened  by  this  process,  sink  into  the  fluid  mass  and  are  gradually 
dissolved.  Thus  the  composition  of  the  magma  is  altered.  Daly 
also  argues  in  favor  of  the  view  that  such  a  magma,  by  '^gravitative 
adjustment,"  will  separate  into  layers,  the  denser  submagma  below, 
the  lighter  above.  The  latter  conception  is  not  new,  and  has  had 
many  supporters. 

The  hypothesis  advanced  by  A.  Michel  L6vy '  that  differentiation 
is  brought  about  chiefly  by  a  circulation  at  high  temperatures  and 

1  See,  for  example,  H.  J.  JohDston-Lavis,  The  ejected  blocks  of  Monte  Somma:  Trans.  Edinburgh  Geo 
See.,  vol.  0, 180SH)3,  p.  314.  Also  a  paper  hi  Natural  Science,  vol.  4, 1894,  p.  134.  F.  Loewhison-Lesshig 
(loc.  clt.)  giyes  many  other  references  to  literature  on  this  subject.  For  experimental  data  on  the  solu- 
bility of  corundum,  emery,  andalusite,  kyanite,  kaolin,  pyrophyllite,  leucite,  and  quartz  in  magmas,  see 
A.  Lagorio(Z6lt8Qhr.  Ej7Bt.Min.,yol.  24, 1806, p.  286);  also  C,  Doelter  and  E.  Hussak  (Neues  Jahrb.,  1884, 
pt.  1,  p.  18),  who  operated  on  olivine,  pyroxene,  hornblende,  biotlte,  feldspars,  quartz,  garnet,  iolite,  and 
zircon  In  much  the  same  way.  How  far  these  experhnents,  conducted  on  small  samples  during  short 
times,  can  be  used  to  Ulustrato  natural  phenomena  is  doubtful,  but  they  do  give  some  information  of  value. 
On  the  absorption  of  limestone  by  granite,  see  A.  Lacroix,  Compt.  Rend.,  vol.  123, 1896,  p.  1021. 

>  Am.  Jour.  Sci.,  4th  ser.,  vo:.  15, 190?,  p.  269;  vol.  16, 1903,  p.  107;  vol.  20, 1905,  p.  186;  vol.  26, 1906,  p.  17, 
and  in  the  Rosenbuach  "  Feetachrift,"  1906,  p.  203.  See  also  Bull.  U.  S.  Oeol.  Survey  No.  209, 1903,  p.  104, 
on  the  rocks  of  Mount  Ascutney.  A  discussion  of  Daly'c  views,  mainly  adverse,  at  a  meeting  of  the  Geo- 
logical Society  of  Washington,  is  reported  Li  Science,  vol.  2£,  1907,  p.  621.  J.  H.  L.  Vogt  (Die  SQlkatschmelz- 
liSsungen,  pt.  2,  1904,  p.  225)  r^^ards  the  assimila.lon  theory  as  quito  untenable.  Daly's  views  have  been 
accepted  by  J.  Bairell,  Prof.  Paper  U.  S.  Geol.  Siirv^ey  No.  57, 1907,  pp.  155-156;  E.  C.  Andrews,  Rec. 
Geol.  Survey  New  South  Wales,  vol.  C,  19063  p.  126;  and  A.  P.  Coleman,  Jour.  Oeotogy,  vol.  15, 1907,  p.  773. 

*  Bun.  Soc.  gdol.  France,  3d  ser.,  vol.  25, 1897,  p.  367. 
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under  great  pressures  of  the  so-called  "fluides  mineralisateurs" — that 
is,  of  water  and  the  other  vapors  or  gaseous  contents  of  the  magma — 
is  one  which  deserves  serious  consideration.  These  agents  are  sup- 
posed to  entangle  certain  other  constituents,  the  Ughter  substances  of 
the  magma,  and  to  concentrate  them  in  the  upper  layers  of  the  fused 
mass.  SiUca  and  the  feldspathic  minerals  would  thus  accumulate 
near  the  top  of  a  volcanic  reservoir,  leaving  the  f erromagnesian  miner- 
als in  greater  proportion  at  the  bottom — an  order  corresponding  with 
a  conmion  order  of  ejectment  during  eruptions.  This  order,  how- 
ever, is  not  invariable,  and  in  Great  Britain,  according  to  A.  Geikie,* 
it  was  generally  reversed.  There  the  femic  rocks  represent  the  earU- 
est  outflows  and  the  saUc  rocks  came  later.  A  progressive  enrich- 
ment in  siUca  took  place,  instead  of  the  impoverishment  that  Michel 
L6vy's  process  would  imply.  In  the  Yellowstone  Park,  according  to 
J.  P.  Iddings,'  lavas  of  medium  composition  were  emitted  first,  and 
the  differentiation  was  a  spUtting  up  of  the  magma  into  femic  and 
sahc  portions.  The  sequence  of  lavas,  then,  appears  to  have  been 
different  in  different  regions,  and  the  irregularities  remain  to  be 
explained.  Apart  from  this  digression,  however,  the  suggestions  of 
Michel  L6vy  should  be  borne  in  mind.  The  magmatic  vapors  must 
exert  an  important  influence  upon  the  process  of  differentiation,  for 
they  tend  to  ac(^umulate  in  the  upper  part  of  a  lava  colunm  or  reser- 
voir and  to  modify  its  properties  locally.  It  is  quite  possible  that 
they  may  bring  to  the  top  some  of  the  more  easily  sublimable  oxides 
or  silicates,  together  with  decomposable  fluorides  and  chlorides,  and 
during  an  eruption  these  substances  would  be  ejected  first.  A  com- 
plete segregation,  however,  is  not  assumed — only  a  differential  con- 
centration of  the  magmatic  components.  It  is  obvious  that  a  more 
important  function  of  the  ^'minerahzers"  is  to  increase  the  fusi- 
bihty  of  the  magmatic  mass  and  to  diminish  its  viscosity,  thereby 
facilitating  crystallization. 

In  a  later  paper  than  that  previously  cited  G.  F.  Becker'  has  shown 
that  fractional  crystallization  may  have  been  an  important  factor 
in  producing  differentiation.  This  is  a  process  which  is  well  under- 
stood, and  it  must  have  been  more  or  less  operative.  From  this  point 
of  view  magmatic  differentiation  becomes  a  part  of  the  general  cool- 
ing process,  and  not  a  phenomenon  to  be  considered  aside  from  the 
ordinary  soUdification  of  a  lava.  The  magma,  whether  it  is  forming  a 
dike  or  a  laccoUth,  is  inclosed  between  walls  which  are  cooler  than 
itself,  and  along  these  surfaces  the  less  fusible  or  less  soluble  minerals 
will  first  crystallize.  The  process  is  aided  by  the  circulation  of  con- 
vection currents;  and  that  portion  of  the  fused  mass  which  last 

1  The  ancient  Yolcanoes  of  Great  Britain,  vol.  2, 1897,  p.  477. 

*  Bull.  Philos.  Soc.  Washington,  vol.  12, 1892,  p.  89.  Compan  J.  E.  Spurr.  Jomr.  Geology,  toI.  8, 1900, 
p.  621 ,  on  the  succession  of  the  igneous  rocks  in  the  Great  Basin  of  Nevada.  Spurr  gives  a  good  historical 
summary  of  the  subject,  beginning  with  the  pioneer  work  of  RIchthofen. 

•  Am.  Jour.  Sci.,  4th  ser.,  vol.  4, 1897,  p.  257. 
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solidifies,  the  mother  liquor,  will  be  the  portion  of  maadmum  fusibility, 
and,  therefore,  approximate  to  a  eutectic  mixture.  The  center  of 
the  dike  or  laccolith  will  thus  have  one  composition  and  its  outer  parts 
another.  In  his  memoir  upon  the  Highwood  Mountains  L.  V. 
Pirsson  *  discusses  the  process  in  some  detail,  and  shows  how  convec- 
tion and  crystallization  may  go  on  together.  When  great  diflFerences 
in  specific  gravity  exist,  as  in  the  separation  of  the  heavy  titaniferous 
magnetite  of  the  Adirondacks  from  the  lighter  rocks  of  the  same 
magmatic  mass,'  the  crystallizing  substances  may  settle  to  the  bot- 
tom, and  form  a  distinct  layer  quite  unhke  the  superincumbent 
material.  Even  very  moderate  differences  of  density  may  produce 
similar  results,  although  in  less  degree.  For  example,  Loewinson- 
Leasing'  has  shown  that  in  certain  Vesuvian  lavas  leucite  crystals 
have  risen  to  the  top,  while  augite  sank  to  the  bottom.*  In  the  differ- 
entiation of  the  eruptive  iron  ores  of  Norway,  as  described  by  J.  H. 
L.  Vogt,*  the  same  process  may  operate,  although  Vogt  gave  another 
interpretation  to  the  phenomena.  In  cases  of  this  kind  the  liquation 
hypothesis  of  J.  Durocher  •  may  be  partly  applicable,  and  we  can  easily 
conceive  of  the  cooUng  magma  as  separating  into  lighter  and  heavier 
layers,  even  before  soUdification  begins.  Kemp,  in  the  paper  just 
cited,  remarks  that  copper  matte  settles  out  almost  completely  from  a 
viscous  mixture  of  matte  and  slag,  although  in  a  large  mass  of  magma  . 
convection  currents  might  hinder  the  perfect  working  of  such  a 
process.  Liquation,  then,  must  be  regarded  as  a  possible  mode  of 
diflFerentiation,  but  probable  only  in  certain  special  cases.  It  impUes 
a  limited  miscibility  of  the  magmatic  solutions,  and  that  does  not  often 
occur.  J.  Morozewicz,'  however,  in  his  experiments  upon  artificial 
magmas,  observed  several  cases  in  which  his  melts  differed  in  com- 
position from  top  to  bottom,  the  undermost  portion  being  the  heav- 
iest. Similar  differences  of  density  are  well  known  to  the  glass 
makers,  as  shown  by  variations  in  refractive  capacity  between  the 
top  and  bottom  portions  of  their  melts.  Such  a  "gravitative  adjust- 
ment*' is  presumably  most  effective  in  slowly  cooling  magmas, 
especially  when  partial  crystallization  has  occurred.  The  minerals 
first  formed  must  have  time  to  sink.  The  rate  of  cooling,  therefore, 
is  a  distinct  factor  in  the  differentiation  of  igneous  rocks. 

To  these  agencies  in  the  process  of  differentiation  must  be  added 
that  of  pressure.     This  has  been  taken  into  account  by  Martin 

1  Bull.  U.  S.  Oeol.  Survey  No.  237, 1905,  p.  183.    Compare  also  A.  Barker,  Quart.  Jour.  Oeol.  Soc.,  vol.  50, 
1884,  p.  324;  and  T.  L.  Walker,  Am.  Jour.  Sci.,  4th  ser.,  vol.  0, 1898,  p.  410. 

*  Bee  J.  F.  Kemp,  Nineteenth  Ann.  Kept.  U.  S.  Oeol.  Survey,  pt.  3, 1890,  p.  417. 
s  Stndlen  ueber  die  Eruptivgesteine,  St.  Petersburg,  1899,  p.  155. 

*  Similar  observations  are  recorded  by  much  earlier  workers,  as.  for  instance,  Charles  Darwin,  in  Oeo 
logical  observations  on  volcanic  islands,  1844,  p.  117,  and  P.  Scrope  in  his  treatise  Volcanos,  1872,  p.  125. 

*  See  summary  by  J.  J.  H.  Teall  in  Oeol.  Mag.,  1892,  p.  82. 

*  Annates  des  mines,  5th  ser.,  vol.  11, 1857,  p.  217. 
'  MIn.  pet.  Mitt.,  vol.  18, 1888-89,  p.  233. 
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Schweig,*  whose  views  may  be  briefly  summarized  or  paraphrased 
as  follows:  In  a  molten  magma,  under  great  pressure,  partial  crystal- 
lization occurs;  the  crystals  formed  sink  within  the  fluid  mass,  while 
their  mother  Uquor  accumulates  above  them.  An  eruption  takes 
place,  the  mother  liquor  is  ejected,  and  with  the  consequent  relief  of 
pressure  the  f  usibihty  of  the  separated  crystalline  matter  is  increased. 
The  latter,  remelted,  is  expelled  by  a  later  explosion,  and  in  this  way 
the  magma,  originally  homogeneous,  gives  rise  to  two  or  more  differ- 
ent lavas,  emitted  from  the  same  vent.  The  separation  is  effected  in 
the  first  place  by  fractional  crystallization,  aided  by  gravity;  and 
then,  under  reduced  pressure,  the  crystalline  layer  again  Uquefies. 

This  is  a  plausible  hypothesis,  but  it  leaves  some  things  out  of 
account.  Pressure,  in  the  first  instance,  raises  the  melting  points  of 
the  fused  minerals,  but  the  water  and  gases  dissolved  in  the  magma 
act  in  the  opposite  way.  They  tend  to  make  the  magma  more  fusible. 
When,  by  eruption,  these  gases  escape,  there  will  be  a  decrease  of  fusi- 
biUty  to  offset  the  gain  from  reduced  pressure,  and  what  the  alge- 
braic sum  of  this  gain  and  loss  may  be  no  man  can  say.  The  oppos- 
ing tendencies  may  balance,  but  it  is  more  probable  that  one  or  the 
other  will  be  the  stronger,  and  beyond  this  point,  with  the  available 
evidence,  our  reasoning  can  not  go.  During  an  eruption  the  com- 
position of  a  magma,  its  gaseous  load,  its  temperature,  and  the  pres- 
sure on  it  are  all  varying;  some  of  the  variations  are  slow  and 
gradual,  others  are  rapid;  heat  may  be  lost  by  cooling*  or  evolved  by 
chemical  change;  and  no  equation  can  yet  be  written  in  which  each 
of  these  factors  shall  receive  its  proper  valuation.  After  eruption  the 
phenomena  are  less  complex;  but  even  then  we  are  only  able  to 
follow  them  partially.  Fractional  crystallization,  liquation,  the 
influence  of  dissolved  vapors,  and  the  assimilation  of  foreign  material 
are  all  intelligible  processes,  but  the  first  one  named  is  the  most 
general  and  presumably  the  most  important  of  all.  Even  its  influ- 
ence is  variable,  however,  becoming  zero  in  a  eutectic  mixture,  and 
increasing  in  potency  as  we  recede  from  the  eutectic  point.  The 
more  closely  the  composition  of  a  magma  approaches  eutectic  ratios, 
the  less  capable  of  fractionation  it  becomes. 

RADIOACTIVITY. 

This  chapter  would  be  incomplete  without  some  reference  to  recent 
speculations  and  investigations  relative  to  the  sources  of  volcanic 
heat.  That  heat,  hitherto,  has  beeii  commonly  referred  either  to  the 
molten  matter  left  over  after  the  consoUdation  of  the  Uthosphere,  or 
to  a  generation  from  mechanical  sources,  such  as  pressure  and  the 

1  Neues  Jahrb.,  Bell.  Bd.  17, 1903,  p.  516.  Originally  published  as  a  doctoral  dissertation.  The  pap«r 
contains  a  good  summary,  down  to  1903.  of  the.entlre  subject  of  differentiation. 

s  The  sudden  expansion  of  the  gases  released  at  the  beginning  of  a  volcanic  eruption  must  exert  a  note- 
worthy cooling  effect  on  the  residual  magma. 
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friction  due  to  movements  within  the  crust.  The  discovery  of 
radium,  however^  which  emits  heat  continuously,  has  led  to  hew  con- 
ceptions that  are  at  least  worth  mentioning.^ 

The  quantity  of  heat  emitted  by  radium  has  been  measured  by  sev- 
eral investigators.  The  subjoined  table  gives  most  of  the  results 
obtained,  expressed  in  gram  calories  per  gram  of  pure  radium  per 
hour: 

Heat  emitted  by  radium. 


Authority. 


P.  Curie  and  A.  Laboide 

E.  Rutherford  and  H.  T.  Barnes.. 
C.  Runge  and  J.  Precht 

F.  Paschen ., 

J.Precht 

E.  V.  Schweidler  and  V.  F.  Hess. 

W.  Duane 

W.  Duane 


Reference. 


Compt.  Rend.,  vol.  136,  1903,  p. 

673. 
Phil.  Mag.,  6th  ser.,  vol.  7,  1904, 

p.  202. 
Jour.  Chem.  Soc.,  vol.  86  (2),  1904, 

p.  7. 
Physikal.  Zeitschr.,  vol.  5,  1904, 

p.  563. 
Annalen  der  Phyedk,  4th  ser.,  vol. 

21,  1906,  p.  595. 
Monatah.  Chemie,  vol.  29,  1908, 

p.  853. 
Compt.  Rend.,  vol.  148,  1909,  p. 

144o. 

Am.  Jour.  Sci.,  4th  ser.,  vol.  31, 
1911,  p.  247. 


Small  calories. 


100  approx. 

100  approx. 

105. 

12G. 

134.4 

118. 

120. 

104  to  117. 


The  differences  between  these  determinations  are  due  partly  to 
differences  in  the  atomic  weight  assigned  to  radium  and  partly  to 
different  methods  of  measurement;  but  they  are  immaterial  in  respect 
to  the  present  discussion.  It.  is  enough  to  note  that  1  gram  of 
radium  spontaneously  emits  heat  enough  every  hour  to  raise  the 
temperature  of  more  than  100  grams  of  water  1°  Centigrade,*  an 
enormous  quantity  in  comparison  with  the  energy  displayed  in  even 
the  most  violent  chemical  reactions.  How  large  a  part  does  this 
evolution  of  heat  play  in  volcanic  phenomena  or  in  maintaining  the 
temperature  of  the  earth  ? 

The  principal  radioactive  elements,  so  far  as  present  knowledge 
goes,  are  uranium,  radium,  and  thorium.  Actinium,  ionium,  and 
polonium  are  also  known,  but  their  thermal  efficiency  is  yet  to  be 
determined.  Potassium  and  rubidium  are  feebly  radioactive.  Ra- 
dium, which  is  a  derivative  of  uranium,  is  by  far  the  most  important 
radioactive  element  so  far  discovered,  and  for  immediate  purposes  is 
the  only  one  which  need  be  taken  into  account.  It  has  been  sug- 
gested that  the  atomic  degradation  which  characterizes  the  elements 
above  named  is  probably  a  general  property  of  all  matter,  but  that 

1 A  discussion  of  the  purely  physical  or  mechanical  sources  of  heat  does  not  toll  within  the  scope  of  this 
treatise. 
*  The  most  probable  value  is  118  cat. 
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is,  as  yet,  only  an  unproved  speculation.*  It  may  or  may  not  be 
sustained  by  future  investigators. 

The  materials  forming  the  crust  of  the  earth,  whether  igneous  or 
sedimentary,  are  now  known  to  be  measurably  radioactive.  This 
radioactivity  is  even  communicated  to  the  waters '  and  the  atmos- 
phere, but  is  most  marked  in  the  older  rocks,  and  it  is  mainly  attrib- 
uted to  the  wide-spread  diflFusion  of  radium  in  exceedingly  minute 
traces.  The  other  unstable  elements,  doubtless,  play  their  part,  but 
radium  appears  to  be  the  principal  agent  in  producing  the  phenom- 
enon. The  measurements  of  what  may  be  called  geochemical  radio- 
activity are  therefore  commonly  stated  in  terms  of  radium. 

The  decay  of  radium  is  through  a  series  of  stages  in  which  a  num- 
ber of  products  are  successively  formed.  The  first  of  these  products, 
the  radium  emanation,  to  which  the  name  niton  has  recently  been 
given,  is  a  gas  belonging  to  the  hehum-argon  group.  By  decompos- 
ing a  rock  and  bringing  it  into  solution  this  gaseous,  radioactive 
substance  can  be  isolated,  and  its  amount  determined  by  its  action 
upon  the  air  withbi  an  electroscope.  The  details  of  the  operation 
need  not  be  considered  here.  They  are  given  by  Strutt  in  his  papers 
upon  radium  in  rocks,  and  are  also  summed  up  by  Joly  in  his  treatise 
upon  Radioactivity  and  geology.  The  amount  of  emanation  is 
strictly  proportional  to  the  amount  of  radium  from  which  it  was 
generated,  provided  enough  time  is  allowed  for  it  to  accumulate  until 
its  rate  of  production  and  rate  of  decay  are  in  exact  equilibrium. 
These  rates  are  known  to  a  fair  degree  of  approximation,  and  hence 
measurements  of  the  emanation  are  easily  restated  in  equivalent 
quantities  of  radium. 

Since  1906  numerous  determinations  of  radium  in  rocks  have  been 
made,  especially  by  R.  J.  Strutt  and  J.  Joly.'     From  Strutt's  meas- 

i  N.  R.  CampbeU  (Phil.  Mag.,  6th  ser.,  vol.  9, 1905,  p.  531;  vol.  11,  1906,  p.  206)  claims  to  have  discov- 
ered radioactivity  In  several  common  metals.  H.  Qreinacher  (Annalen  der  Physik,  4th  ser.,  vol.  24, 
1007,  p.  79)  attempted  to  determine  the  radioactivity  of  common  substances  by  a  calorimetric  method, 
and  obtained  negative  results.  If  it  exists,  its  intensity  is  too  small  to  be  measured  by  any  known  method. 
See  also  W.  W.  Strong,  Am.  Chem.  Jour.,  vol.  42, 1909,  p.  147;  M.  Levin  and  R.  Ruer,  Physikal.  Zeltschr., 
vol.  It),  1909,  p.  576. 

*  The  radioactivity  of  many  spring  waters  has  already  been  noted  in  the  chapter  on  mineral  springs. 
According  to  J.  Joly  (Radioactivity  and  geology,  p.  48),  sea  water  is  radioactive  to  an  extent  equivalent 
to  an  oceanic  content  of  20,000  tons  of  radium.  The  deep-sea  sediments  are  much  more  radioactive.  A.  S. 
Eve,  however  (Phil.  Mag.,  6th  ser.,  vol.  18, 1909,  p.  102),  found  much  smaller  amounts  of  radium  in  sea 
water  than  Joly— in  fact,  only  about  one-seventeenth  as  much.  For  a  reply  by  Joly  see  the  same  volume, 
p.  396.  F.  Himstedt  ( Physikal.  Zeltschr.,  vol.  5, 1904,  p.  210)  attributes  the  radioactivity  of  thermal  waters 
to  deep-seated  radioactive  minerals. 

s  See  Radioactivity  and  geology,  already  cited.  For  Strutt's  papers  see  Proc.  Roy.  Soc.,  ser.  A,  vol.  77, 
1906,  p.  472;  vol.  78, 1906,  p.  150;  vol.  80, 1908,  p.  572;  vol.  84, 1910,  p.  377.  The  figures  given  by  Strutt  in  the 
first  of  these  papers  involved  an  erroneous  constant  and  were  corrected  by  A.  6.  Eve  and  D.  McIntOEh,  Phil. 
Mag.,  6th  ser.y  vol  14, 1907,  p.  231.  These  authors  also  measured  the  radioactivity  of  various  rocks  near 
Montreal.  Uee  also  memoirs  by  C.  C.  Farr  and  D.  C.  H.  Floranco,  Phil.  Mag. ,  6th  ser.,  vol.  18, 1909,  p.  812; 
A.  L.  Fletcher,  idem,  vol.  20, 1910,  p.  36;  vol.  21, 1911,  pp.  102,  770;  A.  Odckel,  Jour.  Chem.  Soc.,  vol.  100, 
pt.  2, 1911,  p.  174,  abstract;  and  E.  H.  Buchner,  idem,  p.  243,  abstract.  Recent  papers  by  Joly,  partly  upon 
radium  and  partly  upon  thorium,  are  in  Phil.  Mag.,  6th  ser.,  vol.  17, 1900,  p.  760;  vol.  18, 1909,  pp.  140, 577; 
vol.  £0  191G,  -pp.  125, 353.  On  the  radioactivity  of  pitchblende  see  H.  H.  Poole,  idem,  vol.  10, 1010,  p.  314. 
On  Australian  minerals,  D.  Mawson  and  T.  H.  Laby,  Chem,  News,  vol.  92, 1905,  p.  39.  On  lavas,  0. 
Scarpa,  Attl  Accad.  Lincei,  5th  ser.,  vol.  16, 1007,  p.  44;  R.  Nasinl  and  M.  Q.  Levi,  idem,  vol.  15, 1006,p. 
391;  vol.  17.  p.  432;  and  G.  T.  Castorina,  Neues  Jahrb.,  1907,  p.  11  (abstract).  J.  W.  Waters  (FhU.  Mag , 
6th  ser.,  vol.  19, 1910,  p.  003)  has  studied  the  jirasenoe  of  radioactive  minerals  in  oommaii  zookB.  On  zadio- 
thorium  see  G.  A.  Blanc,  Idem,  vol.  13, 1007,  p.  378;  vol.  18, 1000,  p.  140. 
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urements,  as  corrected  by  Eve  and  Mcintosh,  the  radium  in  28  igneous 
rocks  ranges  from  0.30  X 10""  to  4.78  X 10""  grams  per  gram  of  mate- 
rial. The  average  is  1.7x10"".  The  highest  values  were  obtained 
from  granites,  the  lowest  from  basalts  and  olivine  rocks.  For  sedi- 
mentary rocks  the  average  of  17  determinations  gave  1.1x10"" 
grams  per  gram,  the  mean  of  the  two  averages  being  1.4X10~". 
This  amount  is  equivalent  to  an  emission  of  heat,  the  heat  given  out 
by  radium,  about  28  times  as  great  as  is  needed  to  account  for  the 
observed  temperature  gradient  within  the  crust  of  the  earth. 

Joly's  figures  are  much  higher  than  those  of  Strutt,  and  cover  a 
much  larger  number  of  determinations.  As  summed  up  by  him/ 
the  mean  radium  content  of  igneous  rocks  is  5.6  X  10~"  grams  per 
gram,  and  that  of  sedimentary  rocks  4.3X10"".  Joly,  moreover, 
finds  only  slight  differences  (as  compared  with  Strutt's  results) 
between  the  plutonic  rocks  and  those  of  volcanic  origin.  The  dis- 
cordance between  Strutt  and  Joly  I  can  not  attempt  to  explain;  but 
it  seems  probable  that  the  granitic  rocks  and  perhaps  also  the  nephe- 
line  syenites  should  show  the  highest  values.  In  them  the  minerals 
of  uranium,  radium  and  thorium  are  principally  concentrated.' 
The  radioactivity  of  the  sedimentary  rocks  may  be  due  to  a  distri- 
bution of  the  radium  emanation  by  circulating  waters,  in  which  the 
gas  is  soluble.  That  of  mineral  springs  is  expUcable  in  the  same 
way. 

An  attempt  to  compute  the  total  amount  of  radioactive  matter  in 
the  earth  and  its  thermal  significance  would  be  obviously  premature. 
The  available  data  are  too  scanty,  too  discordant,  and  in  some 
respects  too  incomplete  for  such  a  purpose.  According  to  Strutt, 
the  radium  must  be  mainly  within  an  outer  shell  of  rock  of  relatively 
moderate  thickness;  for  if  it  were  uniformly  diffused  throughout  the 
earth  the  earth  would  be  growing  warmer,  which  is  highly  improb- 
able.' Its  precise  distribution,  however,  can  only  be  determined 
after  many  more  experiments  have  been  made,  in  which  the  radio- 
activity of  each  rock  mass  shall  be  correlated  with  its  exact  petrologic 
nature.  An  apparent  '*  granite,"  for  example,  may  be  really  a  meta^ 
morphic  rock  in  masquerade,  and  not  a  true  plutonic.  The  thorough 
geologic  and  petrologic  study  of  each  sample  of  rock  shoidd  go  hand 
in  hand  with  its  radioactive  measurement. 

On  the  purely  quaUtative  side  of  the  problem  more  can  be  said. 
It  is  proved  that  the  surface  rocks  of  the  earth  contain  diffused  ra- 
dium, and  that  must  be  emitting  heat  at  a  definite  rate.  On  this 
basis  of  fact  Major  C.  E.  Dutton*  has  suggested  that  volcanic  heat 
may  be  developed  by  radioactivity  in  limited  tracts  from  1  to  3  and 

1  Radioactivity  and  geology,  p.  275. 

*0.  von  dem  Borne  (Zdtschr.  Dentsch.  geol.  Oesell.,  vol.  58, 1906,  p.  1)  has  found  the  granite  of  the 
Engebirge  to  he  strongly  lidioactlve. 

*  See  also  C.  Liebenow,  Fhyslkal.  Zeltschr.,  vol.  5, 1904,  p.  625. 

*  Jour.  Geology,  vol.  14, 1906,  p.  250. 
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not  over  4  miles  below  the  surface  of  the  earth.  Heat  thus  developed 
might  so  accumulate  as  to  fuse  the  rocks  in  which  it  was  generated. 
In  time,  when  enough  material  was  melted,  the  water  inclosed  in  the 
magma  thus  produced  would  become  explosive,  and  an  eruption 
would  follow.  Then  a  period  of  quiet  would  ensue,  more  heat  would 
be  released  by  the  subterranean  radium,  and  another  explosion  would 
occur.  Thus  Dutton  explains  the  periodicity  of  eruptions,  and  he 
argues  that  no  permanent  reservoirs  of  molten  magma  are  required 
in  order  to  account  for  volcanic  phenomena.  Button's  views  have 
been  opposed  by  G.  D.  Louderback,*  partly  on  geologic  grounds,  and 
partly  because  radiferous  minerals,  such  as  uraninite,  are  not  found 
among  volcanic  products.  On  the  other  hand  Joly  *  is  inclined  to 
favor  Dutton's  suggestion,  having  found  Vesuvian  lavas  to  be  highly 
radioactive.  His  figures,  for  the  lavas  emitted  since  1621,  give,  in 
mean,  12.3  X  10~~"  grams  of  radium  per  gram  of  rock,  an  astonishingly 
high  figure,  which  seems  to  need  verification. 

In  speculations  of  this  order  there  is  a  certain  fascination,  but  also 
a  tendency  to  push  the  conclusions  too  far.  It  is  extremely  proba- 
ble that  radioaction  may  account  for  part  of  the  heat  emitted  from 
volcanic  vents,  but  whether  it  is  the  greater  part  or  not  is  more  uncer- 
tain. In  any  case,  the  reported  radioactivity  of  potassium '  must  be 
taken  into  account,  a  metal  millions  of  times  more  abundant  than 
radium,  which  fact  may  offset  its  feeble  intensity.  Mechanical  agen- 
cies and  chemical  reactions  also  count  for  something  in  volcanic 
phenomena,  and  the  heat  due  to  them  should  not  be  ignored.  It  is 
much  more  likely  that  the  phenomena  are  produced  by  a  combination 
of  causes,  than  that  they  are  ascribable  to  any  one  cause  alone. 

The  final  degradation  products  of  radium,  and  therefore  of  its 
parent,  uranium,  are  helium  *  and  probably  lead.  The  elementary 
pedigrees  are  somewhat  long,  and  their  consideration  in  detail  would 
be  out  of  place  here.  The  rate  at  which  helium  is  generated  is  fairly 
well  known,  and  upon  that  constant  a  method  of  determining  the  age 
of  minerals  has  been  based.^  Given  the  amount  of  uranium  or 
radium  in  a  rock  or  mineral,  and  also  the  amount  of  helium  which  it 

»  Jour.  Geology,  vol.  14, 1906,  p.  747. 

t  Phil.  Mag.,  6th  8er.,  vol.  18,  1909,  p.  £77.  The  possible  rclatioo  of  volcanism  to  radioactivity  Is  also 
discussed  by  F.  von  Wolfl,  Zeitschr.  Deutsch.  geol.  Oesell.,  vol.  60, 1908,  p.  431. 

«  See  N.  R.  Campbell  and  A.  Wood,  Proc.  Cambridge  Phllos.  Soc.,  vol.  14, 1906-1908,  p.  15;  and  Campbell, 
idem,  pp.  211,  557.  Also  B.  Henriot,  Compt.  Rend.,  vol.  148, 1909,  p.  910;  Henriot  and  O.  Varon,  Idem, 
vol.  149,  p.  30;  J.  C.  McLennan  and  W.  T.  Kennedy,  Physikal.  Zeitschr.,  vol  9, 1908,  p.  510.  M.  Levin  and 
R.  Ruer  (idem,  vol.  10,  1909,  p.  576)  studied  many  elements  other  than  those  strongly  radioactive  and 
feund  only  K  and  Rb  to  emit  undoubted  radiations.  W.  W.  Strong  (Am.  Chem.  Jour.,  vol.  43,  1909, 
p.  147)  obtained  similar  results  and  also  found  radioactivity  in  erbium.  R.  J.  Stiutt  (Proc  Roy.  Soc, 
vol.  81A,  1908,  p.  278)  suggests  that  the  helium  in  the  Stassfurt  salts  may  be  derived  fjrom  potassium. 

*  According  to  F.  Soddy  (Phil.  Mag., 6th  ser.,  vol.  16, 1906,  p.  513)  uranium  and  thorium  both  yield  helium. 

*  See  E.  Rutherford,  Radioactive  transformations,  p.  187.  For  applications  of  the  method,  see  R.  J. 
Strutt,  Proc.  Roy.  Soc,  ser.  A,  vol.  81, 1908,  p.  272;  vol.  83, 1909,  pp.  96, 298;  vol.  84, 1910,  pp.  194, 379.  For 
criticisms  of  the  method,  see  M.  Levin,  Zeitschr.  Elektrochemie,  vol.  13, 1907,  p.  390;  O.  F.  Becker,  Bull. 
Oool.  Soc  America,  vol.  19,  1908,  p.  113;  J.  Joly,  Radioactivity  and  geology,  chapter  11;  J.  Koenigsberger, 
GeoL  Rundschau,  vol.  1, 1910,  p.  245:  and  A.  Holmes,  Proc  Roy.  Soc,  vol.  85A,  1911,  p.  248. 
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contains,  and  the  length  of  time  required  to  generate  the  helium  is 
easily  calculated. 

By  this  method  Rutherford  computed  the  ages  of  a  fergusonite 
and  a  uraninite  at  something  over  500^000^000  years;  the  figures 
being  minima  because  some  helium  might  have  escaped.  Joly, 
revising  the  calculations  by  means  of  a  different  value  for  the  rate 
of  change  of  uranium  into  radium,  reduced  the  estimate  to  241,000,000 
years.  By  the  same  method  Strutt  found  the  age  of  thorianite  from 
Ceylon  to  be  above  280,000,000  years,  and  of  a  Canadian  sphene 
710,000,000  years.  For  more  modem  minerals  Strutt  found  much 
smaller  ages.  SphaBrosiderite  from  the  Oligocene  was  foimd  to  be 
8,400,000  years  old;  hematite  from  the  Eocene  31,000,000;  and 
hematite  from  the  Carboniferous  160,000,000  years.  He  also  studied 
a  number  of  phosphatic  nodules,  which  gave  still  lower  figures,  in 
one  case  226,000  years.  The  order  of  the  geological  formations  was 
approximately  followed,  the  oldest  minerals  being  found  in  the  oldest 
rocks. 

Assuming  that  lead  is  the  final  product  of  the  degradation  of 
uranium,  B.  B.  Boltwood  ^  has  sought  to  determine  the  age  of  cer- 
tain minerals  from  the  ratio  between  the  two  metals  when  both 
are  present.  The  ratio  multiplied  by  10*®  gives  the  approximate 
age.  By  this  method  Boltwood  found  ages  for  various  minerals, 
ranging  between  410,000,000  years  for  a  uraninite  from  Connecticut, 
to  2,200,000,000  years  for  Ceylonese  thorianite:  the  last  figure  being 
several  times  larger  than  that  given  by  Strutt.  The  great  uncertainty 
of  such  calculations,  however,  has  been  clearly  pointed  out  by  G.  F. 
Becker,*  who  has  applied  it  to  the  rare-earth  minerals  from  Baringer 
HiD,  Llano  County,  Texas,  with  the  following  results: 

Yttrialite  (Mackintosh) 11,470,000,000  years. 

Yttrialite  (Hillebrand) 5,136,000,000  years. 

Mackintoehite  (HiUebrand) 3,894,000,000  years. 

Nivenite  (Mackintosh) 1,671,000,000  years. 

Feigusonite  (Mackintosh) 10,350,000,000  years. 

Fei^sonite  (Mackintosh) 2,967,000,000  years. 

The  list  might  be  extended  still  further,  but  it  is  full  enough  as  it 
stands.  The  minerals  are  all  from  one  deposit,  which  is  of  about  the 
same  geologic  age  as  the  Connecticut  uraninite  studied  by  Ruther- 
ford, and  yet  the  figures  vary  enormously,  even  for  a  single  species. 
The  assumption  that  lead  is  derived  from  uranium  may  be  correct; 
but  that  all  the  lead  in  a  given  mineral  had  that  origin  is  most  doubt- 
ful. In  the  evolution  of  the  chemical  elements  lead  probably  existed 
before  uranium,  and,  being  more  stable,  was  developed  in  larger 
quantities.  Magmatic  lead,  as  represented  by  galena,  is  common 
in  pegmatites,  and  may  easily  have   become  entangled  with  other 

»  Am.  Jour.  Scl.,  4tli  ser.,  vol.  23, 1907,  p.  86. 
*  BnU.  Geol.  8oo.  America,  vol.  19, 1908,  p.  laiv 
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minerals  as  an  occluded  impurity  when  crystallization  first  took 
place.  This  possibility  is  pointed  out  by  Becker  very  clearly. 
The  uranium-lead  ratio  is  of  very  questionable  value  in  comput- 
ing the  age  of  minerals. 

Similar  objections  apply  to  the  use  of  the  heUum-radium  ratio, 
when  it  is  assumed  that  all  the  heUum  was  generated  by  radioactive 
decay.  Helium  is  found  in  the  nebulsB,  the  hotter  stars,  and  the  sun; 
and  the  sun  contains  lead  also;  but  uranium,  thorium,  and  radium 
have  not  yet  been  recognized  in  the  solar  spectrum.  Primordial 
helium,  therefore,  must  be  taken  into  account,  and  also  the  possibility 
that  the  reaction  by  which  uranium  decays  may  be  reversed  under  the 
enormous  pressures  and  high  temperatures  existing  within  the  earth.^ 
On  the  basis  of  that  supposition  we  can  imagine  that  some  of  the 
helium  found  in  minerals  may  be  only  left-over  material  from  the 
original  reactions  in  which  the  heavier  elements  were  formed.  An 
alternative  hypothesis  is  suggested  by  certain  beryls  in  which  Strutt  * 
found  much  helium  but  no  radioactive  parent  from  which  it  might 
have  been  generated.  The  helium  in  such  cases  may  have  originated 
from  unknown  radioactive  substances  of  such  great  instability  that 
no  trace  of  them  remains  unchanged.  The  assumption  of  primordial 
helium  is,  however,  more  probable,  or  at  least  less  speculative. 
A.  Piutti '  has  shown  that  helium  is  absorbed  by  certain  melted 
salts  and  minerals,  and  that  its  presence  therefore  tells  nothing  of 
their  age.  The  permeabihty  of  quartz  to  helium,  which  is  perceptible 
at  220°  and  very  great  at  1,100°,  may  have  some  bearing  on  the 
problem  now  before  us.*  That  minerals  should  differ  in  their 
permeability,  and  also  in  their  capacity  for  retaining  helium  is 
almost  beyond  question.  Another  difficulty  is  suggested  by  the  work 
of  Ellen  Gleditsch,*  who  has  shown  that  the  ratio  between  radium 
and  uranium  in  minerals  is  not  constant.  That  ratio  enters  into 
many  of  the  calculations  relative  to  the  age  of  radioactive  minerals. 

Finally,  the  discordance  between  the  foregoing  computations  and 
other  methods  of  ascertaining  the  age  of  the  earth  is  extraordinary. 
From  chemical  denudation,  from  paleontological  evidence,  and  from 
astronomical  data  the  age  has  been  fixed  with  a  noteworthy  degree 
of  concordance  at  something  between  50  and  100  millions  of  years.' 
The  high  values  found  by  radioactive  measurements  are  therefore  to 
be  suspected  until  the  discrepancies  shall  have  been  explained.^ 

1  This  possibility  is  recognized  by  Rutherford,  op.  clt.,  p.  194;  by  M.  Levin,  Zeitsohr.  Elektrochemie, 
vol.  13, 1907,  p.  390;  and  also  by  Becker  in  the  paper  just  cited. 
»  Proc.  Roy.  See.,  vol.  80  A,  1908,  p.  672. 

*  Jour.  Chem.  Soc.,  vol.  100,  pt.  2, 1911,  p.  88  (abstract). 

*  See  A.  Jaquerod  and  F.  L.  Perrot,  Compt.  Rend.,  vol.  139, 1904,  p.  789;  vol.  144, 1907,  p.  135. 
»  Compt.  Rend.,  vol.  148, 1909,  p.  1451;  vol.  140, 1909,  p.  267. 

*  See  G.  F.  Becker,  Smithsonian  Misc.  CoU.,  vol.  66,  No.  6, 1910. 

T  See  J.  Marckwald,  Ber.  Deutsch.  chem.  Oesell.,  vol.  41, 1908,  p.  1660,  for  a  summary  of  the  subject  of 
radioactivity.  Madame  M.S.Curie's  Traits  de  radioactivity,  2  vols.  Paris,1910,i8  also  most  important.  In 
Zeitschr.  Elektrochemie,  vol.  13,  1907,  pp.  809^06,  is  a  series  of  papers  forming  a  symposium  upon  the 
nbjeot. 
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.  CHAPTER  X. 

ROCK-FORMING  MINERALS. 

PRELIMINARY    STATEMENT. 

When  a  magma  solidifies,  it  may  do  so  either  as  a  glass  or  as  an 
a^regate  of  crystalline  minerals.  In  the  latter  process,  which  is  the 
first  step  in  the  general  process  of  magmatic  differentiation,  and  in 
which  molecular  diffusion  plays  an  important  part,  each  mineral  is 
distinctly  marked  off  in  space  and  occupies  a  r^on  of  its  own.  It 
may  not  be  pure;  it  may  entangle,  during  its  formation,  particles  of 
other  substances,  but  its  definiteness  and  integrity  are  none  the  less 
clear. 

Although  more  than  a  thousand  distinct  mineral  species  are  known 
to  science,  only  a  relatively  small  number  of  them  are  in  any  sense 
abundant  or  to  be  reckoned  as  essential  constituents  of  rocks.  An 
igneous  rock  is  usually  a  mixture  of  siUcates,  containing,  as  basic 
metals,  potassium,  sodium,  calcium,  magnesium,  iron,  and  aluminum, 
with  oftentimes  free  siUca.  Other  substances  are  present  only  in 
quite  subordinate  proportions.  There  may  be  small  quantities  of 
phosphates,  especially  apatite,  some  fluorides,  various  free  oxides,  the 
titanium  minerals,  zircon,  sulphides  in  trivial  amount,  and  sometimes 
free  elements,  such  as  graphite  or  metaUic  iron;  but  these  constitu- 
ents of  a  rocjs:  have  only  minor  significance,  except  in  some  exceed- 
ingly rare  instances.    The  exceptions  need  not  be  considered  now. 

Each  mineral  species,  using  the  word  in  its  rigorous  sense,  is  a  defi- 
nite chemical  entity,  capable  of  formation  only  xmder  certain  distinct 
conditions,  and  Uable  to  alteration  in  various  ways.  Each  one  may 
be  studied  as  it  exists  in  natuie,  with  the  alterations  which  it  there 
undergoes;  or  it  may  be  investigated  synthetically,  with  reference  to 
its  possible  modes  of  origin,  or  by  analytical  methods  in  order  to 
determine  what  tranformations  it  is  hkely  to  experience.  Both 
methods,  the  experimental  and  the  observational,  furnish  legitimate 
lines  of  attack  upon  geological  problems.  A  mineral,  with  its  associa- 
tions, is  a  record  of  chemical  changes  that  have  taken  place,  but  they 
do  not  end  its  history.  It  is  still  subject  to  decay — that  is^  to  trans- 
formations into  other  forms  of  matter,  and  their  study,  chemically 
or  in  the  field,  constitutes  an  important  part  of  metamorphic  geology. 
Alteration  products  are  highly  significant,  but  their  investigation 
demaiids  extreme  caution.  Errors  of  diagnosis  have  been  common  in 
the  past,  both  as  to  the  nature  of  substances  and  with  regard  to  their 
101381*'— Bull.  491—11 20  305 
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implications;  and  each  reported  case  of  alteration,  therefore,  should 
be  submitted  to  the  severest  scrutiny.  A  compact  muscovite,  for 
example,  may  easily  be  mistaken,  on  superficial  examination,  for  talc 
or  serpentine;  and  errors  of  that  kind  may  deprive  an  otherwise  good 
observation  of  all  its  meaning. 

Many  compounds,  identical  with  natural  minerals,  have  been  pre- 
pared by  laboratory  methods,  which  may  either  reproduce  the  condi- 
tions existing  in  nature  or  vary  widely  from  them.  Each  substance 
can  be  made  in  several  different  ways,  and  so  the  results  of  experi- 
ment may  or  may  not  have  geological  significance.  In  one  process 
the  conditions  of  a  cooling  magma  are  exactly  paralleled;  whereas 
another  may  have  no  relation  to  the  phenomena  observed  by  the 
geologist.  The  correct  interpretation  of  laboratory  experiments  is, 
therefore,  an  affair  demanding  nicety  of  judgment;  and  the  discrim- 
ination between  relevant  and  irrelevant  data  is  not  always  eaby.  The 
synthesis  of  a  mineral  may  be  chemically  important,  and  yet  shed 
no  light  upon  the  problems  of  geology.  Still,  indirect  testimony  is 
often  of  value,  and  none  of  it  should  be  rejected  hastily. 

In  the  following  pages  the  more  important  minerals  of  the  igneous 
and  metamorphic  rocks  will  be  considered  individually,  from  the 
various  points  of  view  indicated  in  the  preceding  part^aphs.  Im- 
portance and  abundance,  however,  do  not  always  go  together.  A 
relatively  infrequent  mineral  may  be  important  for  what  it  signifies, 
and  therefore  receive  more  attention  here  than  some  of  the  commoner 
species.  In  a  general  way  the  usual  order  of  mineral  classification  will 
be  followed,  but  not  rigorously.  In  some  cases,  for  petrographic 
purposes,  two  minerals  may  be  studied  consecutively  which  in  a  text- 
book upon  mineralogy  would  be  widely  separated.  The  problems 
of  paragenesis,  which  are  all-important  here,  are  quite  independent 
of  mineralogical  classification.  The  titanium  minerals — nitile,  ilmen- 
ite,  perofskite,  and  titanite,  for  example — can  be  properly  considered 
successively,  although  one  is  an  oxide,  U\o  are  titanates,  and  the  fourth 
is  a  titanosihcate.  Petrographically  they  belong  together;  min- 
eralogically  they  do  not.  So  much  premised,  we  may  go  on  to  study 
the  individual  species,  as  follows,  beginning  with  the  free  elements, 
carbon  and  iron.  The  inclusion  of  diamond  in  this  category  may  be 
justified  by  the  fact  that  it  is  essentially  a  mineral  of  magmatic 
origin. 

DIAMOND    AND  GRAPHITE. 

Diamond. — ^Pure  or  nearly  pure  carbon.  Isometric.  Atomic 
weight,  12;  molecular  weight,  unknown.  Specific  gravity,  3.5. 
Atomic  volume,  3.4.  Hardness,  10.  Colorless  to  black,  with  various 
shades  of  yellow,  green,  blue,  red,  and  brown.  The  black  carbonado 
has  a  specific  gravity  sHghtly  below  that  of  the  pure  diamond,  rang- 
ing from  3.15  to  3.29.     FusibiUty  unknown,  probably  above  3;000®. 
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Combustible  at  high  temperatures,  between  800°  and  850°,  according 
to  H.  Moissan,^  althbugh  oxidation  begins  at  a  point  somewhat  lower. 
The  diamond  has  been  produced  artificially  in  several  ways.  R.  S. 
Marsden,'  in  1880,  claimed  to  have  obtained  minute  crystals  from  the 
solution  of  amorphous  carbon  in  molten  silver.  J.  B.  Hannay,'  by 
heating  amorphous  carbon  with  bone  oil  and  metallic  lithium,  under 
great  pressure,  also  secured  a  few  crystals  of  carbon  which  appeared 
to  be  in  the  form  of  diamond.  Moissan,^  however,  was  the  first  to 
obtain  unimpeachable  results.  He  dissolved  carbon  in  melted  iron, 
and  cooled  the  mass  suddenly  under  pressure.  From  the  cooled  iron, 
undoubted  crystals  of  diamond  were  isolated.  J.  Friedlander  *  dis- 
solved graphite  in  fused  olivine  and  obtained  small  diamonds,  and 
R.  von  Hasslinger,*  by  solution  of  amorphous  carbon  in  an  artificial 
magnesium  silicate  magma,  was  similarly  successful.  A  little  later 
R.  von  Hasslinger  and  J.  Wolffs  repeated  and  varied  this  experi- 
ment, using  different  magmas  in  order  to  determine  under  what  con- 
ditions the  diamonds  would  be  formed.  Magnesia  and  lime  appeared 
to  favor  the  crystaUization  of  the  carbon,  but  a  high  proportion  of 
sUica  in  the  magma  seemed  to  act  adversely.  According  to  Hasslinger 
and  Wolff,  a  carbide  is  probably  first  produced,  from  which,  later,  the 
carbon  separates  in  adamantine  form.  L.  Franck  and  Ettinger^ 
claim  to  have  found  diamonds  in  hardened  steel,  and  A.  Ludwig' 
observed  their  formation  when  an  electric  current  was  passed  through 
an  iron  spiral  embedded  in  powdered  gas  carbon,  in  an  atmosphere  of 
hydrogen  and  under  great  pressure.  In  a  later  investigation  Lud- 
wig  ^^  fused  a  mixture  of  carbon  and  iron  in  an  electric  stream,  and 
then  suddenly  chilled  the  mass  by  admission  to  it  of  water  under 
a  pressure  of  2,200  atmospheres.  Under  these  conditions  of  pressure 
and  instantaneous  cooling  the  fused  carbon  solidified  in  the  form  of 
minute  diamonds.  With  slow  cooling  the  more  stable  graphite  is 
produced.  These  observations  accord  with  the  recent  conclusions  of 
Moissan,^^  who  finds  that  when  carbon  is  raised  to  a  high  temperature 
at  atmospheric  pressure  it  volatilizes  without  fusion  and  on  cooling 

K  Compt.  Rend.,  vol.  136, 1902,  p.  921. 

*  Proc.  Roy.  Soc.  Edinbnrgfa,  vol.  11,  1880-81,  p.  20.  K.  Chnutchofl  (Zeltschr.  anorg.  Chemle,  vol.  4, 
1893,  p.  472)  also  obtained  diamonds  from  solution  In  silver.  Molten  silver,  he  says,  can  dissolve  about  6 
per  cent  of  carbon. 

«  Proc.  Roy.  Soc.,  vol.  90, 1880,  pp.  188, 450. 

*  Compt.  Rend.,  vol.  116, 1803,  p.  218.  Also  C.  Friedel,  idem,  p.  224.  See  also  Q.  Ma^orana,  Atti  Aocad. 
Llnoei,  6th  ser.,  vol.  6,  pt.  2, 1897,  p.  141. 

»  Abstract  in  Geol.  Mag.,  1898,  p.  226. 

*  Monatsh.  Chemie,  vol.  23, 1902,  p.  817. 

7  Sitzoncpib.  Akad.  Wien,  vol.  112,  1903,  p.  607. 

s  Oiem.  CentralbL,  1806,  pt.  2,  p.  673.    From  Btahl  n.  Blaen,  vol.  16,  p.  685b 

s  Chem.  Zeitnng,  vol.  25, 1901,  p.  079. 

w  Zeltschr.  Elektrochemie,  vol.  8, 1902,  p.  278. 

u  Oompt.  Rend.,  vol.  140, 1908,  p.  277.  See  also  Annales  chim.  phys.,  8th  ser.,  vol.  6, 1906,  p.  174.  On 
diamonds  in  blast-fUmaoe  slag  and  the  conditions  of  their  possible  formation,  see  H.  Fleissner,  Oesterr. 
Zeltschr.  Berg-  u.  Htlttenwesen,  vol.  58, 1910,  pp.  621, 639, 660, 670.  See  also  P.  Neumann,  Zeltschr.  Elek- 
trochemie, vol.  16,  1900,  p.  817. 
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always  yields  graphite  alone.  In  Moissan's  work,  however,  external 
pressure  is  not  applied.  It  is  generated  by  internal  expansion  within 
the  iron,  when  the  surface  of  the  latter  is  suddenly  cooled.  The 
addition  of  a  little  ferrous  sulphide  to  the  fused  iron  seems  to  increase 
the  yield  of  diamonds. 

According  to  6.  Rousseau,^  diamond  is  formed  at  ordinary  pres- 
sures when  acetylene,  generated  from  calcium  carbide,  is  decomposed 
by  an  electric  current  at  a  temperature  of  about  3,000°.  C.  V.  Bur- 
ton* claims  to  have  obtained  diamond  crystals  from  solution  in 
molten  lead  to  which  about  1  per  cent  of  calcium  had  been  added. 
Finally,  Sir  William  Crookes '  has  detected  diamonds  in  the  ash  of 
cordite  which  had  been  exploded  in  closed  vessels.  In  the  last 
instance  the  pressure  generated  must  have  been  very  high. 

In  nature  the  diamond  is  ordinarily  found  in  gravels  and  until 
recently  little  was  known  of  its  parent  rock.  It  has  also  been  discov- 
ered in  several  meteorites,  as  in  the  meteoric  stones  of  Novo-Urei, 
Russia,^  and  Carcote,  Chile,®  and  the  meteoric  iron  of  Canyon  Di- 
ablo.* The  Novo-Urei  stone  is  essentially  a  mixture  of  oUvine,  67.48 
per  cent,  with  augite  23.82  per  cent,  and  therefore  resembles  a  peri- 
dotite.  The  Canyon  Diablo  iron  contains  nodules  of  iron  sulphide, 
troilite,  which  recall  Moissan's  latest  experiments,  and  also  graphite. 
For  each  occurrence  the  artificial  production  of  diamonds  furnishes 
a  parallel — Hasslinger's  work  in  one  case,  Moissan's  in  the  other. 

The  origin  of  the  diamond  as  a  mineral  seems  to  be  clearly  indi- 
cated by  the  foregoing  data.  It  is  formed  by  crystallization  from  the 
solution  of  carbon  in  a  fused  magma,  and  the  latter,  in  most  cases, 
seems  to  have  had  the  composition  of  a  peridotite — an  association 
which  is  also  seen  in  the  Novo-Urei  meteorite.  In  the  South  African 
mines  the  diamonds  occur  in  or  near  volcanic  pipes,  embedded  in  a 
decomposed  rock,  which  has  been  described  as  a  peridotitic  tuff  or 
breccia.'  The  volcanic  character  of  this  matrix  or  *'blue  ground" 
was  early  recognized,  and  several  authorities,  notably  the  late  H. 
Carvill  Lewis,*  have  ascribed  the  origin  of  the  diamonds  to  the  sol- 

1  Compt.  Rend.,  vol.  117, 1893,  p.  164. 

«  Nature,  vol.  72, 1905,  p.  397. 

i  Proc.  Roy.  Soc.,  vol.  76  A,  1905,  p.  468. 

*  If.  Erofdef  and  P.  Latachinofl,  Jour.  Rubs.  Chem.  Soc.,  vol.  20, 1888,  p.  185.  Abstract  in  Jour.  Ghent. 
Soc.,  vol.  56, 1889,  p.  224. 

»  W.  wm  and  J.  Pinnow,  Ber.  Deutach.  chem.  Gesell.,  vol.  23, 1890,  p.  846. 

•  O.  A.  Koenig  and  A.  E.  Foote,  Am.  Jour.  8cl.,  3d  ser.,  vol.  42, 1891,  p.  413. 
7  See  E.  Cohen,  5.  Jahresber.  Ver.  Erdkunde,  Mets,  1882,  p.  129. 

s  PapeiB  before  the  British  Association  in  1886  and  1887.  In  fbll,  edited  by  T.  O.  Bonney,  In  Papers 
and  notes  on  the  genesis  and  matrix  of  the  diamond,  London,  1897.  The  suesestion  that  the  shales  are 
the  source  of  the  carbon  is  adopted  from  E.  J.  Dnnn,  Quart.  Jour.  Geol.  Soc.,  vol.  37, 1881,  p.  609.  Bee 
also  L.  De  Launay,  Les  dlamants  du  Cap,  Paris,  1897;  O.  F.  WiUiams,  The  diamond  mines  of  Sooth 
Africa,  New  York,  1905,  2  vols.;  Sir  William  Crookes,  Diamonds,  London  and  New  York,  1909;  and  P.  A. 
Wagner,  Die  diamantfdhrenden  Oesteine  Biidafrikas,  Berlin,  1909.  For  bibliographic  notes  on  diamond 
see  J.  A.  Thomson,  Econ.  Geology,  vol.  6,  1910,  p.  64.  Other  memoirs  on  the  South  African  diamonds 
ar©byR.Beck,Zeitschr.  Deutsch.  geol.  Qesell.,  vol.60, 1907, p. 276;  F.  H.  Hatch,  Nature, vol. 77, 1908, p. 
224;  J.  P.  Johnson,  Trans.  Inst.  Ifln.  Met.,  vol.  17, 1906,  p.  277;  and  F.  W.  Voit,  Eng.  and  liin.  Joar.,v6L 
87, 1909,  p.  789. 
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vent  action  of  the  molten  peridotite  magma  upon  the  carbonaceous 
shales  through  which  it  has  penetrated.  In  some  cases,  however, 
these  shales  are  absent,  and  W.  Luzi  ^  has  shown  that  when  ''blue 
ground*'  is  fused  at  a  temperature  of  about  1,770°  the  diamonds 
which  it  contains  are  perceptibly  corroded.  That  is,  the  magma  itself 
is  proved  to  be  a  solvent  of  carbon  which  may  just  as  well  have  come 
from  below  as  from  contact  metamorphism.  In  Lewis's  papers  it  is 
pointed  out  that  in  a  number  of  other  regions  diamonds  are  asso- 
ciated more  or  less  closely  with  rocks  of  serpentinous — that  is,  perido- 
titic — character.  T.  G.  Bonney,'  however,  has  sought  to  prove  that 
the  true  matrix  of  the  Cape  diamond  is  eclogite,  from  which  he 
says  the  mineral  has  crystallized  ad  an  original  constituent,  just  as 
zircon  crystallizes  from  granite.  The  very  intimate  association  of 
these  diamonds  with  garnet  lends  support  to  this  view.  On  the 
other  hand,  G.  F.  Williams '  states  that  he  crushed  and  examined  20 
tons  of  eclogite  at  Kimberley  and  found  no  trace  of  diamonds.  He 
also  reports  a  Kimberley  diamond  which  contained  an  inclusion  of 
apophyllite.  If  the  diagnosis  was  correct,  it  throws  doubt  upon  the 
igneous  origin  of  the  gem,  for  apophyllite  is  a  highly  hydrous  mineral. 
According  to  H.  S.  Harger  *  the  Vaal  River  diamonds  are  derived 
from  andesitic  lava,  and  H.  Merensky  ^  reports  them  in  pegmatite  and 
diabase.  The  diamonds  recently  discovered  in  Arkansas,  however, 
are  associated  with  a  peridotitic  rock  closely  resembling  kimberlite.* 
In  Brazil  diamonds  are  associated  with  hydromica  schists  and  the 
peculiar  form  of  quartzite  known  as  itacolumite;  and  O.  A.  Derby  ^ 
finds  no  evidence  of  olivine  rocks  anywhere  in  the  diamond-bearing 
region.  Similar  conclusions  have  been  reached  by  J.  C.  Branner.* 
Furthermore,  near  Bellary,  Madras  Presidency,  India,  M.  Chaper* 
found  the  diamond  to  be  apparently  derived  from  a  pegmatite  con- 
sisting of  rose-colored  orthoclase  and  epidote.  Near  Inverell,  New 
South  Wales,  T.  W.  Edgeworth  David  *®  foimd  diamonds  in  a  matrix 

1  Ber.  Deutach.  chem.  Oeaell.,  vol.  25, 1892,  p.  2470. 

>  Ptoc.  Roy.  Soc.,  vol.  65, 1899,  p.  223.  Bonney's  view  is  accepted  by  A.  L.  Du  Toit,  Eleventh  Ann. 
Rept.  Geol.  Commission,  Cape  of  Good  Hope,  1007,  p.  136.  O.  S.  Contorphlne  (Trans.  Oeol.  Soc.  Soath 
Africa,  vol.  10, 1907,  p.  66)  shows  that  the  supposed  eclogite,  In  which  he  found  diamonds,  consists  really 
of  garnet-pyroxene  nodules  which  are  inclosed  in  the  kimberlite.  These  nodules  are  concretionary  in 
cliaracter. 

I  Trans.  Am.  Inst  Mhi.  Eng.,  vol.  35, 1906,  p.  440.  Ann.  Rept.  Smithsonian  Inst.,  1906,  p.  193.  On  an 
inclusion  of  garnet  in  diamond  see  3.  R.  Sutton,  Nature,  vol.  75, 1907,  p.  488. 

«  Trans.  Geol.  Soc.  South  Africa,  vol.  12, 1910,  p.  130.  See  also  E.  H.  V.  MelvlU,  idem,  p.  206,  on  stones 
from  the  Roberts-Victor  mine. 

» Zeitschr.  prakt.  Geoiogie,  1008,  p.  155. 

•  See  O.  F.  Kuns  and  H.  S.  Washington,  Am.  Jour.  Sci.,  4th  ser.,  vol.  24, 1907,  p.  276. 

'  Am.  Jour.  Sci.,  3d  ser.,  vol.  24, 1882,  p.  34;  Jour.  Geology,  vol.  6, 1898,  p.  121.  For  the  minerals  asso- 
ciated with  Brazilian  diamond  see  E.  Hussak,  Min.  pet.  Mitt.,  vol.  18, 1888-99,  p.  334;  and  also  in  Zeitschr. 
prakt.  Geoiogie,  1906,  p.  318.  Aooording  to  Hussak,  the  minerals  of  the  Brazilian  diamond  sands  are  those 
derived  from  granites,  gneisses,  and  older  schists,  such  as  amphlboUte.  An  important  earlier  paper  upon 
Brazilian  diamonds  is  by  C.  Heusser  and  G.  Claraz,  Zeitschr.  Deutsch.  geol.  Gesell.,  vol.  11, 1869,  p.  448. 

•  Am.  Jour.  Sci.,  4th  ser.,  vol.  31, 1911,  p.  480. 

•  Compt.  Rend.,  vol.  98, 1884,  p.  113.  More  fully,  in  Bull.  Soc.  gdol.  France,  3d  ser.,  voL  14, 1886-86,  p. 
330.  The  description  of  this  pegmatite  suggests  a  resemblance  to  the  unakite  of  Virginia  and  North  Caroliioa. 

w  Rept.  Brit.  Assoc.  Adv.  Sci.,  1906,  p.  562.  See  also  Chem.  News,  vol.  96, 1907,  p.  146.  Aooording  to  J.  A. 
Thomson  (Geol.  Mag.,  1909.  p.  402),  the  matrix  of  the  Inverell  diamop.ds  is  dolerite. 
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of  hornblende  diabase.  In  short,  though  much  evidence  points  to  an 
igneous  origin  for  the  diamond^  it  is  not  necessary  to  assume  that  the 
same  magma  has  yielded  it  in  all  cases.^ 

Graphite. — Carbon,  more  or  less  impure.  Khombohedral.  Atomic 
weight,  12;  molecular  weight  probably  below  that  of  diamond. 
Specific  gravity,  2.2.  Atomic  volume,  5.5.  Hardness,  1  to  2.  Color, 
steel  gray  to  black.  Fusibihty  unknown,  probably  above  3,000®. 
Combustible  at  temperatures  between  650®  and  700°.^ 

Graphite  is  easily  produced  artificially  and  is  therefore  a  common 
constituent  of  furnace  slags.  Here  it  is  derived  from  the  fuel.  It  is 
made  on  a  commercial  scale  by  heating  coke  in  the  electric  furnace,  in 
which  process,  according  to  E.  G.  Acheson,'  a  carbide,  possibly  cai^ 
borundum,  SiC,  is  first  formed.  O.  Miilhauser  *  has  shown  that  when 
carborundum  is  strongly  heated  the  sihcon  is  vaporized,  leaving 
graphitic  carbon  behind.  These  reactions,  connected  with  Moissan's 
discovery*  of  carborundum  in  the  Canyon  Diablo  meteorite,  asso- 
ciated with  graphite  and  diamond,  may  have  some  geological  signifi- 
cance. The  fact  that  graphite  is  often  found  in  meteorites  proves 
that  it  has  not  necessarily  an  organic  origin,  an  assumption  which  is 
sometimes  made. 

Graphite  has  also  been  prepared  by  passing  vapors  of  carbon  bisul- 
phide or  carbon  tetrachloride  over  hot  iron,  but  these  processes  seem 
to  have  Uttle  or  no  geological  significance.  Whether  such  sub- 
stances occur  in  volcanic  emanations  is  so  far  a  matter  of  pure  specu- 
lation. So  also  is  E.  Weinschenk's  suggestion^  that  metallic  car- 
bonyk,  rising  from  great  depths,  may  yield  graphite  by  their  decom- 
position. None  of  these  compounds  has  been  identified  in  nature, 
and  it  is  more  than  doubtful  whether  they  could  exist  at  magmatic 
temperatures.  J.  Walther  ^  is  inclined  to  attribute  the  Ceylon  graph- 
ite to  derivation  from  carboniferous  vapors  rising  from  the  interior 
of  the  earth,  and  it  is  possible  that  hydrocarbons  might  yield  the 
mineral.  M.  Diersche,®  studying  the  same  field,  ascribes  the  forma- 
tion of  the  graphite  to  the  infiltration  of  liquid  hydrocarbons  and 
their  decomposition  by  heat. 

W.  Luzi  *  has  shown  that  amorphous  carbon  can  be  dissolved  in 
a  fused  potash  glass  containing  a  little  calcium  fluoride  and  rede- 

1  An  ezoellent  monograph  on  the  diamond,  by  E.  Boutan,  forms  a  volume  In  Fremy's  Encyclopddie 
chhnlque,  Paris,  1888.  It  concludes  with  a  very  full  bibliography.  On  diamonds  in  California,  see  H.  W . 
Turner,  Am.  Geologist,  vol.  23, 1809,  p.  182.  For  a  theoretical  discussion  on  the  genesis  of  the  diamond,  see 
A.  Koenlg,  Zeitschr.  F.lektrochemie,  vol.  12, 1000,  p.  441. 

•  H.  Moissan,  Compt.  Rend.,  vol.  135, 1002,  p.  021. 
>  Jour.  Franklin  Inst.,  vol.  147, 1809,  p.  475. 

4  Zeitschr.  anorg.  Chemle,  vol.  6, 1804,  p.  111. 
s  Compt.  Rend.,  vol.  140, 1003,  p.  405. 

•  Compt.  rend.  Vm.  Cong,  gfiol.  intemat.,  vol.  1, 1900,  p.  447. 

7  Zeitschr.  Deutsch.  geol.  Gesoll.,  vol.  41, 1880,  p.  350.    For  a  full  account  of  the  Ceylon  graphite  see  A.  K. 
Coom4ni-€w&my,  Quart.  Jour.  G  eol.  Soc. ,  vol.  56, 1900,  p.  600.    This  paper  contains  a  valuable  bibliography, 
s  Jahrb.  K.-k.  geol.  Reichsanstalt,  Wlen,  vol.  48,  1898.  p.  274. 

•  Ber.  Deutsch.  chem.  Gesell.,  vol.  24, 1801,  p.  4003.    Zeitschr.  Naturwissensohaften,  vol.  64, 1801,  p.  224. 
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posited  as  graphite.  In  other  words,  graphite  can  form  in  a  siUcate 
magma,  either  in  consequence  of  its  contact  with  carbonaceous  matter 
or  as  an  original  constituent  brought  up  from  below.  In  fact,  graph- 
ite often  originates  as  a  product  of  contact  metamorphism.  L. 
Jaczewski  ^  regards  the  Siberian  mineral  as  having  been  formed  by 
just  such  a  solution  of  coaly  matter  in  eruptive  magmas;  but  there 
are  many  occurrences  pf  graphite  that  can  not  be  accounted  for  in 
this  way.  Weinschenk,^  for  example,  cites  instances  of  an  associa- 
tion of  graphite  with  the  higher  oxides  of  iron  and  manganese,  which 
amorphous  carbon  or  the  hydrocarbons  distilled  during  contact  of  a 
magma  with  coal  would  reduce  to  lower  forms.  In  these  cases  the 
metamorphosis  of  carbonaceous  shales  can  hardly  be  assumed. 

From  what  has  been  said  it  is  evident  that  graphite  may  originate 
in  diverse  ways,  and  that  in  some  cases  its  mode  of  formation  is  ex- 
ceedingly obscure.  Its  commonest  occurrences  are  in  the  crystalline 
schists,  in  which  it  often  seems  to  replace  mica.  Graphitic  granite, 
gneiss,  mica  schist,  and  quartzite  are  all  well  known,  and  the  Lauren- 
tian  limestones  of  Canada  contain  large  quantities  of  the  mineral. 
The  graphite  of  the  adjacent  Adirondack  region  is  attributed  by 
E.  S.  Bastin '  to  the  dynamic  metamorphism  of  carbonaceous  sedi- 
ments. T.  H.  Holland,*  however,  has  described  an  elaeoUte  syenite 
from  India  in  which  graphite  appears  to  be  an  original  mineral;  and 
Moissan  ^  examined  a  pegmatite  of  unknown  locality  and  reached  a 
similar  conclusion.  Graphite  is  also  found  in  the  iron-bearing 
basalts  of  Ovifak,  Greenland,  embedded  in  feldspar  and  associated 
with  native  iron.'  Graphite,  then,  sometimes  appears  as  a  direct 
separation  from  a  magma,  under  conditions  which  preclude  the 
supposition  of  an  organic  origin,  or  interpretation  as  a  result  of 
metamorphic  action. 

NATIVE    METALS. 

Ncufive  iron, — Isometric.  Atomic  weight,  55.9;  molecular  weight 
unknown.  Specific  gravity,  7.3  to  7.8,  dependent  upon  the  impurities. 
Atomic  volume,  7.2.  Color,  steel  gray  to  black.  Malleable.  Lus- 
ter, metaUic.    Hardness,  4  to  5.     Magnetic. 

Minute  grains  of  native  iron  are  not  uncommon  in  certain  eruptive 
rocks,  especially  in  basalts.  They  were  first  identified  by  T.  An- 
drews '  in  the  basalt  of  Antrim,  Ireland.    More  recently  they  have 

»  Neoes  Jahrb.,  1901,  vol.  2,  ref.,  p.  74. 

>  Compt.  rend.  VIII.  Cong.  gfol.  internat.,  vol.  1, 1900,  p.  447. 

s  Econ.  Geology,  vol.  5, 1910,  p.  134. 

« Mem.  Geol.  Survey  India,  vol.  30, 1901,  p.  201. 

»  Compt.  Rend.,  vol.  121, 1895,  p.  538. 

•  See  K.  J.  V.  Steenstnip,  Mineralog.  Mag.,  vol.  6, 1884,  p.  1;  and  J.  Lorenzen,  idem,  p.  14.  Graphite 
ftom  inclusions  in  basalt  Is  also  described  by  R.  Brauns,  Centralbl.  Min.,  Geol.  u.  Pal.,  1908,  p.  97.  On 
inMganic  grapbito  from  Lapland  see  O.  Stutxer,  idem,  1907,  p.  433.  In  Zeitschr.  prakt.  Geologle,  1910, 
p.  10,  Stutser  has  a  long  article  on  graphite  deposits  and  their  origin.  See  also  A.  N.  Winchell,  Econ. 
Geology,  voL  6, 1911,  p.  218. 

r  Rept.  Brit.  Assoc.,  1852,  pt.  2,  p.  34. 
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been  found  by  G.  H.  Cook*  in  the  trap  rocks  of  New  Jersey;  by 
G.  W.  Hawes  ^  in  the  dolerite  of  Dry  River,  near  Mount  Washington, 
New  Hampshire;  by  F.  Navarro'  Ln  the  basalt  of  Gerona,  Spain; 
and  by  F.  F.  Homstein  *  Ln  basalt  near  Cassel,  Germany.  In  the  New 
Hampshire  locaUty  they  occur  inclosed  in  grains  of  magnetite,  sug- 
gesting a  secondary  derivation  of  the  latter  mineral  from  the  metal. 
There  are  also  a  number  of  other  European  occurrences.*  E.  Hussak  • 
found  particles  of  native  iron  in  an  auriferous  gravel  in  Brazil;  and 
A.  Daubr6e  and  S.  Meunier  ^  have  described  small  masses  of  the  metal 
from  gold  washings  near  Berezovsk,  in  the  Ural.  These  masses  were 
notable  because  of  the  fact  that  they  contained  traces  of  platinum,  but 
no  nickel.     Their  specific  gravity  was  7.59. 

The  most  remarkable  occurrence  of  native  iron,  however,  is  that  dis- 
covered by  A.  E.  Nordenskiold  •  in  1870,  at  Ovifak,  Disco  Island, 
Greenland.  Here  large  masses  of  iron,  up  to  20  tons  in  weight,  had 
been  weathered  out  like  bowlders  from  the  basalt,  and  in  the  rock 
itself  lenticular  and  disklike  pieces  of  the  metal  were  still  embedded. 
At  first  the  iron  was  thought  to  be  meteoric,  but  it  has  since  been 
proved  to  be  of  terrestrial  origin."  In  nearly  all  respects  it  resembled 
meteoric  iron,  for  it  gave  the  Widmannstatten  figures  when  etched, 
contained  iron  chloride,  and  was  associated  with  magnetic  pyrites 
and  graphite.  Schreibersite,  the  iron  phosphide,  which  is  common  in 
meteorites,  is,  however,  absent  from  the  Ovifak  masses.  In  the  sam- 
ple examined  by  Moissan  ^®  graphite,  amorphous  carbon,  and  grains  of 
corundum  were  found. 

This  Ovifak  iron  is  somewhat  variable  in  composition,  as  the 
numerous  analyses  of  it  show."  The  following  analyses  by  J.  Law- 
rence Smith  are  enough  to  indicate  its  general  character: 

1  Ann.  Rept.  Geol.  Survey  New  Jersey,  1874,  p.  66. 
«  Am.  Jour.  Bd.,  3d  ser.,  vol.  13, 1877,  p.  33. 

*  Geol.  Centralbl.,  vol.  7, 1905,  p.  184. 

*  Centralbl.  Mln.,  Geol.  u.  Pal,,  1907,  p.  276. 

» See  for  example,  A.  Schwantke,  Centralbl.  Min.,  Geol.  u.  Pal.,  1901,  p.  65,  and  M.  Beebach,  idem,  1910, 
p.  641. 

•  Bol.  Comm.  geog.  e  geol.  Sfto  Paulo,  No.  7, 1890,  p.  14. 
»  Compt.  Rend.,  vol.  113, 1891,  p.  172. 

B  Geol.  Mag.,  1872,  pp.  460,  516. 

•  There  Is  abundant  literature  on  this  subject.  Bee  esi)eclally  E.  J.  V.  Steenstrup,  Mineralog.  Mag. , 
vol.  6,  p.  1, 1884;  J.  Lorenzen,  idem,  p.  14;  J.  lAwrence  Smith,  Annales  chlm.  phys.,  5th  ser.,  vol.  16, 1879, 
p.  452;  and  A.  Daubr6e,  Etudes  synthfitiques  de  gfologle  exp^rimentale,  1879,  p.  555. 

u  Compt.  Rend.,  vol.  116, 1833,  p.  1260. 

II  See  the  memoirs,  already  dted,  by  NordensklCld,  Lorenzen,  and  Smith.  Also  E.  B.  Dana,  System 
of  mineralogy,  6th  ed.,  p.  28. 
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Ancdyses  of  native  iron  from  Ovifaky  Greenland. 

A.  External  oxidized  coating  of  a  large  mass.    Speclflo  gravity,  5. 

B.  Particles  of  iron  from  interior  of  the  mass  A.    Specific  gravity,  6.42. 

C.  Malleable  nodule  from  dolerite.    Specific  gravity,  7.46. 

D.  An  irregular  mass.    Specific  gravity,  6.80. 
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The  terrestrial  nature  of  this  iron  is  abundantly  proved  by  the 
observations  of  Steenstrup,  who  found  it  disseminated  throughout 
large  bodies  of  basalt  in  place.  It  is,  therefore,  a  part  of  the  rock 
itself,  but  concerning  its  origin  there  has  been  much  discussion.  Was 
it  present  in  the  original  magma  or  reduced  by  carbonaceous  matter 
on  its  way  up  from  below?  The  latter  supposition  is  admissible, 
for  Daubr6e,*  by  fusing  a  IherzoUte  with  carbon,  obtained  pellets  of 
metallic  iron,  containing  nickel  and  almost  identical  in  composition 
with  the  specimens  from  Greenland.  Furthermore,  as  Daubr6e 
observes,  beds  of  lignite  are  found  on  Disco  Island,  and  graphite  is 
closely  associated  with  the  native  iron.  The  other  alternative,  how- 
ever, is  not  excluded  from  consideration,  and  it  may  be  that  the  iron 
came  as  such  from  great  depths  below  the  surface  to  teach  us  that 
the  earth  is  essentially  a  vast  meteorite  and  that  its  interior  is  rich 
in  uncombined  metals.^  If  the  reduction  theory  held,  we  should 
expect  to  find  similar  occurrences  of  native  iron  wherever  basalts  or 
peridotite  had  penetrated  carbonaceous  strata.  The  rarity  of  the 
substance  would  seem  to  indicate  a  profoimder  origin. 

In  several  localities  metallic  grains  or  nodules  which  approach 
native  nickel  in  composition  have  been  foimd  in  gravels.  In  mete- 
orites the  nickel  rarely  exceeds  6  or  7  per  cent,  but  in  these  terrestrial 
products  its  proportion  is  usually  much  higher.  From  the  drift  of 
Gorge  River  on  the  west  coast  of  New  Zealand  W.  Skey  ^  obtained 

1  Etudes  synth^tiques  de  gtologie  exp^rimentale,  1879,  pp.  517, 574. 

*  See  also  E.  B.  de  Chanoourtois,  Bull.  See.  gfol.  France,  vol.  29, 1872,  p.  210.  C.  Winkler  (Ber.  Math.  phys. 
Classe,  K.-s2&chs.  Qesell.  Wiss.,  February  5, 1900)  suggests  that  iron  and  niclcel  may  have  been  brought  up 
from  below  ascarbonyls,  Ni(C0)4,  Fe(C0)»,  and  Fes(CO)7->compounds  which  decompose  easily,  depositing 
their  metals  in  the  free  state.    Compare  Weinschenk's  suggestion  as  to  graphite,  ante,  p.  310. 

*  Tians.  New  Zealand  Inst.,  vol.  18, 1885,  p.  401. 
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grains  of  this  character,  which  were  associated  with  magnetite,  tin- 
stone, native  platinum,  etc.  This  awaruite,  as  Skey  named  it,  is 
derived,  according  to  G.  H.  F.  Ubich,*  from  neighboring  serpentines 
or  peridotites.  The  josephinite  of  W.  H.  Melville  *  from  placer  gravels 
in  Josephine  and  Jackson  counties,  Oregon,  forms  pebbles  up  to  sev- 
eral grams  in  weight  and  also  occurs  near  large  masses  of  serpentine. 
Its  specific  gravity  is  6.204.  In  the  sands  of  the  Elvo,  near  Biella, 
Piedmont,  A.  Sella  ■  found  minute  grains  of  a  similar  substance,  but 
its  geological  origin  was  not  determined.  Their  specific  gravity  was 
7.8.  Souesite  consists  of  similar  grains,  found  by  G.  C.  Hoffmann  ^ 
in  sands  of  the  Fraser  River,  in  British  Columbia.  They  were  asso- 
ciated with  native  platinum,  iridosmine,  gold,  etc.,  and  had  a  specific 
gravity  of  8.215.  These  grains  are  doubtless  derived  from  perido- 
tite.  ^  Still  more  recently  a  similar  nickel  iron  from  the  south  fork  of 
Smith  River,  Del  Norte  County,  California,  has  been  described  by 
G.  S.  Jamieson,'  who  has  also  reexamined  the  mineral  from  Oregon. 
The  analyses  are  as  foUowd: 

Analyses  of  nickel  iron. 

A.  Awaruite,  Skey.    B.  Josephinite,  Melville.    0.  Josephinite,  Jamieson.  D.  Del  Norte  County,  Jamie- 
eon.    E.  Soueelte,  Hoffmann.    F.  Piedmont.    Analysed  for  Sella  by  Mattirolo. 
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The  silicate  in  Melville's  analysis  was  mainly  serpentine,  with  what 
appeared  to  be  an  impure  bronzite.  The  probable  derivation  of  the 
nodnles  from  peridotite  is  thus  materially  emphasized.  With  these 
substances  two  meteorites  only,  or  supposed  meteorites,  can  be  com- 

1  Quart.  Jour.  Oeol.  Soc.,  vol.  46, 1890,  p.  619. 
>BuU.  U.  S.  Qeol.  Survey  No.  113, 1893,  p.  54. 

•  Compt.  Rend.,  vol.  112, 1891,  p.  171. 

•  Am.  Jour.  Sci.,  4tti  ser.,  vol.  19, 1905,  p.  319. 

•  Idem,  p.  413.   Jamieeon  urges  that  whe  orighial  name  awaruite  should  be  used  for  all  these  trans. 
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pared.  That  found  in  an  Indian  mound  in  Oktibbeha  County,  Mis- 
sissippi, contained  59.69  per  cent  Ni  and  37.97  per  cent  Fe;  and  that 
from  Santa  Catarina,  Brazil,  carried  63.69  Fe  with  33.97  Ni.  These 
masses,  however,  are  only  presumably,  not  certainly,  meteoric. 

Occasionally  native  iron  is  found  of  secondary  origin  produced  by 
the  obvious  reduction  of  iron  compounds.  On  North  Saskatchewan 
River,  70  miles  from  Edmonston,  beds  of  lignite  have  burned,  reduc- 
ing the  neighboring  clay  ironstone  to  metallic  iron.  According  to 
J.  B. Tyrrell,^  masses  of  iron  can  be  picked  up  in  this  locaUty  which 
weigh  from  15  to  20  pounds.  G.  C.  Hoffmann  ^  has  described  spher- 
ules of  iron  in  limonite,  found  in  fissures  in  quartzite  on  St.  Josephs 
Island,  Lake  Huron;  and  again  from  a  pegmatite  from  Cameron 
Township,  Ontario.'  The  exact  origin  of  these  Canadian  irons  is 
not  clear.  Finally,  E.  T.  Allen*  has  analyzed  soft,  malleable  iron 
from  borings  at  three  points  in  Missouri,  where  it  pccurred  in  sedi- 
mentary rocks  not  far  from  beds  of  coal.  The  following  analyses 
of  these  products  will  serve  to  show  the  great  difference  between  them 
and  the  supposedly  magmatic  irons  described  in  the  preceding  pages. 


Analyses  of  native  iron  of  secondary  origin. 

A.  Fxom  St.  Josephs  Island,  Hoffmann.    Specific  gravity,  6.8612. 

B.  From  Cameron  Township,  Ontario.    Analysis  by  Johnston  for  HoflEmann. 

C.  From  Cameron,  Missouri,  Allen. 

D.  From  Weaableaa,  Missouri,  Allen. 

E.  From  Holden,  Missouri,  Allen. 


Specific  gravity,  7.267. 
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Not  only  iron  but  other  native  metals  may  occur  as  primary  con- 
stituents of  igneous  rocks.  Platinum,  with  its  companions,  osmium, 
iridium,  rhodium,  ruthenium,  and  palladium,  are  associated  with 
chromite  and  olivine  in  peridotites.*    W.  Moricke  ®  has  found  pri- 

1  Am.  Jour.  ScL,  3d  ser.,  vol.  33, 18S7,  p.  73. 

*  Trans.  Roy.  Soc.  Canada,  vol.  8,  pt.  3, 1800,  p.  39. 

*  Ann.  Kept  Qeol.  Survey  Canada,  vol.  6, 1895,  p.  23  R. 

*  Am.  Jour.  Sci.,  4th  ser.,  vol.  4.  1897,  p.  99.  Other  occurrences  of  naturally  roduoed  iron  are  reported 
by  A.  A.  Inostranaeff,  Oeol.  Zent,  1908,  p.  611,  from  Russian  Island  near  Vladivostok,  and  by  E.  Pfiwosnlk, 
Oesterr.  Zeitschr.  Berg-  u.  Hattenwesen,  vol.  £8, 1910,  p.  327,  from  Shotley  Bridge,  England. 

*  See  J.  F.  Kemp,  Bull.  U.  S.  Geol.  Survey  No.  193, 1902,  for  a  complete  summary  of  our  knowledge  con- 
cerning native  platinum,  with  many  bibliographic  references. 

•lUn.  pet.  Mitt,  vol.  12, 1891,  p.  196. 
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mary  gold  in  a  pitchstone  from  Guanaco,  Chile,  and  G.  P.  Merrill  * 
has  described  a  granite  from  Sonora  in  which  it  also  appears.  Still 
other  examples  are  cited  by  R.  Beck.^  The  metallic  constituents  of 
magmas,  however,  have  received  very  little  attention  so  far,  and  their 
number  may  be  greater  than  it  is  now  supposed  to  be. 

SULPHIDES. 

Pyrite. — Isometric.  Composition,  FeS,.  Molecular  weight,  120. 
Specific  gravity,  4.95  to  5.10.  Molecular  volume,  24.  Color,  brass- 
yellow;  luster,  metallic.     Hardness,  6  to  6.5. 

PyrrhoUte, — ^Hexagonal.  Composition  uncertain,  varying  from 
FctSs  to  FciiSij.  Specific  gravity,  4.6.  Color,  bronze-yellow  to  cop- 
per-red ;  luster,  metallic.  Magnetic.  Hardness,  3.5  to  4.5.  Wliether 
troilite,  FeS,  which  is  a  common  mineral  in  meteorites,  is  identical 
with  pyrrhotite  or  not  is  a  disputed  question." 

Both  pyrite  and  pyrrhotite  are  common  though  minor  accessory- 
constituents  of  igneous  rocks.  Pyrite  is  found  under  a  great  variety 
of  associations,  but  pyrrhotite  is  more  characteristic  of  the  ferromag- 
nesian  varieties,  such  as  gabbro,  diabase,  diorite,  and  basalt. 

Pyrrhotite  has  been  observed  as  a  furnace  product  and  both  species 
can  be  made  artificially  by  various  processes.  Those  which  explain 
the  formation  of  sulphides  in  sedimentary  rocks  will  be  considered 
in  another  connection,  but  the  following  experimental  data  bear  upon 
their  occurrence  in  igneous  formations. 

J.  Durocher,*  by  mingling  the  vapor  of  iron  chloride  with  hydrogen 
sulphide  in  a  porcelain  tube  heated  to  redness,  obtained  small  crystals 
of  pyrite.  By  heating  magnetite  to  whiteness  in  hydrogen  sulphide, 
T.  Sidot*  produced  crystals  which  appeared  to  be  identical  with 
troilite.  Troilite  was  also  formed  by  R.  Lorenz,*  who  heated  iron 
to  redness  in  a  stream  of  HjS.  C.  Doelter,'  on  the  other  hand,  by 
the  same  reaction,  and  also  with  amorphous  ferric  oxide  or  hematite 
instead  of  metallic  iron,  obtained  pyrite.  When  ferrous  carbonate 
or  sulphate  was  used,  troilite  was  formed.  All  of  these  methods  are 
general.  With  other  metals  or  their  salts  other  crystallized  sulphides, 
identical  with  natural  minerals,  can  be  produced.  In  brief,  gases  or 
vapors  which  exist  in  volcanic  exhalations  can  so  react  upon  one 
another  as  to  develop  crystalline  sulphides.  The  latter  appear  in  or 
upon  the  solidified  rocks,  but  preferably  in  rocks  which  have  cooled 
under  pressure.  By  pressure  the  reacting  vapors  are  confined  within 
the  magma,  and  can  not  readily  escape. 

1  Am.  Joar.  ScL,  4th  sor.,  vol.  1, 1896,  p.  309. 

t  Lehre  von  den  Erzlagerst&tten,  2d  ed.,  1903.  See  also  W.  H.  Weed,  Eng.  and  Min.  Jour.,  vol.  77, 1904, 
p.  440;  and  R.  W.  Brock,  Idem,  p.  511. 

s  See  S.  Memiler,  Annales  chim.  phys.,  4th  ser.,  vol.  17, 1809,  p.  36;  and  Q.  Llnck,  Ber.  Deatach.  chem. 
Qesell.,  vol.  32, 1899,  p.  895. 

4  Compt.  Rend.,  vol.  32,  1851,  p.  823. 

•  Idem,  vol.  66, 1868,  p.  1257. 

«  Ber.  Deutsch.  chom.  Gt^sell.,  vol.  24, 1891,  p.  IfiOt. 

^  Zeitschr.  Kryst.  Min.,  vol.  11, 1886,  p.  30. 
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Metallic  sulphides,  fairly  crystallized,  can  also  be  fonned  in  the 
wet  way,  when  appropriate  mixtures  are  heated  together  in  sealed 
tubes.  H.  de  Senarmont  ^  heated  various  metallic  solutions  with 
hydrogen  sulphide  or  alkaline  sulphides  in  this  manner  with  great 
success,  and  when  iron  salts  were  taken  pyrite  was  formed.  C.  Geit- 
ner*  also  obtained  pyrite  by  heating  powdered  basalt  with  water 
and  sulphurous  acid  to  200®.  Doelter  ■  prepared  pyrite  by  heating 
hematite,  magnetite,  or  siderite  with  hydrogen  sulphide  and  water 
for  72  hours  to  80°  or  90°.  When  the  same  investigator*  heated 
ferrous  chloride  with  sodium  carbonate,  water,  and  hydrogen  sul- 
phide for  16  days  to  200°  he  obtained  pyrrhotite,  provided  that  air 
was  excluded  from  his  tubes.     In  presence  of  air  pyrite  was  formed. 

According  to  W.  Feld,*  when  iron  salts  are  precipitated  by  an 
alkaline  polysulphide,  ferrous  sulphide  and  sulphur  are  thrown  down. 
If  the  solution  is  then  neutraUzed,  or  made  very  feebly  acid,  and 
boiled,  the  precipitate  is  rapidly  transformed  into  the  bisulphide. 
Alkaline  substances  retard  or  hinder  the  transformation,  reducing 
agents  hasten  it.  In  all  formations  of  pyrite  by  the  wet  way  the 
monosulphide  seems  to  be  first  produced.  In  a  still  more  elaborate 
investigation  E.  T.  Allen,  J.  Johnston,  and  J.  L.  Crenshaw  •  report 
that  pyrrhotite  is  formed  by  the  direct  union  of  iron  and  sulphur  at 
about  700°,  and  also  by  the  dissociation  of  pyrite  above  600°.  It  is 
also  produced  by  the  action  of  hydrogen  sulphide  upon  ferrous  salts 
between  75°  and  200°.  The  variation  of  pyrrhotite  from  troihte  is 
probably  due  to  the  presence  of  sulphur  in  ''solid  solution''  in  the 
monosulphide.  In  meteorites  the  excess  of  metallic  iron  renders  the 
formation  of  pure  troilite  possible.  Pyrite,  in  absence  of  air,  is  stable 
to  about  500°. 

Each  of  these  processes  finds  some  equivalent  in  nature.  Dry  gases, 
wet  gases,  and  alkaline  solutions  charged  with  hydrogen  sulphide  are 
capable  of  producing  the  minerals  which  are  now  under  considera- 
tion, with  other  rarer  species  of  the  same  class.  The  magmas  con- 
tain the  reagents,  and  the  reactions,  or  reactions  Uke  those  just  de- 
scribed, naturally  follow.  In  most  cases  the  sulphides  appear  as 
secondary  minerals,  but  they  are  sometimes  primary.  J.  H.  L.  Vogt^ 
has  shown  that  sulphides  are  actually  soluble  in  silicate  magmas, 
especially  at  the  higher  temperatures,  and  that  they  are  among  the 

1  Compt.  Rend.,  vol.  32, 1851,  p.  409. 

s  Ann.  Chem.  Fharm.,  vol.  129, 1864,  p.  350. 

<  Zeitschi.  Kryst.  Min.,  vol.  11, 1888,  p.  30. 

«  Min.  pet.  Mitt.,  vol.  7, 1885-86,  p.  535.  , 

ft  Zeitschr.  angew.  Chemie,  vol.  24,  lOll,  p.  97. 

•  Yearbook  Carnegie  Inst.  Washington,  1910,  p.  104. 

'  Die  SiHkatschmelzU^sungen,  pt.  1, 1903,  p.  96.  See  also  Zeitschr.  prakt.  Geologie,  1898,  p.  45;  and  Trans. 
Am.  Inst.  Min.  Eng.,  1901,  p.  131.  For  sulphides  in  slags,  see  J.  H.  L.  Vogt,  Mineralbildung  in  Schmelz- 
massen,  Christiania,  1892.  See  also  J.  E.  Spuir,  Trans.  Am.  Inst.  Min.  Eng.,  vol.  33, 1903,  p.  306,  on  Alaskan 
pyrrhotite.  A  remarkable  peridotite  at  East  Union,  Maine,  containing  21.5  per  cent  of  pyrrhotite,  is  de- 
scribed by  E.  S.  Bastin  In  Jour.  Geology,  vol.  16, 1908,  p.  124. 
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earliest  minerals  to  crystallize.     Certain  of  the  pyrrhotite  deposits  of 
Norway  he  regards  as  the  direct  products  of  magmatic  segregation. 

Isomeric  with  pyrite  is  the  less  stable  species  marcasite,  which, 
however,  is  not  found  in  igneous  rocks.  It  is  common  in  sedimentary 
formations  and  in  metalliferous  veins,  but  its  precise  mode  of  forma- 
tion in  nature  is  not  certainly  known.  Allen,  Johnston,  and  Cren- 
shaw produced  it  by  the  action  of  hydrogen  sulphide  on  ferric  salts  at 
about  200°.  At  450®  it  is  transformed  into  pyrite.  The  two  species 
probably  differ  in  molecular  arrangement,  but  the  evidence  upon 
this  point  is  far  from  conclusive.  Various  structural  formula  have 
been  proposed  for  them,  but  none  has  been  definitely  established.^ 

Pyn'hotite  and  marcasite,  both  alter  into  pyrite  and  all  three 
species  alter  into  limonite,  goethite,  hematite,  and  sulphates  of  iron. 
Perfect  pseudomorplis  of  limonite  after  pyrite  are  conmion.' 

Several  other  sulphides  occasionally  appear  as  primary  minerals 
in  igneous  rocks.  Molybdenite,  M0S3,  is  common  in  granites,  and 
J.  F.  Kemp,'  in  a  pegmatite  dike  in  British  Columbia,  found  masses 
of  bomite,  which  appeared  to  be  an  original  constituent  of  the  rock. 
In  the  augite  syenite  of  Stoko,  near  Brevik,  Norway,  the  arsenide, 
loUingite,  FeAsj,  appears  to  have  crystallized  before  the  feldspar. 
The  pegmatites  of  that  region,  as  described  by  W.  C.  Brogger,  also 
contain  molybdenite,  zinc  blende,  pyrite,  galena,  and  chalcopyrite.* 
Some  of  these  occurrences  and  many  occurrences  of  pyrite  also  are 
doubtless  secondary. 

FLUORIDES. 

Fluorite. — Isometric.  Composition,  CaF,.  Molecular  weight,  78.1. 
Specific  gravity,  3.18.  Molecular  volume,  24.5.  Hardness,  4. 
Colorless,  yellow,  red,  blue,  green,  purple,  violet,  etc. 

Fluorite,  although  most  abundant  as  a  vein  mineral  and  in  sedi- 
mentary formations,  is  also  found  as  a  minor  accessory  in  granite, 
gneiss,  quartz  porphyry,  syenite,  elaeolite  syenite,  and  the  crystalline 
scliists.  W.  C.  Brogger  *  reports  it,  both  as  an  early  separation  in 
the  augite  syenites  of  Norway,  and  also  as  a  contact  mineral.  It 
sometimes  appears  as  a  subUmation  product  or  as  the  result  of  the 

1  See  E.  Weinschenk,  Zeitachr.  Kryst.  Min.,  vol.  17, 1890,  p.  501 :  A.  P.  Brown,  Proc.  Am.  Phik».  Soc,  vol. 
33, 1894,  p.  225;  and  U.  N.  Stokes,  Bull.  U.  S.  Geol.  Survey  No.  186, 1901.  Stokos  describes  many  elaborate 
experiments  upon  the  relative  solubility  of  pyrite  and  marcasite  in  chemical  reagents.  See  also  O.  \> . 
Pliunmer,  Thesis,  Univ.  Pennsylvania,  1910. 

<  For  a  discussion  In  extenso  of  the  decomposition  of  pyrite,  see  A.  A.  Julien,  Annals  New  York  Acad. 
Sci.,  vol.  3, 1886,  p.  3<)5;  vol.  4, 1887,  p.  125. 

>  Trans.  Am.  Inst.  Min.  Eng.,  vol.  31, 1901,  p.  182.  See  also  W.  H.  Emmons,  Bull.  U.  8.  Geol.  Snrrey 
No.  432, 1910,'p.  42,  on  molybdenite  in  the  granites  of  Maine.  K.  Biauns  (Centralbl.  lltn.,  Geol.  u.  Pal., 
1906,  p.  97)  found  molybdenite  in  inclusions  in  basalt.  O.  Stutter  (Zeltschr.  prakt.  Geologle^  1907, p.  371) 
has  described  magmatic  bomite  from  South  Africa. 

« See  Zeltschr.  Kryst.  Min.  vol.  16,  pt.  2,  1890,  pp.  5-11.  For  very  complete  analyses  of  Norweglui 
pyrite,  see  E.  Boettker,  Rev  gdn.  chim.  pure  et  app.,  vol.  9,  p.  S2S. 

ft  Zeltschr.  Kryst.  Min.,  vol.  16,  pt.  2, 1890,  p.  b^ 
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action  of  fluoriferous  gases  upon  other  minerals;  on  volcanic  lavas.^ 
It  is  also  produced  as  a  secondary  mineral  from  the  decomposition  of 
various  fluosilicates.  It  alters  into  calcite,  being  attacked  by  perco- 
lating waters  containing  calcium  bicarbonate  or  alkaline  carbonates. 
Crystallized  calcium  fluoride  has  been  prepared  by  several  processes, 
but  they  shed  little  light  upon  its  presence  in  igneous  rocks.* 

Several  other  fluorides  are  found  associated  with  granites  or  peg- 
matites, such  as  tysonite,  fluocerite,  yttrocerite,  etc.  More  important 
by  far  is  the  mineral  cryolite,  which  forms  a  large  bed  in  Greenland. 
According  to  F.  Johnstnip,'  it  is  a  concretionary  secretion  in  eruptive 
granite.  A  more  recent  writer,  R.  Baldauf/  regards  the  cryolite  as 
having  been  formed  by  the  action  of  fluoriferous  gases  upon  the 
original  granitic  magma.  Cryolite  is  also  found  sparingly  at  Miask 
in  the  Urals  and  in  the  granites  of  Pikes  Peak,  Colorado.'  It  is  a 
double  fluoride  of  aluminum  and  sodium,  Na^F,.  Fluorine  com- 
pounds, it  must  be  observed,  are  rarely  found  in  eruptive  rocks. 
They  are  especiaUy  characteristic  of  the  deep-seated  or  plutonic  rocks, 
where  the  gaseous  exhalations  have  been  retained  under  pressure, 
and  are  commonly  regarded  as  of  pneumatolytic  origin. 

CORUNDUM. 

Rhombohedral.  Composition,  aluminum  oxide,  AI2O5.  Specific 
gravity,  3.95  to  4.10;  of  the  purest  material,  4.0.  Molecular  weight,' 
102 ;  molecular  volume,  25.5.  Colorless  when  pure,  but  ordinarily  col- 
ored yellow,  gray,  green,  red,  or  blue  by  traces  of  impurity.  Emery 
is  a  mixture  of  corundum  with  magnetite  or  hematite,  and  sometimes 
spinel.  Fusible  at  about  2,250*^  C,  according  to  H.  Moissan.^  Hard- 
ness, 9,  thus  ranking  among  natural  minerals  next  to  diamond. 

Crystallized  alumina,  artificial  corundum,  has  been  produced  by 
various  methods.  These  are  well  summarized  in  the  works  of  Bour- 
geois and  Fouqu6  and  L^vy,  and  in  the  memoir  by  J.  Morozewicz.' 
They  may  be  briefly  grouped  as  follows:  First,  by  direct  fusion  of 
amorphous  alumina.     Second,  by  the  crystaUization  of  alumina  from 

1  Zeitschr.  Kryst.  Mtn.,  rol.  7, 1883,  p.  630.  Abstract  of  memoir  by  A.  Scacchl.  For  a  study  of  the 
gases  occluded  by  fluorlto,  see  H.  W.  Horse,  Proc.  Am.  Acad.,  vol.  41,  1906,  p.  587.  Acoordlng  to 
H.  Becquerel  and  H.  Hoissan  (Bull.  Soc.  chim.,  8d  ser.,  yol.  6,  1891,  p.  154)  free  fluorine  Is  sometimes 
present.  W.  J.  Humphreys  (Astrophys.  Jour.,  vol.  20, 1904,  p.  2GG)  foimd  spectroscopic  traces  of  3rttrium 
and  ytterbium  in  many  fluorspars.  Q.  Urbaln  (Compt.  Rend.,  vol.  143, 1906,  p.  826)  also  found  terbium, 
gadolinium,  dysprosium,  and  samarium. 

s  See  the  worlo  dted  elsevhere  in  this  chapter,  by  Brauns,  Bourgeois,  and  Fouqu6  and  L4vy. 

>  cited  by  F.  Zirkel,  Lehrbuch  der  Petrographle,  vol.  3,  p.  444.  The  original  memoir  by  Johnstrup  Is 
not  within  my  reach. 

•  ZeltBChr.  prakt.  Qeologie,  1910,  p.  432.  Baldauf  gives  a  good  description  of  the  rarer  minerals  associated 
with  the  cryolite. 

•  W.  Cross  and  W.  F.  Hillebrand,  Bull.  U.  8.  Oeol.  Survey  No.  20. 

•  The  ordinary  rounded-off  atomic  weights  may  be  used  fbr  computations  of  molecular  weights  and 
volumes. 

r  Compt.  Rend.,  vol.  115, 1892,  p.  1034.    1,880*  according  to  W.  Hempel. 

>  Fouqud  and  L6vy,  Sjmthteo  des  mindraux  et  des  roches,  Paris,  1882.  L.  Bourgeois,  Reproduction  artl- 
fldelle  des  mlnfirauz,  in  Fremy's  Encyclopddle  chimlque,  vol.  2,  1st  appendix.  Morozewlcs,  Min.  pet 
lfltt.,TOl.  18,1898,  p.  23. 
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solution  in  various  molten  fluxes,  such  as  potassium  bichromate^ 
sodiimi  molybdate,  borax,  lead  oxide,  etc.  Most  of  these  processes 
find  no  equivalent  in  nature.  Third,  by  the  decomposition  of  alumi- 
num chloride  or  fluoride  by  yrater  at  high  temperatures — ^methods 
which  may  shed  some  light  upon  the  formation  of  corundum  as  a 
contact  mineral,  or  as  a  constituent  of  metamorphic  rocks.  In  some 
of  these  reactions  boric  acid  plays  a  part.  Fourth,  by  the  decomposi- 
tion of  other  minerals,  such  as  muscovite.  Finally,  by  crystallization 
of  artificial  magmas. 

It  is  not  necessary  for  our  purposes  to  examine  these  processes  in 
detail.  It  is  enough  to  select  from  among  them  those  which  seem  to 
be  the  most  significant.  P.  Hautefeuille  and  A.  Perrey,^  for  example, 
dissolved  alumina  in  melted  nepheline,  and  found  that  upon  cooling 
the  greater  part  of  it  crystallized  out  as  corundiun.  The  association 
of  corundum  with  certain  nepheline  syenites  can  be  rationally  studied 
in  the  light  of  this  observation.  With  leucite  a  similar  result  was 
obtained;  but  an  artificial  potassium  nepheline  gave  no  similar  re- 
action. A.  Bnm '  prepared  corundum,  together  with  anorthite,  by 
heating  a  mixture  of  40  parts  sUica,  37  lime,  and  120  alxunina  to 
whiteness  for  three  hours.  Fusion  of  the  mixture,  however,  gave 
bim  only  glass.  When  the  alumina  was  reduced  to  23  parts,  zoisite 
was  formed.  W.  Bruhns*  obtained  corundum  in  the  wet  way  by 
heating  alumina  for  ten  hours  to  300°  in  a  platinum  tube  with  water 
containing  a  trace  of  ammonium  fluoride;  t^ut  at  250®  no  crystallize^ 
tion  took  place.  By  similar  reactions  hematite,  quartz,  tridymite, 
and  ilmenite  were  prepared.  These  experiments  strengthen  the  sup- 
position that  the  fluorine  compoimds  contained  in  volcanic  exhala- 
tions may  assist  the  natural  formation  of  the  minerals  named.  P. 
Hautefeuille's  synthesis  of  corundimi*  by  the  action  of  moist  hydro- 
fluoric acid  upon  alumina  at  a  red  heat  is  another  illustration  of  the 
same  principle.  It  is  typical  of  a  considerable  number  of  mineral 
syntheses.  That  the  fluorides  are  not  essential  to  the  formation  of 
corundiun,  however,,  is  shown  by  the  experiments  of  G.  Friedel.® 
When  amorphous  alumina  is  heated  to  450-500®  with  a  solution  of 
soda,  corundum  and  diaspore,  HAlOj,  are  both  produced.  At  530- 
535°  corundum  alone  formed,  and  at  400°  only  diaspore.  If  the 
alumina  contained  a  Uttlo  silica,  crystals  of  quartz  appeared.  By  a 
similar  reaction  between  ferric  hydroxide  and  soda  solution,  Friedel 
obtained  crystals  of  hematite. 

From  a  geological  standpoint  the  most  important  experiments 
upon  the  genesis  of  corundum  are  those  of  Morozewicz,*  who  studied 

1  BuU.  Soc.  znin.,  vol.  13, 1890,  p.  147. 

>  Arch.  sci.  phys.  xiat.,  3d  ser.,  vol.  25, 1891,  p.  230. 

•  Neues  Jahrb.,  1889,  pt.  2,  p.  62. 

•  Axmales  chlm.  phys.,  4th  ser.,  vol.  4, 1865,  p.  153. 
»  Bull.  Soc.  miiL,  vol.  14, 1891,  p.  8. 

•  Min.  pet.  Mitt,  vol.  18, 1898,  pp.  22^8.    Also  Zeltschr.  Eryst.  Ifin.,  vol.  24, 1896,  p.  281. 
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the  conditions  of  its  deposition  from  a  cooling  magma.  He  worked 
with  artificial  magmas  upon  a  rather  large  scale^  using  the  furnaces 
of  a  glass  factory  in  preparing  his  melts;  and  he  found  that  when- 
ever the  alumina,  in  comparison  with  the  other  bases,  exceeded  a  cer- 
tain ratio,  the  excess,  upon  cooling  the  fused  mass,  crystallized  out 
completely  either  as  corundum,  as  spinel,  as  sillimanite,  or  as  iolite.^ 
The  qualifying  conditions  are  as  follows: 

An  alumosilicate  magma  in  which  the  molecular  ratio  of  the 
bases  CaO,  K,0,  Na^O  is  to  AIjO,  as  1 :  1  is  said  to  be  saturated  with 
respect  to  alumina.  If  more  fiJumina  is  present  the  magma  is  super- 
saturated, and  the  excess  will  be  deposited  as  one  or  another  of  the 
above-named  minerals.  If  we  write  the  general  formula  for  the 
magma  of  RO.mAl^Os.TiSiO,  the  following  rules  are  fotmd  to  apply: 
First,  if  magnesia  and  iron  are  absent,  and  the  value  of  n  lies  be- 
tween 2  and  6,  the  excess  of  almnina  will  crystallize  wholly  as 
corundum;  but  if  n  is  greater  than  6,  sillimanite,  or  sillimanite  and 
corundum,  will  form.  With  magnesia  or  iron  present  in  an  amount 
above  0.5  per  cent,  and  with  n<6,  spinel  is  produced,  or  spinel  and 
corundum  together.  With  n>6,  the  magnesia  and  the  excess  of 
alumina  will  go  to  form  iolite,  or  iolite  and  spinel.  In  each  case  the 
alumina  in  excess  of  the  ratio  RO :  AI3O,::  1 :  1  is  completely  taken 
up  in  the  formation  of  the  several  species  named.  The  balance  of  the 
alumina — ^the  normal  alumina,  so  to  speak — ^will  obviously  appear  in 
other  minerals,  such  as  anorthite,  nepheline,  alkali  feldspars,  etc., 
whose  nature  will  depend  upon  the  bases  which  happen  to  be  asso- 
ciated with  it,  and  also  upon  the  proportion  of  silica. 

Previous  to  the  appearance  of  Morozewicz's  memoir  it  was  com- 
monly supposed,  but  without  good  reason,  that  corundimi  was  not  a 
true  pyrogenic  mineral.  It  was  best  known  as  occurring  with  meta- 
morphic  rocks,  and  especially  in  limestones;  and  it  had  been  observed 
as  a  product  of  contact  action,  although  rarely.*  When  corundum 
was  found  in  igneous  rocks  it  was  regarded  as  derived  from  acci- 
dental inclusions,  and  not  as  a  primary  separation  from  the  magma. 
The  work  of  Morozewicz  modified  these  beliefs  and  shed  new  light 
upon  the  problems  of  petrology.  The  common  association  of  corun- 
dum with  spinel,  iolite,  sillimanite,  andalusite,  and  kyanite  at  once 
became  significant,  and  in  accordance  with  the  rules  developed  by 
Morozewicz. 

Pyrogenic  corundum,  according  to  A.  Lagorio,'  is  found  in  alumo- 
silicate rocks  only  when  the  latter  contain  over  30  per  cent  of  alumina, 

1  Cordierlte.    The  name  iolite  has  priority  and  is  given  praCBrenoe  by  Dana. 

t  K.  Buss  (Geol.  ICag.,  1896,  p.  402)  found  oonindimL  in  oontaots  between  granite  and  olay  slate  on  Dart, 
moor  in  Deyonshlre.  A.  K.  Coom&ra^wAmy  (Quart  Jour.  Oeol.  8oc.,  -vol.  67, 1901 » p.  185)  observed  It  at 
oontaots  between  granite  and  micaceous  quartdte  near  Morlalx,  France.  The  corundum  was  there  asso- 
ciated with  sillimanite,  andalusite,  sptnel,  etc. 

*  Zeitschr.  Kjyst.  Mbi.,  vol.  24, 189fi,  p.  285.  This  memoir  contains  abundant  literature  references  upon 
the  oocorrenoe  of  corundum  in  igneous  rocks. 

101381*'— BuU.  491—11 ^21 
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and  such  rocks  are  rare.  Lagorio  cites  analyses  of  several  examples, 
and  Morozewicz  ^  himself  describes  others.  Kyschtymite  is  an  anor- 
thite  rock  containing  up  to  59.5  per  cent  of  corundum;  a  corundum 
syenite  with  18.5  per  cent  consists  largely  of  orthoclase  and  albite, 
and  a  corundum  pegmatite  with  35.4  per  cent  has  similar  composi- 
tion. All  these  rocks  are  from  the  Ural  Mountains.  A  corundum 
anorthosite  analogous  to  kyschtymite  has  been  described  by  W.  G. 
Miller*  from  Canada;  and  corundum-bearing  nepheline  syenites, 
according  to  A.  P.  ColemaU;'  are  also  found  in  the  same  region.  In 
the  Coimbatore  district,  Madras  Presidency,  India,  T.  H.  Holland  ^ 
found  large  crystals  of  corundum  in  an  albite-orthoclase  rock  near  its 
contact  with  el®olite  syenite.  They  were  associated  with  chrysoberyl 
and  zinc  spinel,  zinc  oxide  and  glucina  having  here  played  the  part 
usually  assigned  to  magnesia  in  the  commoner  magmas.  In  the  Bid- 
well  Bar  quadrangle,  California,  A.  C.  Liawson  *  found  a  dike  of  an 
oUgoclase-corundum  rock  cutting  peridotite. 

The  solubility  of  alumina  in  peridotite  magmas — that  is,  in  mag- 
mas free  from  lime  and  alkaUes — ^seems  not  to  have  been  experimen- 
tally investigated.  The  corundum  of  North  Carolina  and  Georgia, 
however,  is  associated  with  rocks  of  this  class,  and  whether  it  was 
derived  by  fractional  crystallization  from  the  olivine  rock,  dunite, 
or  from  contact  action  with  adjacent  gneisses  is  an  open  question. 
The  latter  view,  which  is  that  of  the  earUer  writers  upon  these  locali- 
ties, was  advocated  by  T.  M.  Chatard,^  but  J.  H.  Pratt  ^  argues  in 
favor  of  a  pyrogenic  origin.  According  to  Pratt,  the  corundum 
crystallized  from  the  fused  dunite  along  the  cooler  surfaces  of  con- 
tact with  the  surrounding  rocks.  In  these  deposits  spinel  occurs  but 
rarely.  The  corundum,  emery,  and  iron  spinel  of  the  ''Cortlandt 
series"  in  New  York  were  regarded  by  G.  H.  Williams'  as  segre- 
gations in  norite.' 

1  Min.  pet.  Mitt.,  vol.  18, 18d8,  pp.  212,  219.    For  present  purposes  the  minor  acoessory  mfriWHls  in  these 
rooks  may  be  Ignored. 
>  Am.  Geologist,  vol.  24, 1889,  p.  276. 

•  Joor.  Geology,  vol.  7, 1809,  p.  437. 

«  Mem.  Geol.  Survey  India,  vol.  30, 1901,  pp.  201,  20S.  For  Indian  oorandum  in  general,  see  HoUand, 
Manual  of  geology  of  India,  Economic  geology,  pt  1;  F.  R.  Mallet,  Rec.  Geol.  Survey  India,  vol.  A,  1872, 
p.  20;  vol.  6, 1873,  p.  43;  and  C.  S.  Middlemiss,  idem,  vol.  29, 1896,  p.  39.  Mallet  describe  beds  of  oomndom 
in  gneiss.  A  remarkable  corundum  rock  from  India  is  described  by  J.  W.  Judd  in  Mineralog.  Mag.,  vol. 
11, 1895,  p.  66.  For  Burmese  occurrences,  see  C.  B.  Brown  and  Judd,  Proc.  Roy.  Soc.,  vol.  57, 1896,  p.  387. 
On  the  corundum  granulite  of  Waldheim,  Saxony,  see  E.  Kalkowiky,  Abhandl.  Natorwiss.  Qeeell.  Isls» 
July-Dec.,  1907,  p.  47. 

»Bull.  Dept.  Geology  Univ.  California,  vol.  3, 1903,  p.  219. 

•  Bull.  U.  S.  Geol.  Survey  No.  42, 1887,  p.  45.  Chatard  gives  abundant  references  to  litereture.  See  also 
F.  P.  King's  report  upon  Georgia  corundum  (Bull.  Geol.  Survey  Georgia  No.  2, 1894),  which  contains  a 
bibliography  of  American  publications  upon  the  subject.  A  simflar  publication  by  J.  V.  Lewis,  on  North 
Carolina  corundtnn,  forms  Bull.  No.  11  of  the  North  Garolhia  Geol.  Survey,  1896.  Vol.  1  of  the  North 
Carolina  Geol.  Survey,  1905,  by  Pratt  and  Lewis,  is  a  valuable  monograph  on  corundum  and  chxx>mlte. 

7  Am.  Jour.  Scl.,  4th  ser.,  vol.  6, 1896,  p.  49;  vol.  8, 1899,  p.  227.  In  Min.  Mag.,  vol.  12, 1899,  p.  139,  J.  W. 
Judd  and  W.  £.  Hidden  have  a  paper  upon  North  Carolina  ruby;  also  in  Am.  Joor.  Sci.,  4th  ser.,  vol.  8, 
1899,  p.  370. 

B  Am.  Jour.  Sol.,  3d  ser.,  vol.  33, 1887,  p.  194. 

•  For  an  account  of  the  emery  mine  at  Chester,  Massachusetts,  see  B.  K.  Emerson,  Mon.  U.  S.  Qeol.  Sur- 
vey, vol.29,  1898,p.ll7.  InBuU.U.8.  Geol.  Survey  No.  269, 1906^  J.  H.  Pratt  gives  a  very  complete  account 
of  the  corundum  and  emery  of  the  United  States,  together  with  much  information  upon  foreign  localities. 
'or  the  emery  of  Naxos,  see  S.  A.  Papavasillu,  Geol.  Centralbl.,  vol.  8, 1905,  p.  99. 
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At  Yogo  Gulch,  in  the  Little  Belt  Mountains  of  Montana,  corun- 
dum is  found  in  dikes  of  lamprophyre  which  contains  too  little 
alumina  to  satisfy  the  conditions  laid  down  by  Morozewicz.  The 
occurrence  has  been  carefully  studied  by  W.  H.  Weed  *  and  L.  V. 
Pirsson,'  who  believe  that  the  corundum  was  not  in  this  case  a  con- 
stituent of  the  original  magma,  but  that  it  has  been  produced  by  the 
action  of  the  latter  upon  inclosed  fragments  of  clay  shale  or  lime- 
stone. This,  of  course,  is  a  sort  of  contact  action,  but  its  mechanism 
is  not  clearly  worked  out.  The  thermal  decomposition  of  minerals, 
especially  of  silicates,  has  so  far  been  inadequately  studied.  Under 
what  natural  conditions  can  alumina  be  Uberated  from  its  silicates  ? 
This  is  a  question  which  demands  investigation,  but  it  may  be  noted 
here  that  Vemadsky,*  by  fusing  muscovite,  obtained  sillimanite  and 
corundum.  Natural  corundum  evidently  may  originate  in  more 
than  one  way,  and  no  single  process  can  account  for  all  of  its 
occurrences. 

Notwithstanding  the  fact  that  corundum  is  one  of  the  most  refrac- 
tory of  minerals  toward  aqueous  solvents,  being  insoluble  in  even  the 
strongest  acids,  it  is  not  absolutely  unalterable  by  them.  S.  J. 
Thugutt  *  found  that  corundum,  upon  prolonged  heating  with  water 
to  about  230®  in  a  platinum  digester,  became  appreciably  hydrated. 
The  product  of  the  reaction  after  336  hours  contained  5.14  per  cent 
of  combined  water.  Even  at  100°  in  an  open  vessel,  some  hydration 
occurred.  A  similar  prolonged  treatment  of  corundum  "v^dth  a  solu- 
tion of  the  silicate  E^^Si^Oj  converted  it  into  a  substance  having  the 
composition  of  orthoclase,  while  sodium  silicate  produced  a  com- 
pound resembling  analcite.  In  nature  reactions  of  this  kind  are 
conceivably  possible,  but  they  must  be  very  slow;  in  the  laboratory 
the  acceleration  due  to  temperature  and  pressure  accounts  for  much 
of  the  change.  However,  alterations  of  corundum  are  common,  and 
Thugutt's  experiments  give  us  some  notion  of  the  way  in  which  they 
were  probably  effected.  By  water  alone  corundum  may  be  trans- 
formed into  diaspore,  HAIO,,  which  is  one  of  its  frequent  associates. 
By  further  or  coincident  action  of  salts  dissolved  in  percolating 
waters  the  alteration  of  corundum  can  be  modified,  and  a  consider- 
able number  of  other  minerals  may  be  produced.*  Among  them 
gibbsite,  spinel,  sillimanite,  kyanite,  andalusite,  pyrophyUite,  musco- 
vite, paragonite,  chloritoid,  margarite,  zoisite,  feldspars,  tourmaline, 
and  various  vermicuUtes  and  chlorites  have  been  recorded  .•    Some  of 

1  Twentteth  Ann.  Kept.  U.  B.  Gtool.  Survey,  pt.  3, 1000,  p.  454. 

s  Idem,  p.  £62;  Am.  Jom*.  Sol.,  4th  ser.,  yoL  4, 1807,  p.  421.  See  also  0.  F.  Kmiz,  Am.  Jour.  Scl.,  4th  ser., 
vol.  4, 1807,  p.  417. 

*  Cned  by  UomKjriei,  Min.  pet  Hitt.,  toL  18, 1808,  p.  25. 
4  Mineralcbemische  Studien,  p.  104,  Dorpat,  1801. 

*  For  ft  discussion  of  the  reactions  which  are  8upi>osed  to  produce  the  alterations  of  corundum,  see  C.  R. 
Van  Hise,  Mon.  U.  8.  Qeol.  Survey,  vol.  47, 1004,  pp.  22^225. 

«  F.  A.  Genth,  Proc.  Am.  Philos.  See.,  vol.  18, 1873,  p.  361;  vol.  20, 1882,  p.  381;  Am.  Jour.  Scl.,  8d  ser., 
vol.  39, 1880,  p.  47.    These  papers  are  full  of  details  regarding  alteration  products  of  corundum. 
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these  reported  alteration  products  are  doubtless  secondary  and  not 
due  to  the  direct  transformation  of  corundum,  but  on  this  subject 
there  is  much  uncertainty.  The  envelopment  of  one  mineral  by 
another  does  not  necessarily  establish  the  deriration  of  the  second 
from  the  first.  The  field  observations  and  the  study  of  natural  speci- 
mens need  to  be  reenforced  by  experiments  in  the  laboratory  before 
accurate  conclusions  concerning  the  alterations  can  be  drawn. 

THE  SPINEIiS. 

Spinel. — Isometric.  Composition,  MgAlfi^.  Molecular  weight, 
142.6.  Specific  gravity,  3.5.  Molecular  volume,  40.7.  Usually  col- 
ored violet,  green,  or  red  by  impurities.    Hardness,  8. 

Hercjfnite. — Isometric.  Composition,  FeAljO^.  Molecular  weight, 
174.1.  Specific  gravity,  3.93.  Molecular  volume,  44.3.  Color,  black. 
Hardness,  7.5  to  8. 

These  minerals,  together  with  gahnite,  ZnAl^O^,  magnetite, 
Fe"Fe"',04,  magnesioferrite,  MgFejO^,  franklinite,  and  chromite, 
form  a  natural  isometric  group,  in  which  there  are  many  intermediate 
mixtures.  In  the  general  formula  R'^R'^jO^,  R"  may  be  mag- 
nesium, ferrous  iron,  zinc,  or  manganese;  and  R'"  is  represented  by 
aluminum,  ferric  iron,  trivalent  manganese,  and  chromium.  In 
pleonaste  we  have  an  intermediate  magnesium  iron  spinel,  and  in 
picotite  chromium  appears.  Structurally  the  formula  of  spinel  is 
commonly  written  0=A1 — O — ^Mg — O — ^A1=0,  but  this  should  not 
be  taken  as  a  finaUty.  It  is  not  the  only  expression  possible,  nor  has 
its  vaUdity  been  proved. 

The  following  analyses  of  spinels  show  the  wide  variations  in  their 
composition: 

Analy$es  of  spinels. 

A.  Rose  spinel,  Ceykm.    Analysis  by  H.  Abich. 

B.  From  Vesuvius.    Analysis  by  H.  Abich.    Analyses  A  and  Bolted  from  Dana's  System  of  mJBecaloQr, 
6th  ed.,  p.  222. 

C.  From  Ihenolite,  Auvergne.    Analysis  by  F.  Pisani,  Compt.  Rend.,  vol.  63, 1866,  p.  40. 

D.  From  pyroxenite,  Montana.    Analysis  by  L.  Q.  Eaklns,  Ball.  U.  8.  Oeol.  Sanrey  No.  230,  lOOS,  p.  20. 

E.  Pleonaste  from  near  Peekskill,  New  York.    Analysis  by  C.  A.  Wolle,  Am.  Jour.  Sci.,  2d  ser.,  voL  48, 
1809,  p.  850. 

F.  Hercynite  from  the  BChmerwald.    Analysis  by  B.  Quadrat,  Liebig's  Annalen,  vol.  66, 1845,  p.  357. 
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Members  of  the  spinel  group  have  been  made  artificially  by 
methods  which  generally  recall  those  mentioned  under  corundum. 
For  example,  S.  Meunier  ^  fused  a  mixture  of  alumina,  magnesia, 
cryolite,  and  aluminum  chloride,  and  obtained  spinel  crystals.  In 
another  investigation '  he  produced  them  by  heating  aluminum 
chloride  and  water  with  metallic  magnesium  in  a  sealed  tube.  These 
processes,  with  others  which  have  been  described,  may  perhaps  repre- 
sent in  a  broad  way  the  pneumatolytic  methods  of  nature.  The  pro- 
duction of  spinel  by  the  fusion  of  appropriate  magmatic  mixtures  is, 
however,  the  process  of  greatest  importance  geologically,  and  some  of 
the  conditions  attending  its  formation  have  been  already  described 
under  corundum.  E.  S.  Shepherd  and  6.  A.  Kankin'  have  pre- 
pared spinel  by  direct  fusion  of  its  constituent  oxides.  The  details 
of  Morozewicz's  experiments  need  not  be  repeated  here.^  An  inter- 
esting emphasis  is  given  to  them  by  the  observations  of  O.  linck,' 
who  found,  in  a  German  gabbro,  spinel  associated  with  sillimanite 
and  corundum.* 

Spinels  are  also  formed  by  the  breaking  down  of  other  minerals, 
or  by  the  reactions  of  two  or  more  species  upon  one  another.  Accord- 
ing to  Vemadsky,^  spinel  is  among  the  compounds  produced  by 
the  fusion  of  biotite,  an  observation  which  has  been  confirmed 
by  C.  D6elter.«  F.  W.  Qarke  and  E.  A.  Schneider  •  found  it  to  be 
formed  when  clinochlore  and  xanthophyllite  were  strongly  ignited, 
and  Doelter  *  also  obtained  it  by  fusing  the  first-named  species. 
Tourmaline,  pyrope,  and  spessartite  also  yield  spinel  among  the 
products  of  their  fusion." 

According  to  Fouqu6  and  L6vy  "  spinel  and  melanite  are  formed 
when  nephelite  and  augite  are  fused  together,  and  Doelter  and 
Hussak  ^^  obtained  spinel  from  a  mixture  of  fayalite  and  sarcolite. 
M.  Vu6nik  **  f oxmd  that  a  mixture  of  magnetite  and  anorthite  gave 
recrystallized  anorthite,  hercynite,  and  glass,  the  magnetite  having 
disappeared.  Similar  observations  with  augite-elaBolite  and  corun- 
dum-elffiolite  mixtures  were  made  by  B.  Vukits." 

I  Compt.  Rend.,  yol.  IM,  1887,  p.  1111.  . 
*Idem,  vol.  90, 1880,  p.  701. 

*  Am.  Jotir.  8d.,  4th  ser.,  vol.  28, 1909,  p.  293. 

*  See  abo  J.  H.  L.  Vogt,  Hineralbildung  In  Schmelzmaasen,  pp.  189-203. 
•SItxungsb.  Akad.  Berlin,  1893,  p.  47. 

■See  abo  "S^ .  Salomon.  Zeltschr.  Deutsoh.  geol.  Oesell.,  vol.  42, 1800,  p.  525,  for  spinel  in  cordlerite  contact 
rocks  in  Italy. 
'  Cited  by  J.  MoroiewicK,  Min.  pet.  lOtt.,  vol.  18, 1898.  p.  50. 
•Nenes  Jahrb.,  1897,  pt.  1,  p.  1. 
•Bon.  n.  S.  Oeol.  Survey  No.  113, 1893,  p.  30. 
»  Doetter,  kx:.  dt.,  fortoormallne.  C.  Doelter  and  E.  Hossak,  Neues  Jahrb.,  1884,  pt.  1,  p.  157,  for  garnets. 

II  Synthtee  des  mlntomx  et  des  roches,  p.  64. 
n  Neoes  Jahrb.,  1884,  pt.  1,  p.  157. 

n  Centralbl.  llin.,  Geol.  u.  PaL,  1904,  p.  297.  Gritidied  by  J.  Morosewlcx  in  the  same  Joamal,  1906,  p.  148. 
i«  Idem,  1904,  pp.  710, 743. 
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Spinel,  especially  pleonaste,  is  a  common  accessory  mineral  in 
gneisses  and  in  many  eruptive  rocks.  Picotite  is  more  characteristic 
of  the  peridotites  and  the  derived  serpentines.  Spinel  is  a  frequent 
companion  of  corundum  and  also  of  emery,  as  at  Chester,  Massachu- 
setts, and  in  the  norite  at  Crugers,  New  York.^  A  number  of  remark- 
able spinel  rocks  from  Elba  have  been  described  by  P.  Aloisi.'  A 
troctolite  from  Madagascar,  rich  in  spinel,  is  reported  by  A.  Lacroix.* 
Many  of  these  occurrences  are  easily  interpreted  in  the  light  of  Moroze- 
wicz's  experiments.  The  other  experiments,  cited  above,  explain 
the  appearance  of  spinel  as  a  contact  mineral.  In  many  cases  it 
appears  in  limestones  as  a  product  of  contact  metamorphism.  Its 
alterations  seem  to  have  been  httle  studied,  but  a  change  into  steatite 
is  mentioned  in  the  Uterature. 

Chromite. — ^Isometric.  Normal  composition,  FeCr^O^,  but  with 
variable  replacements  of  Fe"  by  Mg,  and  of  Cr  by  Al  and  Fe'",  as 
in  the  other  members  of  the  spinel  group.  Specific  gravity,  4.32  to 
4.57.  Color,  black.  Hardness,  5.5.  The  following  analyses  are 
fairly  tjrpical:* 

Arudysu  ofchromiU. 

A.  From  ylcinlty  of  Hundorff,  British  Columbia.    Chromplcottte.    Analysis  by  R.  A.  A.  Johnston,  for 
O.  C.  Hoflnuum,  Am.  Jour.  Set.,  4th  ser.,  vol.  13, 19Q8,  p.  242. 

B.  From  Corundum  Hill,  North  Carolina.    Analysis  by  C.  BaskerviUe,  for  J.  H.  Pratt,  Am.  Jour.  ScL, 
4th  ser.,  vol.  7, 1899,  p.  281. 

C.  From  Webster,  North  Carolina.    Analysis  by  H.  W.  Foote,  for  Pratt,  loc.  dt. 

D.  From  Port  au  Port  Bay,  Newfoundland.    Analysis  by  E.  Waller,  for  O.  W.  Uaynard,  Trans.  Am. 
Inst.  liin.  Bng.,  vol.  27, 1897,  p.  283. 

E.  From  Tampadal,  lower  Silesia.    Analysis  by  Laasuynskl,  for  H.  Traube,  Zdtschr.  Deutach.  geoL 
Oesell.,  vol.  46, 1894,  p.  50. 
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a  Also  contains  traces  of  lime,  copper,  and  vanadium. 

The  earlier  syntheses  of  chromite  seem  to  have  little  or  no  geo- 
logical bearing.    S.  Meunier,*  however,  who  prepared  chromite  by 

1  a.  H.  Williams,  Am.  Jour.  Bd.,  3d  ser.,  vol.  33,  1887,  p.  194.  See  also  J.  H.  Pratt,  Bull.  V.  S.  OeoL 
Survey  No.  209, 1906,  p.  34. 

*  Proc.  verb.  Soo.  tosc.  sd.  nat.,  vol.  15,  p.  60. 
s  Bull.  Soc.  min.,  vol.  31, 1908,  p.  318. 

« A  very  complete  collection  of  chromite  analyses,  down  to  1884,  with  literature  references,  is  given  in 
M.  £.  Wadsworth's  Lithological  studies:  Mem.  Mot.  Oomp.  Zoology,  Cambridge,  Mass.,  vol.  11,  1884. 
A  mineral  from  Servia,  of  composition  FeiOs.CrsOa,  has  been  named  diromitite  by  M.  Z.  Jovitsobttach. 
Monatsb.  Chemie,  vol.  30, 1909,  p.  39. 

•  Compt.  Rend.,  voL  110, 1890,  p.  424. 
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oxidiziiig  an  alloy  of  iron  and  chromium;  attributes  its  origin  to  a 
similar  reaction  occurring  in  nature.  He  supposes  that  such  an  alloy, 
like  platinum  and  nickel  iron,  can  be  brought  up  from  the  interior  of 
the  earth  to  be  oxidized  by  vapors  when  it  nears  the  surface.  Unfor- 
tunately no  such  alloy  has  yet  been  f  oxmd  in  the  rocks,  and  in  meteor- 
ites chromite  itself  is  a  common  mineral. 

Chromite  is  essentially  a  constituent  of  peridotites  and  of  the  ser- 
pentines derived  from  them.  It  is  one  of  the  earliest  species  formed 
diuring  the  solidification  of  the  magma,  and  its  larger  deposits,  when 
it  occiu*s  in  ore  bodies,  are  now  generally  ascribed  to  magmatic  differ- 
entiation through  the  action  of  gravity.  J.  H.  L.  Vogt  *  thus  inter- 
prets the  chromite  deposits  of  Norway,  and  J.  H.  Pratt '  has  elabo- 
rated the  same  conception  with  respect  to  the  chromic  iron  ores  of 
North  Carolina.  The  origin  of  corundmn  and  of  chromite  in  dunite 
Pratt  explains  in  the  same  way.  When  a  peridotite  alters  to  serpen- 
tine, the  refractory  chromite  remains  unchanged. 

MoffnetUe. — ^Isometric.  Composition,  Fe^O^,  but  with  variable  im- 
purities and  replacements.  Molecular  weight,  231.7.  Specific  grav- 
ity, 6.17.  Molecular  volimie,  44.8.  Color,  black.  Hardness,  6.5  to 
6.6.  Magnesium,  manganese,  aluminum,  and  titaniimi  are  common 
impurities,  rutile,  ilmenite,  hematite,  and  the  spinels  being  frequent 
admixtures  in  magnetite.  The  titaniferous  magnetites  form  a  well- 
known  subclass  of  ores.  In  a  magnetite  from  the  Tyrolese  Alps 
T.  Petersen  '  foimd  1.76  per  cent  of  nickel  oxide,  and  the  magnetites 
of  eastern  Ontario  may  contain  half  as  much.^ 

Magnetite  is  often  observed  as  a  furnace  product,  and  it  forms  the 
''iron  scale"  of  the  blacksmith.  W.  Miiller*  found  both  magnetite 
and  hematite  in  crystals,  among  the  oxidation  products  of  the  iron- 
bearing  residues  from  an  aniline  factory.  The  mineral  has  also  been 
produced  artificially  by  several  investigators.  J.  J.  Ebelmen*  pre- 
pared it,  well  crystallized,  by  fusing  together  an  iron  silicate  and  lime 
According  to  H.  Sainte-Claire  Deville,^  ferrous  oxide,  heated  in  a 
stream  of  hydrochloric  acid,  forms  magnetite,  while  a  mixture  of 
magnesia  and  ferric  oxide,  similarly  treated,  yields  magnesioferrite, 
MgFea04.  T.  Sidot "  obtained  magnetite  by  the  calcination  of  ferric 
oxide  alone. 

In  artificial  magmas  magnetite  is  easily  formed,  especially  when 
the  proportion  of  silica  is  low.    Any  excess  of  iron  over  that  needed 

X  Zettschr.  prakt.  Geologie,  1894,  p.  384. 

•  Trans.  Am.  Inst.  Min.  Eng.,  vol.  29, 1899,  p.  17.  For  a  general  review  of  chromite  deposits,  see  Stelzner- 
Bergeat,  Die  Erzlagfrsttttten,  1904,  p.  33.  The  magmatic  view  Is  adoi>ted  in  this  work,  and  also  in  Beck's 
treatise  apon  ore  bodies. 

•  Neues  Jahrb.,  1857,  p.  836. 

<  W.  G.  Miller,  Kept.  British  Assoc.,  1897,  p.  600. 

•  Zeitschr.  Deutsch.  geol.  OeseU.,  vd.  45, 1893,  p.  63. 

•  Compt.  Rend.,  vol.  33, 1851,  p.  528. 

•  Idem,  vol.  63, 1861,  p.  199. 

•  Idem,  vol.  69, 1889,  p.  201. 
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to  combine  with  silica  is  likely  to  be  deposited  in  the  form  of  mag- 
netite, although  the  conditions  of  its  appearance  are  not  so  simple 
as  in  the  separation  of  alumina  as  corundum.^  The  order  of  its 
crystallization;  with  reference  to  other  minerals,  is  by  no  means 
invariable. 

Like  the  spinels,  magnetite  may  be  formed  by  the  breaking  down 
of  other  species,  or  by  reactions  between  them.  In  other  words,  it 
may  be  a  product  of  contact  metamorphism.  C.  Doelter,'  for  ex- 
ample, repeatedly  obtained  it  by  fusing  various  rocks  in  contact  with 
limestone — a  procedure  which  recalls  Ebelmen's  experiment.  Ao- 
mite  upon  fusion  yields  magnetite  and  a  glass,'  and  glaucophane 
gives  similarly  a  mixture  in  which  magnetite  appears.  By  melting 
together  biotiteand  microcline,  Fouqu6  and  L6vy  ^  obtained  magnetite, 
leucite,  and  olivine.  J.  henariM^  foimd  magnetite  in  the  mass 
produced  by  fusing  leucite  with  augite;  but  on  the  other  hand,  when 
magnetite  and  labradorite  were  taken,  the  former  mineral  was  dis- 
solved and  augite  appeared.  Similar  observations  were  made  by 
M.  Vudnik*  and  B.  Yukits,^  who  found  magnetite  among  the  fusion 
products  of  anorthite  and  hedenbergite,  albite  and  hedenbergite, 
olivine  and  augite,  elseolite  and  augite,  and  elseolite  and  diopside. 
Each  of  these  couples,  when  fused,  yielded  magnetite,  with  other 
products  which  varied  according  to  the  nature  of  the  mixture. 

Magnetite  occurs  as  an  accessory  mineral  in  rocks  of  all  classes, 
and  it  sometimes  rises  to  the  rank  of  a  principal  constituent,  or  even 
forms  rock  masses  by  itself.  It  is  obviously  most  abundant  in  rocks 
rich  in  ferromagnesian  minerals,  such  as  norites,  diabases,  gabbros, 
or  peridotites;  but  it  is  also  associated  with  nepheline  rocks  and 
anorthites.  In  many  cases  it  forms  large  ore  bodies  that  are  regarded 
as  products  of  magmatic  differentiation;  and  these  deposits,  as  a 
rule,  are  highly  titaniferous.  *  Some  ores  shade  from  magnetite 
into  ilmenite,  with  over  40  per  cent  of  titanic  oxide.  They  frequently 
contain  spinel,  and  sometimes,  also,  corundum. 

1  See  J.  Morosewict,  Min.  pet.  Mitt.,  vol.  18, 1898,  p.  84,  and  J.  H.  L.  Vogt,  MiDflRJbUduiig  in  Schmela- 
ixiassen,  pp.  203-212. 
>  Neoes  Jahrb.,  1886,  pt.  1,  p.  128. 

•  Doelter,  Neues  Jahrb.,  1897,  pt.  1,  p.  1.    See  also  M.  VuAnik,  cited  below. 

•  Sjmthtee  des  mindraux  et  des  roohes,  p.  77. 

•  Centralbl.  Min.,  Oeol.  u.  Pal.,  1903,  pp.  706, 743. 

•  Idem,  1904,  pp.  300,  342,  344,  346,  366,  369. 
» Idem,  1904,  pp.  705, 715,  743,  748. 

•  Bee  J.  H.  L.  Vogt,  Zeltachr.  prakt.  Geologie,  1893,  p.  6;  1894,  p.  382;  1900,  pp.  234, 870;  1901,  pp.  9, 180» 
289,  327.  J.  F.  Kemp,  Nineteenth  Ann.  Rept.  U.  S.  Oeol.  Survey,  pt.  3, 1899,  p.  377;  School  of  Mintf 
Quart.,  vol.  20,  p.  323, 1899;  vol.  21,  p.  56, 1900;  Zeltschr.  prakt.  Oeologle,  1906,  p.  71.  W.  Lindgren,  Science, 
vol.  16, 1902,  p.  984.  Q.  H.WUIiams,  Am.  Jour.  Scl.,  3d  ser.,  vol.33, 1887,  p.  194.  R.  Beck,  Lehie  von  den 
ErBlagerst&tten,  2d  ed.,  pp.  20-30.  Kemp's  paper  in  the  School  of  Mines  Quarteriy  is  a  general  review  of 
the  titaniferous  magnetites,  with  many  analyses  and  copious  references  to  other  literature.  In  Zeltschr. 
prakt.  Geologie,  1907,  p.  86,  Vogt  d^^bes  magmatic  iron  ores  in  granite.  On  magmatic  iron  ores  in  Utah, 
see  E.  P.  Jennings,  Trans.  Am.  Inst.  Min.  Eng.,  vol.  36,  1905,  p.  338.  On  the  magmatic  magnetites 
Lapland,  see  O.  Stutser,  Neues  Jahrb.,  BeU.  Bd.  24, 1907,  p.  648. 
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In  the  great  iron  deposits  of  the  Lake  Superior  region,  and  the 
adjacent  parts  of  Michigan,  Wisconsin,  and  AGnnesota,  magnetite  is 
found  in  slates  and  cherts,  often  associated  with  gninerite  and  actino- 
lite.^  Here  the  mineral  is  not  of  direct  igneous  origin.  In  the  Mesabi 
district,  according  to  C.  K.  Leith,'  it  is  derived  from  the  leaching  of 
a  hydrous  iron  silicate,  of  uncertain  composition,  to  which  he  has 
given  the  name  "greenalite/'  Other  silicates  may  yield  magnetite 
through  metamorphic  changes,  and  it  can  also  form,  says  G.  R.  Van 
Hise,'  from  marcasite  and  pyrite,  and  from  the  oxidation  of  siderite 
in  place.  By  further  oxidation  magnetite  can  alter  to  hematite  and 
limonite,  and  through  the  agency  of  carbonated  waters  it  may  be 
transformed  into  siderite  again. 

HEMATITE. 

Rhombohedral.  Composition,  Fe^Oj.  Molecular  weight,  159.8. 
Specific  gravity,  5.2.  Molecular  volume,  30.7.  Color,  red  to  steel- 
gray  and  black.  Hardness,  5.5  to  6.5.  Hematite  has  been  prepared 
artificially  by  several  methods.  In  the  classical  experiment  of  Gay- 
Lussac,^  the  vapor  of  ferric  chloride  was  decomposed  by  steam  at  a 
high  temperature,  and  crystals  of  hematite  were  formed.  A.  Dau- 
br6e*  obtained  it  by  passing  ferric  chloride  vapor  over  lime;  and 
H.  Sainte-QaLre  Deville  •  prepared  the  specular  variety  by  the  slow 
action  of  gaseous  hydrochloric  acid  upon  ferric  oxide  at  a  red  heat. 
Hematite  is  also  produced,  according  to  H.  Arctowski,^  by  the  action 
of  vaporized  ammonium  chloride  upon  either  red-hot  iron  or  ferric 
oxide.  It  has  also  been  noted  as  a  sublimation  product  in  the  salt- 
cake  furnaces  of  certain  chemical  works.*  Fine  crystals  of  hematite, 
grouped  in  rosettes,  have  been  formed  in  the  iron  heating  pipes  of  a 
Deacon  chlorine  apparatus  in  Philadelphia.  Some  of  the  crystals 
were  as  much  as  3  centimeters  in  diameter.  Their  formation  was  due 
to  the  action  of  heated  air  and  the  sulphur  gases  from  the  fuel  upon 
the  iron.®  Ferric  chloride  or  sulphate  was  probably  first  formed 
and  then  transformed  into  hematite  by  aqueous  vapor.  All  these 
reactions  are  analogous  to,  if  not  identical  with,  those  that  produce 
the  so-called  ''sublimed"  hematite  which  is  seen  upon  volcanic 
lavas.  A.  Arzruni,**  on  comparing  the  volcanic  mineral  with  the 
artificial  product,  found  them  to  be  crystallographically  identical. 

1  See  C.  R.  Van  Hise,  W.  S.  Bayley,  H.  L.  Smyth,  and  J.  M.  Clements,  In  Mon.  U.  8.  Geol.  Survey,  vol. 
28, 1897;  vol.  36, 1899;  and  vol.  45, 1903. 

tlCoQ.  U.  S.  Geol.  Survey,  vol.  43, 1903,  pp.  101-115. 

•  A  treatise  on  metamarphism:  Mon.  U.  S.  Geol.  Survey,  vol.  47, 1904,  p.  229. 
4  See  R.  Brauns,  Chemlsche  MinenUogle,  1896,  p.  231. 

•  Compt.  Rend.,  vol.  39, 1854,  p.  135. 

•  Idem,  vol.  52, 1861,  p.  1264. 

'  Zdtschr.  anorg.  Cbemie,  vol.  6, 1894,  p.  377;  Bull.  Acad.  Belglque,  3d  ser.,  vol.  27,  p.  938. 

•  See  H.  Vater,  Zeltsohr.  Kryst.  Mln.,  vol.  10, 1885,  p.  891;  and  B.  Doss,  Idem,  vol.  20, 1892.  p.  666. 

•  C.  E.  Munroe,  Am.  Jour.  ScL,  4th  ser.,  vol.  24, 1907,  p.  485. 
M  Zettachr.  Kiyst.  Kin.,  vol.  18, 1891,  p.  46. 
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W.  Bruhns's  experiment/  in  which  hematite  was  formed  by  heating 
amorphous  ferric  oxide  with  water  and  a  trace  of  anmionium  fluoride 
to  300^  in  a  platinimi  tube,  seems  to  be  less  closely  related  to  geologi- 
cal phenomena. 

Fouqu6  and  L6vy'  repeatedly  obtained  hematite  from  artificial 
magmas,  and  similar  observations  have  been  made  by  others.  In 
ordinary  furnace  slags,  however,  according  to  J.  H.  L.  Vogt,*  hema- 
tite rarely  if  ever  occurs.  Ferric  oxide  can  crystallize  out  as  hematite 
only  when  ferrous  compounds  are  either  absent  or  present  in  quite 
subordinate  amounts,  for  ferrous  oxide  unites  with  it  to  form  mag- 
netite. The  latter  species,  therefore,  is  characteristic  of  rocks  rich  in 
ferromagnesian  minerals,  while  hematite  appears  chiefly  in  the  more 
siliceous  and  feldspathic  granites,  syenites,  trachytes,  rhyolites, 
andesites,  and  phonoUtes.  It  is  also  found  in  the  crystalline  schists; 
but  magnetite  is  by  far  the  more  common  as  a  pyrogenic  mineral.  In 
igneous  rocks  generally  ferrous  oxide  exceeds  the  ferric  in  amoimt, 
the  average  percentages,  as  shown  by  961  analyses,^  being  3.46  FeO 
and  2.63  Fe^O,.  This  preponderance  of  the  lower  oxide  seems  to 
determine  the  frequent  formation  of  magnetite.  The  ferric  pyrite 
and  the  ferrous  pyrrhotite  appear  to  follow  the  same  rule  of  associa- 
tion, the  one  being  commonest  in  highly  silicic  rocks,  the  other 
accompanying  the  ferromagnesian  minerals. 

Hematite  alters  into  limonite^  magnetite,  pyrite,  marcasite,  and 

siderite,^  and  in  metamorphic  rocks  it  may  be  derived  from  the  same 

species.    Limonite,  siderite,  and  magnetite  are  especially  liable  to 

yield  it.    The  derivation  of  hematite  from  silicates  is  probably  always 

indiiect,  one  or  another  of  the  above-named  species  having  been 

formed  first.    Titanium  is  a  common  impurity  in  hematite,  and  L.  J. 

Igelstrom,*  in  a  Swedish  ore,  found  molybdenum  in  very  appreciable 

amounts. 

TITANIUM  MINERAL.S. 

RmenUe. — Rhombohedral.  Composition,  FeTiO,.  Molecular 
weight,  152.  Specific  gravity,  4.5  to  5.  Molecular  volume,  30.4. 
Color,  black;  luster,  submetallic.     Hardness,  5  to  6. 

Ilmenite,  menaccanite,  or  titanic  iron  has  been  little  investigated 
upon  the  synthetic  side.  W.  Bruhns  ^  prepared  it,  mixed  with  some 
magnetite,  by  heating  finely  divided  metallic  iron,  ferric  oxide,  and 
amorphous  titanic  oxide  with  hydrochloric  acid  in  a  platinum  tube 
to  270-300®.     In  nature,  however,  it  is  found  most  widely  diffused. 

1  Neues  Jahrb.,  1889,  pt.  2,  p.  r.2. 

s  Synthase  des  mindraux  et  des  roches,  p.  23C.  i 

s  MineralbUdung  in  Schmelzmassen,  pp.  215-217.    Cf.  also  J.  MoroiewlcE,  Min.  pet.  Mitt.,  vol.  18, 1896, 
p.  84. 
« BuU.  U.  S.  Geol.  Survey  No.  228, 1904,  p.  17. 

>  C.  R.  Van  Hise,  A  traatiae  on  metamorphism:  Hon.  U.  S.  Oeol.  Surrey,  vol.  47, 1804,  p.  22S. 
•  Zeltschr.  Kryst.  Mln.,  vol.  25, 1886,  p.  94. 
T  Neues  Jabrb.,  1889,  pt.  2,  p.  66. 
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It  occurs  with  or  replacing  hematite  in  granite  and  syenites  and  as  an 
essential  constituent  in  diorite,  diabase,  gabbro,  basalt,  etc.,  often 
with  magnetite.^  In  these  rocks  it  is  one  of  the  earUest  minerals  to 
separate.  It  is  also  found  in  metamorphic  rocks,  such  as  gneiss, 
mica  schist,  and  amphiboUte.  A.  von  Lasaulx'  describes  ilmenite 
as  an  alteration  deriyative  of  rutile. 

The  constitution  of  ilmenite  has  been  much  discussed.  Some  au- 
thorities have  regarded  it  as  an  isomorphous  mixture  of  FcjO,  and 
Tifi^;  but  C.  Friedel  and  J.  Gu6rin,'  who  prepared  the  latter  com- 
pound artificially,  do  not  favor  this  view.  Ti^Og  as  such  has  not  been 
found  as  an  independent  mineral.  T.  Konig  and  O.  von  der  Pf ordten  * 
made  various  attempts  to  detect  Ti^O,  in  ilmenite  and  only  met  with 
failure.  Since  the  mineral  pyrophanite,  MnTiOg,  isomorphous  with 
ilmenite,  is  known,  and  since,  as  S.  L.  Penfield  and  H.  W.  Foote ' 
have  shown,  ilmenite  sometimes  contains  large  admixtures  of  the 
molecule  MgTiO,,  the  formula  FeTiO,  may  now  be  regarded  as  estab- 
lished for  titanic  iron.  In  an  ilmenite  from  Warwick,  New  York, 
Penfield  and  Foote  found  16  per  cent  of  magnesia.  In  fact,  the  com- 
poimd  MgTiOs  is  independently  represented  by  the  mineral  geikie- 
lite  *  from  Ceylon.  An  excess  of  iron  in  ilmenite  may  be  due  to 
admixed  hematite  and  an  excess  of  titanium  to  rutile. 

Ilmenite  is  often  surrounded  by  a  margin  of  white  or  even  reddish 
alteration  products,  which  is  commonly  known  by  the  name  of  leu- 
coxene.  According  to  A.  Cathrein/  this  substance  is  essentially 
titanite,  sometimes  accompanied  by  rutile. 

PseudohroohUe. — Orthorhombic.  Composition,  ferric  orthotitan- 
ate,  Fe4(Ti04)3.  Molecular  weight,  559.9.  Specific  gravity,  4.39. 
Molecular  volume,  127.5.    Color,  dark  brown  to  black.     Hardness,  6. 

Pseudobrookite  is  a  rare  accessory  mineral  in  certain  eruptive 
rocks,  such  as  andesite,  trachyte,  basalt,  and  nephelinite.  A  similar 
mineral,  formed  by  '^ sublimation"  in  a  salt-cake  furnace,  was  de- 
scribed by  B.  Doss,*  who  gave  it  the  formula  FcaTiO,  and  made  it 
isomorphous  with  andalusite,  AljSiOg,  The  natural  mineral,  however, 
has  the  orthotitanate  formula,  as  given  above.* 

Perofskite. — Isometric  or  pseudoisometric.  Composition,  calcium 
titanate,  CaTiO,.  Molecular  weight,  136.2.  Specific  gravity,  4, 
Molecular  volume,  34.  Color,  yellow,  ranging  through  orange  and 
brown  to  grayish  black.     Hardness,  5.5. 

>  See  the  papers  of  Vogt,  Kemp,  and  others  cited  under  magnetite.    The  tltanilerous  magnetites  are 
mixtures  of  that  species  with  ilmenite.    See  also  A.  Cathreln,  ZeitBChr.  Kryst.  Hin.,  vol.  8, 1884,  p.  321. 

*  Zeitschr.  Kryst.  Mtn.,  vol.  8, 1884,  p.  64. 

*  Annales  chim.  phys.,  5th  ser.,  vol.  8, 1876,  p.  38. 

«  Ber.  Deutsch.  chem.  Gesell.,  vol.  22, 1889,  p.  1485. 

*  Am.  Jour.  Sci.,  4th  ser.,  vol.  4, 1897,  p.  108. 

*  A  description  of  geildellte  by  T.  Crook  and  B.  M.  Jones  is  printed  in  Mlneralog.  Mag.,  vol.  14, 1906,  p.  160. 
T  Zeitschr.  Kryst.  Mtai.,  vol.  6, 1882,  p.  244. 

*  Idem,  yol.  20, 1892,  p.  666.    Doss  gives  a  good  bibliography  of  pseudobrookite. 

t  Established  by  A.  Frensel,  Min.  pet.  Mitt.,  yoL  14,  p.  121;  oonflrmtng  the  earlier  analyses  of  A.  Koch, 
G.  Lottennann,  and  A.  OedarstrOm.    See  E.  S.  Dana,  System  of  mineralogy,  6th  ed. ,  p.  232. 
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Perofskite  has  been  prepared  synthetically  by  several  chemists. 
J.  J.  Ebelmen  ^  obtained  it  by  fusing  titanic  oxide  with  lime  and 
potassium  carbonate;  and  later '  by  the  action  of  lime  on  an  alkaline 
melt  containing  titanic  oxide  and  silica.  P.  Hautefeuillc'  heated  a 
mixture  of  calcium  chloride,  titanic  oxide,  and  silica  to  redness  in  a 
stream  of  moist  carbon  dioxide,  or  of  hydrochloric  acid,  and  obtained 
perofskite  crystals.  L.  Bourgeois^  observed  its  deposition  from 
various  fused  mixtures  resembling  natural  magmas  in  composition. 
Finally,  P.  J.  Holmquist*  prepared  perofskite  by  fusing  together 
sodium  carbonate,  calcium  carbonate,  and  titanic  oxide,  under  special 
manipulative  conditions. 

Perofskite  occurs  both  in  eruptive  and  metamorphic  rocks.  It  is 
fbund  in  melilite,  leucite,  and  nepheline  rocks,  and  in  some  perido- 
tites;*  and  is  among  the  earliest  secretions.  It  is  particularly  charac- 
teristic of  melilite  basalt,  being,  acoyrding  to  A.  Stelzner,'  the  most 
faithful  companion  of  melilite.  At  Catalfto,  Brazil,  E.  Hussak' 
foimd  a  peculiar  rock  consisting  of  magnetite  and  perofskite;  a  titan- 
iferous  magnetite  of  a  new  kind.  The  mineral  is  also  found  in 
chlorite  schist,  limestone,  quartz  gneiss,*  etc.  Hussak  observed  its 
alteration  into  titanic  oxide,  and  K.  Schneider  ^^  has  described  perof- 
skite as  derived  from  titanite. 

TUaniie. — ^Monoclinic.  Composition,  CaTiSiOj.  Molecular  weight, 
196.5.  Specific  gravity,  3.54.  Molecular  volume,  55.5.  Color,  yel- 
low, green,  red,  gray,  brown,  or  black.    Hardness,  5  to  5.6. 

Titanite,  or  sphene,  has  been  produced  artificially  by  several  experi- 
menters, but  it  does  not  seem  to  be  easily  formed.  P.  Hautef euille  " 
prepared  it  by  fusing  a  mixture  of  silica  and  titanic  oxide  with  cal- 
cium chloride.  L.  Bourgeois  "  obtained  it,  but  obscurely  developed, 
by  fusing  together  its  constituent  oxides,  silica,  titanic  oxide,  and 
Ikne.  L.  Michel "  fused  ilmenite  with  calcium  sulphide,  silica,  and 
carbon,  which  yielded  a  mixture  of  titanite,  garnet,  and  a  sub- 
sulphide  of  iron. 

As  a  pyrogenic  mineral  titanite  is  found  among  the  oldest  secretions 
in  the  more  siliceous  rocks,  such  as  granites,  diorites,  syenites,  and 
trachyte.  It  is  abundant  in  phonolites  and  elseolite  syenites,  and  is 
also  conmion  as  a  secondary  mineral,  derived  by  alteration  from  rutile 

I  Compt.  Rend.,  yol.  32, 1851,  p.  7ia 

s  Idem,  VOL  33, 1861,  p.  £28. 

a  Annales  cbim.  phys. ,  4th  ser. ,  vol.  4, 1866,  p.  163. 

« Idem,  6th  ser.,  vol.  20, 1883,  p.  479. 

•  BuU.  Oeol.  Inst.  Upsala,  vol.  3, 18B6-97,  p.  181. 

•  See  G.  H.  Williams,  Am.  Jour.  ScL ,  3d  ser.,  yol.  34, 1887,  p.  137;  J.  8.  DlUer,  idem,yol.  87, 1889,  p.  218. 
'  Neues  Jahrh.,  BeU.  Bd.  2, 1883,  p.  390. 

•  Neues  Jahrh.,  1894,  pt.  2,  p.  297. 

•  See  O.  Mtlgge,  Neues  Jahrh.,  BeQ.  Bd.  4, 1886,  p.  681. 
»  Neues  Jahrh. ,  1889,  pt.  1 ,  p.  99. 

u  Aimales  chlm.  phys.,  4th  ser. ,  yol.  4, 1866,  p.  128. 
u  Idem,  6th  ser. ,  yol.  29, 1883,  p.  474. 
K  Oompt  Rend.,  toL  116, 1802,  p.  83a 
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or  ilmenite.  It  is  often  associated  with  chlorite.  At  Oreen  River, 
North  Carolina,  lai^e  crystals  of  sphene  are  found  completely  or 
partially  altered  into  a  yeUow,  friable,  earthy  substance  which  has 
been  given  the  name  of  xanthitane.  According  to  L.  6.  Eakins^ 
this  product  is  a  hydrous  titanate  of  almninum.  An  alteration  of 
titanite  into  rutile  has  been  observed  by  P.  Mann '  in  the  foyaite  of 
the  Serra  de  Monchique;  and  B.  Doss  '  has  reported  pseudomorphs 
of  anatase  after  sphene. 

Rutile. — ^Tetragonal.  Composition,  TiO,.  Molecular  weight,  80.1. 
Specific  gravity,  4.2.  Molecular  volume,  19.1.  Color,  commonly 
reddish  to  brown  or  black.     Hardness,  6  to  6.5. 

BrooJcite. — Orthorhombic.  Composition  and  molecular  weight  as 
for  rutile.  Specific  gravity,  4.  Molecular  volume,  20.  Color,  yel- 
lowish, reddish,  brown,  or  iron-black.     Hardness,  5.5  to  6. 

Octahedrvte  or  anatase. — Tetragonal.  Composition  and  molecular 
weight  the  same  as  for  rutile  and  brookite.  Specific  gravity,  3.82  to 
3.95.  Molecular  volume,  20.5.  Color,  brown,  indigo-blue,  and  black. 
Hardness,  5.5  to  6. 

All  three  modifications  of  titanic  oxide  have  been  studied  S3mthet- 
ically.  Crystals  of  brookite  were  obtained  by  A.  Daubrfie,*  by  the 
action  of  aqueous  vapor  upon  titanic  chloride  at  a  red  heat.  By 
heating  amorphous  titanic  oxide  to  redness  in  a  current  of  hydro- 
chloric acid  gas,  H.  Sainte-Claire  Deville  and  H.  Caron  *  transformed 
it  into  a  crystalline  modification,  and  similar  results  were  obtained 
by  P.  Hautefeuille  and  A.  Perrey.*  By  the  prolonged  heating  of 
titanic  oxide  with  boric  acid  J.  J.  Ebelmen '  obtained  rutile,  and 
P.  Hautefeuille  *  attained  the  same  end  when  sodium  tungstate  or 
vanadate  was  used  as  flux.  H.  Traube  ^  also  crystallized  rutile  from 
fused  sodium  tungstate,  and  was  able  to  add  to  it  appreciable  quan- 
tities of  iron,  manganese,  and  chromium,  impurities  which  are  found 
in  the  natmral  mineral.  Several  investigators  have  prepared  rutile 
by  the  same  general  process,  using  microcosmic  salt  as  the  solvent. 
B.  Doss,*®  by  this  method,  prepared  both  rutile  and  anatase.  Deville 
and  Caron  **  also  prepared  rutile  by  heating  titanic  oxide  with 
silica  and  oxide  of  tin  to  redness.  By  heating  ilmenite  and  pyrite 
together  at  about  1,200^,  L.  ^chel*'  obtained  a  mixture  of  rutile 
and  pyrrhotite. 

1  BaU.  U.  S.  Geol.  Survey  No.  00, 1890,  p.  180. 

s  Neufli  Jahrb.,  1882,  pt.  2,  p.  200. 

>Idem,1805,pt.l,p.l28. 

« Compt.  Rend.,  vol.  20, 1840,  p.  227. 

ft  Idem,  vol.  53, 1861,  p.  161. 

<  Idem,  vol.  110, 1880,  p.  lOBS. 

'  Idem,  vol.  32, 1861,  p.  330. 

•  Cited  by  Bourgeois,  Reproduction  aitlflcielle  des  mln^mux,  1884J  p.  85. 

•  Neues  Jahrb.,  Belt  Bd.  10, 1805-06,  p.  470. 
M  Idem,  1894,  pt.  2,  p.  147. 

H  Compt  Rend.,  vol.  53, 1861,  p.  161. 
» Idem,  vol.  115, 1802,  p.  1090. 
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The  three  forms  of  titanic  oxide  were  reproduced  by  P.  Haute- 
feuille^  by  various  modifications  of  the  same  general  pneumatolytic 
process.  Potassium  titanate  and  calcium  chloride  were  heated  in  a 
current  of  hydrochloric  acid  mixed  with  air,  and  crystals  were  formed. 
Titanic  oxide  with  potassium  or  calcium  fluoride,  or  potassium  silico- 
fluoride,  similarly  treated,  gave  the  same  products,  which,  when  the 
operation  was  conducted  at  a  strong  red  heat,  was  rutile.  Brookite 
was  formed  by  heating  potassium  titanofluoride  in  aqueous  vapor, 
and  by  the  action  of  hydrofluoric  acid  upon  titanic  chloride,  at  a 
temperature  not  higher  than  the  boiling  point  of  zinc.  A  mixture 
of  titanic  oxide,  calcimn  fluoride,  and  potassium  chloride,  heated  in 
a  stream  of  hydrochloric  acid,  silicon  fluoride,  and  moist  hydrogen, 
also  gave  brookite,  and  so  did  titanic  oxide,  silica,  and  potassium 
silicofluoride  in  a  current  of  hydrochloric  acid  alone.  When  titanic 
fluoride  was  decomposed  by  aqueous  vapor  at  a  lower  temperature, 
at  or  near  the  boiling  point  of  cadmium,  octahedrite  was  produced. 
How  far  these  experiments  may  parallel  the  pneumatolytic  processes 
of  nature  is  doubtful ;  but  they  show  that  rutile,  the  most  stable  modi- 
fication of  titanic  oxide,  is  formed  at  the  highest  temperatures,  brook- 
ite at  temperatures  considerably  lower,  and  anatase  at  a  point  still 
lower  in  the  scale.  These  observations  are  in  harmony  with  the  known 
occurrences  of  the  three  species  as  rock-forming  minerals. 

Rutile  occurs  as  a  pyrogenic  mineral  in  eruptive  rocks,  but  it  is 
more  common  in  gneiss,  mica  schist,  and  the  phyllites.  In  a  horn- 
brende  gneiss  from  Freiberg,  A.  Bergeat '  observed  rutile,  ilmenite, 
and  titanite,  which  had  formed  as  a  single  generation,  and  crystallized 
before  the  biotite.  A  remarkable  dike  rock  in  Nelson  County,  Vir- 
ginia, described  by  T.  L.  Watson  and  S.  Taber,*  consists  essentially  of 
rutile  and  apatite.  Rutile  is  also  found  as  a  secondary  mineral, 
derived  from  ilmenite  and  titanite.  C.  Doelter^  found  rutile  to  be 
slightly  soluble  in  water,  and  more  so  in  a  solution  of  sodiiun  fluoride. 
From  such  a  solution,  containing  rutile,  after  heating  to  145°  during 
thirty-four  days,  the  mineral  was  partially  recrystaUized.  Possibly 
some  secondary  rutile  may  originate  from  solution  of  the  original 
substance,  or  of  titanic  oxide  leached  from  another  species. 

Brookite  is  not  foimd  in  fresh  eruptive  rocks,  but  generally  in  de- 
composed granite,  gneiss,  quartz  porphyry,  and  the  sedimentaries. 
Octahedrite  is  never  primary,  but  is  formed  by  the  alteration  of  other 
titanium  minerals.  .  It  has  been  observed  under  a  great  variety  of 
conditions,  as  in  granite,  diabase,  quartz  porphjnry,  diorite,  the  crys- 
talline schists,  shales,  sandstones,  and  limestones.* 

1  Annales  chim.  phys.,  4th  ser.,  vol.  4, 1865,  p.  129. 

«  Neues  Jahrb.,  1385,  pt.  1,  p.  232. 

a  Bull.  U.  S.  Qeol.  Survey  No.  430, 1910,  p.  200. 

« Mln.  pet.  Mitt.,  vol.  11, 1800,  p.  325. 

^  For  a  very  full  summary  of  the  occurrence  of  sht»n  and  the  titanium  minerals,  especially  brookite  and 
anatase,  see  H.  ThOiach,  Verhandl.  Phys.  med.  Gesell.  WOrabuig,  vol.  18,  No.  10, 1884.  On  the  rudle  of 
Nelson  County,  Virginia,  see  T.  L.  Watson,  Eoon.  Geology,  vol.  2, 1907,  p.  403. 
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Brookite  alters  into  rutile,  and  rutile  into  ilmenite,  anatase,  and 
sphene.  The  titanium  minerals  are  thus  closely  connected  with  one 
another,  and  transformations  are  possible  in  almost  every  direction. 
From  a  magma  deficient  in  lime  and  iron,  titanic  oxide  may  separate 
as  rutile;  when  hme  is  abundant,  titanite  or  perofskite  may  form; 
in  presence  of  much  iron  ilmenite  or  pseudobrookite  will  be  deposited. 
Brookite  and  octahedrite  appear  only  as  secondary  minerals. 

CA88ITERITE  AND  ZIRCON. 

CdssiterUe. — ^Tetragonal.  Composition,  stannic  oxide,  SnOg.  Mo- 
lecular weight,  151.  Specific  gravity,  6.9.  Molecular  volume,  21.9. 
Color,  commonly  brown  to  black,  rarely  colorless,  red,  or  yellow. 
Hardness,  6  to  7. 

A.  Daubrfie  ^  prepared  cassiterite  by  the  action  of  aqueous  vapor 
upon  tin  tetrachloride  in  a  red-hot  porcelain  tube.  H.  Sainte-Claire 
Deville  *  obtained  it  by  passing  gaseous  hydrochloric  acid  over  the 
amorphous  oxide  of  tin  at  a  high  temperature,  and  also  by  acting 
upon  stannous  chloride  with  aqueous  vapor.  According  to  A.  Ditte,' 
stannic  oxide  may  be  crystallized  by  fusion  with  calcium  chloride; 
and  its  crystallization  is  mentioned  by  Deville  and  H.  Caron*  as 
having  been  effected  by  heating  a  fluoride  of  tin  with  boric  oxide. 
The  formation  of  cassiterite  as  a  furnace  product  has  several  times 
been  observed,  most  recently  by  A.  Arzruni  •  and  J.  H.  L.  Vogt.* 
In  this  case  it  was  produced  during  the  manufacture  of  pulverulent 
stannic  oxide,  by  the  slow  oxidation  of  metallic  tin.  With  this  excep- 
tion, the  syntheses  of  cassiterite  point  to  its  origin  as  a  pneumato- 
lytic  mineral,  and  its  commoner  associations  tell  a  similar  story.  It 
is  almost  invariably  accompanied  by  minerals  containing  boric  oxide 
or  fluorine,  such  as  topaz,  tourmaline,  lepidolite,  and  apatite.' 

Cassiterite  is^  rarely  found  as  an  original  rock-forming  mineral. 
M.  von  Miklucho-Maclay  •  has  reported  it  accompanied  by  rutile, 
topaz,  apatite,  and  tourmaline,  as  an  inclusion  in  the  mica  of  a  gran- 
ite. According  to  R.  Beck,'  it  is  also  an  original  constituent  of 
granite  on  the  islands  of  Banca  and  Billiton.  It  also  occurs,  but 
sparingly,  in  the  lithia-bearing  pegmatites  of  Maine  and  California, 
and,  according  to  L.  C.  Graton,^*^  as  an  original  constituent  of  pegma- 

>  Compt.  Rend.,  vol.  29, 1849,  p.  227. 

*  Idem,  vol.  53, 1861,  p.  161. 

*  Idem,  Tol.  96, 1883,  p.  701. 
4  Idem,  yol.  46, 1868,  p.  766. 

ft  Zeitschr.  Xryst.  Min.,  vol.  25, 1866,  p.  467. 

*  Idem,  vol.  31,  p.  279. 

'  For  a  list  of  the  minerals  oocarring  with  cassiterite,  see  W.  Kohlnumn,  Zeltaohr.  Kryst.  Min.,  vol.  24, 
1895,  p.  350. 

*  Neues  Jahrb.,  1886,  pi.  2,  p.  88. 

*  Zeitschr.  Kryst.  MtaL,  voL  33, 1900,  p.  205. 
»•  Bull.  U.  S.  Geol.  Survey  No.  293, 1906. , 
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tite  in  the  Caxolinas.    The  relations  of  cassiterite  as  a  vein  mineral 
will  be  considered  in  another  connection  later. 

Zircon. — ^Tetragonal.  Composition,  zirconium  orthosilicate,  ZrSiO^. 
Molecular  weight,  183.  Specific  gravity,  4.6  to  4.8.  Molecular  vol- 
ume, 38.7.  Color,  coramonly  brown,  but  also  colorless,  yellow,  red, 
bluish,  green,  etc.     Hardness,  7.5. 

Zircon  has  been  repeatedly  produced  synthetically.  H.  Sainte- 
Claire  DeviUe  and  H.  Caron  *  obtained  it  by  heating  zirconia  in  a 
current  of  silicon  fluoride.  DeviUe  *  also  prepared  it  by  heating  zir- 
conia with  quartz  in  the  same  gas.  In  the  latter  process,  which  is 
identical  in  character  with  the  former,  zirconium  fluoride  is  formed, 
which  reacts  upon  the  quartz,  regenerating  the  silicon  fluoride.  A 
small  quantity  of  the  latter  substance  may  therefore  generate  an 
indefinite  amount  of  zircon.  P.  Hautefeuille  and  A.  Perrey* 
obtained  zircon  when  a  mixture  of  silica,  zirconia,  and  lithium  molyb- 
date  was  heated  to  800^.  Finally,  K.  Chrustschoff*  effected  the 
synthesis  of  zircon  by  heating  gelatinous  silica  and  gelatinous  zir- 
conia together,  under  pressure,  to  a  temperature  near  redness. 
Deville's  work  indicates  a  possible  pneumatolytic  origin  for  zircon 
in  some  instances;  the  other  processes  seem  to  be  unrelated  to  the 
ordinary  occurrences  of  the  mineral. 

Zircon  is  one  of  the  commonest  accessory  constituents  in  all  classes 
of  igneous  rocks.  It  is  especially  common  in  the  more  silicic  species, 
such  as  granite,  syenite,  diorite,  etc.,  and  in  all  the  younger  eruptives. 
It  is  very  characteristic  of  the  nepheline  syenites.*  It  is  one  of  the 
earliest  minerals  to  crystaUize  from  the  cooling  magmas,  and  the 
first  one  among  the  sihcates.  With  or  in  place  of  zircon  some  more 
complex  silicates,  such  as  the  zircon  pyroxenes,  may  form.  These 
substances,  however,  are  exceedingly  rare  and  quite  imperfectly 
known. 

PHOSPHATES. 

Apatite. — Hexagonal.  Composition  variable,  two  compounds  being 
mcluded  in  the  species.*  They  are  Ca^  (POJ,  F  and  Cag  (POJ^Cl. 
Molecular  weight,  504.5  for  fluorapatite  and  521  for  chlorapatite. 
Specific  gravity,  3.17  to  3.23.  Molecular  volume,  169.1  to  161.6. 
Color,  white,  green,  blue,  red,  yellow,  gray,  or  brown.     Hardness,  6. 

1  Compt.  Rend.,  vol.  46, 1858,  p.  7tt4. 
s  Idem,  vol.  62, 1881,  p.  780. 

<  Idem,  vol.  107, 1888,  p.  1000. 

*  Neues  Jahrb.,  1802,  pt.  2,  p.  232. 

•  For  an  elaborate  discussion  of  the  natural  oocunencee  of  iiroon,  see  H.  ThOzBcfa,  Verbandl.  Phys. 
med.  QeaeU.  WOrzbuig,  toL  18,  No.  10,  1884.  For  xiroon  in  the  angite  syenites  of  Norway,  see  W.  C. 
BrOgger,  Zeitschr.  Kryst.  Mia.,  vol.  16, 1890,  p.  101. 

<  For  complete  analyses  of  apatite,  with  a  discussion  of  its  variations,  see  J.  A.  Voeloker,  Ber.  Beutsdi. 
chem.  Oesell.,  vol.  16, 1883,  p.  2460.  For  manganese,  magneahim,  cerium,  eto.,  in  apatite,  see  E.  S.  Dana, 
System  of  mhieralogy,  6th  ed.,  pp.  704, 766. 
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The  first  synthesis  of  apatite  was  eflFected  by  A.  Daubrfie/  who 
obtained  it  in  crystals  by  passing  the  vapor  of  phosphorus  trichloride 
over  red-hot  lime.  N.  S.  Manross  ^  fused  sodium  phosphate  either 
with  calcium  chloride,  caldiun  fluoride,  or  both  together,  and  so 
obtained  chlorapatite,  fluorapatite,  or  a  mixture  of  the  two,  resembling 
natural  apatite,  at  will.  This  process,  slightly  modified,  was  also 
adopted  by  H.  Briegleb*  successfully.  G.  Forchhammer  *  prepared 
chlorapatite  by  fusing  calcium  phosphate  with  sodium  chloride. 
When  bone  ash  or  marl  was  used  instead  of  the  artificial  calciiun  phos- 
phate, a  mixed  apatite  was  formed.  Similar  results  were  reported  by 
Deville  and  Caron,*  who  fused  bone  ash  with  ammonium  chloride 
and  either  calcium  chloride  or  fluoride,  and  also  by  A.  Ditte,*  who 
repeated  Forchhammer's  experiment.  By  heating  calcium  phosphate 
with  calcium  chloride  and  water,  under  pressure,  at  250®,  H.  Debray ' 
prepared  chlorapatite.  E.  Weinschenk  *  also  produced  it  by  heating 
calciiun  chloride,  ammonium  phosphate,  and  ammonium  chloride  at 
temperatures  of  150®  to  180®  in  a  sealed  tube.  F.  K.  Cameron  and 
W.  J.  McCaughey*  prepared  fluorapatite  by  dissolving  calciiun 
fluoride  in  fused  disodiiun  phosphate  and  lixiviating  the  cooled  melt. 
Chlorapatite  was  formed  when  dicalcium  phosphate  was  added  in 
excess  to  molten  calcium  chloride.  When  precipitated  calcium  phos- 
phate was  used,  chlorspodiosite  was  obtained,  Ca8(P04)2.CaCl,. 
Apatite  has  been  reported  as  present  in  lead-furnace  slags  by  W.  M. 
Hutchins**^  and  J.  H.  L.  Vogt."  The  composition  of  these  slag  prod- 
ucts, however,  seems  not  to  have  been  verified  by  analysis. 

Apatite  is  found  in  all  classes  of  roc^ — ligneous,  metamorphic,  and 
sedimentary.  In  the  eruptives  it  appears  as  one  of  the  oldest  secre- 
tions from  the  magma.  It  is  more  conmion  in  femic  rocks  than  in 
the  more  siliceous  varieties.  Titaniferous  magnetites,  Uke  those  of 
Norway  and  the  Adirondacks,  often  contain  apatite  in  large  amoxmts. 
Apatite  also  appears  as  an  important  vein  mineral;  and  in  these  occur- 
rences Vogt  **  regards  it  as  having  been  formed  by  pneumatolytic 
agencies.     According  to  R.  Muller,'^  apatite  is  strongly  attacked  by 

>  Compt.  Rend.,  vol.  32, 1861,  p.  625. 
I  Llebig's  AnnaleD,  vol.  82, 1852,  p.  353. 

•  Idem,  ToL  97, 1856,  p.  96. 

4  Idem,  vol.  90, 1854,  pp.  77, 322. 

•  Campt.  Rend.,  vol.  47, 1858,  p.  96S. 

•  Idem,  vol.  94, 1882,  p.  1592. 
1 1dem,  vol.  52, 1861,  p.  44. 

■  Zeitscbr.  Eryst.  Hln.,  voL  17, 1890,  p.  480. 

•  Jour.  Phys.  Chem.,  voL  15, 19U,  p.  464. 
«  Nature,  vol.  36, 1887,  p.  460. 

11  Mineralblldmig  in  Schmelzmassen,  p.  263. 

I*  Sec  his  ])aper  in  Trans.  Am.  Inst.  Min.  Eng.,  vol.  81, 1901,  p.  184»  and  also  papers  In  Zeitschr.  prakt. 
Geologie,  isa!  p.  458;  1885,  pp.  367. 444. 465. 
9  Jahrb.  K,-s..  geol.  Reichsanstalt,  voL  27,  Min.  pet  Mitt.,  1877,  p.  25. 
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waters  containing  carbonic  acid.  Both  lime  and  phosphoric  acid 
pass  into  solution.  A  carbonated  mineral  allied  to  apatite  has  lately 
been  described  by  W.  Tschirwinsky,*  under  the  name  podolite.  Its 
composition  is  represented  by  the  formula  SCajPaOg.CaCOj,  which  is 
that  of  apatite  with  calcium  fluoride  replaced  by  calcium  carbonate. 

ManazUe. — ^Monoclinic.  Composition,  normally,  cerium  phosphate, 
CePO^,  but  other  rare-earth  metals  are  always  present,  replacing 
cerium.  Moleciilar  weight,  235.25.  Specific  gravity,  5.  Molecular 
volume,  47.     Color,  yellow,  reddish,  and  brown.     Hardness,  5  to  5.5. 

Xenotime. — ^Tetragonal.  Composition,  yttrium  phosphate,  YPO4, 
Molecular  weight,  189.  Specific  gravity,  4.5.  Molecular  volume,  42. 
Color,  grayish  white,  yellowish,  reddish,  and  commonly  brown. 
Hardness,  4  to  5. 

Both  monazite  and  xenotime  have  been  prepared  artificially  by  F. 
Radominsky,^  who  fused  the  amorphous  phosphates  of  cerium  or 
yttrium  with  the  corresponding  chlorides.  This  process,  however, 
sheds  no  light  upon  their  genesis  in  nature. 

According  to  O.  A.  Derby,*  these  two  species,  although  they  occur 
sparingly,  are  very  common  accessory  minerals  in  Brazilian  granites 
and  gneisses.  The  monazite  is  principally  found  associated  with 
zircon,  in  residues  from  granite,  syenite,  and  gneiss,  but  not  in  dia- 
base, diorite,  or  minette.  Xenotime  is  a  fairly  constant  accessory  in 
muscovite  granite.  It  was  also  found  in  a  biotite  gneiss,  but  was 
absent  from  phonolites  and  the  nepheline  or  augite  syenites.  O.  A. 
Derby  *  also  reported  a  titaniferous  magnetite  from  Brazil,  which 
contained  monazite,  and  still  another  association  of  monazite  with 
graphite.  On  examining  a  niunber  of  granites  and  gneisses  from 
New  England,  Derby  •  found  several  occurrences  of  monazite,  and 
one  of  xenotime.  W.  Ramsay  and  A.  lUiacus  •  also  report  the  pres- 
ence of  monazite  in  the  pegmatites  of  Finland.  W.  E.  Hidden'' 
found  crystals  of  xenotime,  intergrown  with  zircon,  in  a  decomposing 
granite  in  Henderson  Coimty,  North  Carolina. 

Although  it  is  an  inconspicuous  mineral  in  rocks,  monazite  som^ 
times  accumulates  in  large  quantities  in  residual  sands,  which,  as  a 
source  of  the  rare  earths,  have  important  commercial  value.  The 
Brazilian  monazite  sands  are  described  by  E.  Hussak  and  J.  Reitin- 
ger,*  who  give  very  complete  analyses  of  several  samples.     In  North 

» Centralbl.  MJn.,  Q«ol.  u.  Pal.,  1907, p.  27C.    Aot»rding to  W.  T.  SchaUer (Am.  Jour.  8d.,4thsDr.,  toLSO. 
1910,  p.  309),  podolite  is  identical  with  dahllite,  which  was  described  much  earlier, 
s  Compt.  Rend.,  vol.  80, 1875,  p.  304. 

•  Am.  Jour.  Scl.,  3d  ser.,  vol.  37, 1889,  p.  109;  vol.  41, 1891,  p.  308. 
« Idem,  4th  ser.,  vol.  13, 1902,  p.  211. 

>  Proc.  Rochester  Acad.  Sd.,  voL  1, 1891,  p.  196. 

•  Zeitschr.  Kryst.  Min.,  vol.  31, 1899,  p.  317. 
'  Am.  Jour.  Sci.,  3d  ser.,  v<d.  86, 1888,  p.  380. 

•  Zeitschr.  Kryst.  Min.,  vol.  37, 1903,  p.  650.    Another  memoir  on  the  BfBsiliaa  sands,  liy  A^  Lisbon,' 
ftppean  in  Ann.  Esoola  de  Mhias,  No.  6,  Ouro  Pxeto,  1903. 
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Carolina^  the  sands  are  derived   from  gneiss,  and  W.  Lindgren' 
reports  sands  of  granitic  origin  from  the  Idaho  Basin,  Idaho. 

THE  SIIjICA  MINERAIiS. 

Quartz. — Rhombohedral.  Composition,  siUcon  dioxide,  SiOj.  Mo- 
lecular weight,  60.4.  Specific  gravity,  2.65.  Molecular  volume,  22.8. 
Colorless  when  pure,  but  often  tinted  yellow,  violet,  red,  blue,  green, 
brown,  or  black.     Hardness,  7. 

Oristohdlite^ — Pseudocubic.  Composition  Hke  quartz,  SiOa.  Molec- 
ular weight,  60.4.     Specific  gravity,  2.348.    Molecular  volume,  25.7. 

Tridymite. — Hexagonal.  Composition  like  quartz,  SiO,.  Specific 
gravity,  2.3.  Molecular  volume,  26.3.  Colorless  or  white.  Hard- 
ness, 7.     Fuses  at  about  1,625^. 

The  fused  siUca  forms  a  glass,  which  can  be  worked  into  flasks, 
crucibles,  beakers,  etc.,  for  chemical  uses.  Quartz,  furthermore,  is 
distinctly  volatile  at  high  temperatures,  as  was  shown  in  a  previous 
chapter.* 

Opal, — Amorphous  silica,  carrying  a  variable  amount  of  water 
(from  2  to  13  per  cent).  Color,  white,  yellow,  red,  brown,  green, 
blue,  or  gray.     Specific  gravity,  1.9  to  2.3.     Hardness,  5.5  to  6.5. 

Free  silica  occurs  in  nature  in  many  forms,  quartz  and  opal  being 
pecuUarly  variable  species.  Chalcedony,  jasper,  agate,  flint,  and 
other  similar  minerals  are  commonly  regarded  as  cryptocrystalline 
quartz  and  often  contain  admixtures  of  amorphous  or  soluble  silica,* 
with  other  impurities. 

The  different  modifications  of  silica  are  readily  prepared  by  simple 
laboratory  methods.  When  an  orthosihcate  is  decomposed  by  a 
strong  acid,  gelatinous  siUca  is  formed,  which,  upon  drying,  becomes 
an  amorphous  mass  essentially  identical  with  opal.*  The  siliceous 
sinters  deposited  by  hot  springs  are  all  classed  as  opal.  At  the  hot 
springs  of  Plombifires,  in  France,  common  opal  and  hyalite  have  been 

1  See  report  on  moiiaslto  by  H.  B.  C.  NiUe,  Sixteenth  Ann.  Kept.  U.  S.  OeoL  Survey,  pt.  4, 1805,  p.  667. 
This  memoir  contains  a  valaable  bibliography.  Another  general  paper  upon  monazite,  thorite,  and  slrcon, 
by  P.  Truchot,  may  be  found  in  the  Revue  g6n.  scL,  vol.  9, 1888,  p.  145,  and,  translated  into  English,  in 
Chem.  News,  vol.  77,  pp.  135, 145. 

*  Am.  Jour.  Sci.,  4th  aer.,  vol.  4, 1897,  p.  63.  Also  in  Eighteenth  Ann.  Rept.  U.  S.  Oeol.  Survey,  pt.  3, 
1888,  p.  677.  On  monazite  sand  in  Queensland,  see  Bull.  Imperial  Inst.,  vol.  3,  1905,  p.  233;  and  in  the 
lialay  Peninsula,  idem,  vol.  4, 1906,  p.  301. 

»  See  O.  vom  Rath,  Neues  Jahrb.,  1887,  pt.  1,  p.  198;  E.  Mallard,  Bull.  Soc.  Min.,  vol.  13, 1890,  p.  172; 
P.  Gaubert,  idem,  vol.  27, 1904,  p.  242. 

*  See  also  A.  L.  Day  and  £.  S.  Shepherd  on  quarts  glass,  in  Science,  vol.  23, 1906,  p.  670.  They  found  that 
quarts  began  to  yaporixe  rapidly  at  about  the  temperature  of  melting  platinum— that  is,  between  1,700* 
and  l,750^ 

*  For  recent  discussions  upon  the  nature  of  chalcedony,  etc.,  see  A.  Michel  L6vy  and  E.  Munler- 
Cbahnas,  BuU.  Soc.  min.,  vol.  15, 1892,  p.  159;  and  F.  WaUerant,  idem,  vol.  20, 1897,  p.  52.  The  fibrous 
varieties,  quartzine  and  lutedte,  are  especially  consider^.  See  also  H.  Hein,  Neues  Jahrb.,  Beil.  Bd., 
vol.  25, 1908,  p.  182,  on  the  relation  of  fibrous  silica  to  quartz  anR  opal. 

*  Tor  details  conoomUig  syntheses  of  opal,  see  l*.  Bourgeois,  Reproduction  arttfldelle  des  mln^raux, 
1884,  p.  93. 
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fonned  by  the  action  of  the  waters  upon  an  ancient  Roman  cement.' 
The  precious  opal^  which  fills  seams  and  cavities  in  igneous  rocks, 
such  as  trachyte,  was  probably  formed  by  the  action  of  hot,  magmatic 
water  upon  the  silicates,  the  latter  being  first  decomposed  and  the 
liberated  siUca  being  deposited  in  the  hydrous  form. 

On  the  artificial  production  of  quartz  and  tridymite  there  have  been 
many  researches.  P.  Schafhautl*  simply  heated  a  solution  of  col- 
loidal silica  in  a  Papin  dijgester,  and  obtained  a  crystalline  deposit 
of  quartz.  H.  de  Senarmont*  heated  gelatinous  silica  with  water 
and  carbonic  acid,  sometimes  also  with  hydrochloric  acid,  at  tempera- 
tures of  from  200°  to  300**,  with  similar  results.  A.  Daubr6e  *  pro- 
duced quartz,  together  with  various  silicates,  by  the  action  of  silicon 
chloride  at  high  temperatures  upon  lime,  magnesia,  glucina,  or  alu- 
mina. He  also  obtained  quartz  by  heating  water  to  a  temperature 
below  redness  in  a  sealed  glass  tube;  ^  and  he  furthermore  observed 
its  deposition  from  the  waters  of  Plombi^res."  To  K.  Chrustschoff  ' 
we  are  indebted  for  a  series  of  experiments,  based  fundamentally 
upon  the  original  processes  of  Schafhautl  and  Senarmont.  He 
obtained  quartz  by  heating  an  aqueous  solution  of  colloidal  silica  to 
250®  for  several  months.  In  his  latest  research  he  added  hydro- 
fiuoborio  acid  to  his  solution  of  silica,  and  varied  the  temperature. 
At  180°  to  228°  he  obtained  regular  crystals,  resembling  the  form  of 
silica  known  as  cristobalite,  at  240°  to  300°  quartz  was  formed,  and  at 
310°  to  360°  tridymite.  C.  Friedel  and  E.  Sarasin^  produced  quartz 
by  heating,  in  a  steel  tube,  caustic  potash,  gelatinous  silica,  and 
amorphous  alumina  nearly  to  redness  during  fourteen  to  thirty-eight 
hours.  When  the  experiment  was  conducted  at  a  higher  tempera- 
ture they  obtained  tridymite  and  quartz  side  by  side.  W.  Bruhns,' 
upon  heating  powdered  glass  to  about  300°  under  pressure, 
with  a  weak  solution  of  anmionium  fluoride,  obtained  quartz;  when 
microcline  was  similarly  heated  with  hydrofluoric  acid  for  fifty-three 
hours,  tridymite  was  formed.  E.  Baur*®  claims  to  have  obtained 
quartz  and  tridymite  simultaneously,  as  did  Friedel  and  Sarasin, 
when  a  mixture  of  silica,  sodium  aluminate,  and  water  was  heated 
for  six  hours  to  520°  in  a  steel  bomb.  Both  species  and  also  a  soda 
feldspar  were  produced  by  J.  Konigsberger  and  W.  J.  Mtiller "  when 

>  See  A.  Daubrte,  "ttudes  synthdUques  de  gdologie  expArtmentale,  1879,  p.  180. 

*  Cited  by  L.  Bourgeois,  Reproduction  artifldelle  des  min6raux,  1884,  p.  80. 
s  Annales  chtm.  phys.,  3d  ser.,  vol.  32, 1861,  p.  142. 

*  Compt.  Rend.,  vol.  39, 1854,  p.  135. 

B  Etudes  synthdtiques  de  gfologie  expfirlmentale,  1879,  p.  158. 
<  Idem,  p.  175. 

7  Am.  Chemist,  vol.  3, 1873|  p.  281.  Compt.  Rend.,  vol.  104, 1887,  p.  a02.  Neues  Jahrb. ,  1807,  pt.  1,  p.  240, 
Referate. 

>  Bull.  Soc.  mln.,  vol.  2, 1879,  pp.  113, 158. 
«  Neues  Jahrb.,  188Q,  pt.  2,  p.  62. 

^  Zeltschr.  physikal.  Chemlo,  vol.  42, 1903,  p.  572.  Questioned  by  A.  L.  Day  and  E.  S.  Shepherd,  Am. 
Jour.  ScL,  4th  ser.,  vol.  22, 1906,  p.  276. 

12  Centralbl.  Min.,  Gool.  u.  Pal.,  1906,  pp.  339, 3^3.  The  authors  discuss  at  length  the  relations  between 
quarts  and  tridymite. 
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glass  was. heated  to  300^  and  upward  with  water  alone.  From  the 
filtered  and  slowly  cooled  solution  quartz  and  opal  were  deposited; 
the  tridymite  and  feldspar  were  found  in  the  decomposed  and  undis- 
solved residue.  Exceptionally  fine,  doubly  terminated,  and  clear 
crystals  of  quartz  were  obtained  by  E.  T.  Allen  ^  when  a  mixture  of 
magnesium  ammonium  chloride,  sodium  metasilicate,  and  water  was 
heated  at  400^  to  450^  during  three  days  in  a  steel  bomb. 

All  the  foregoing  experiments  relate  to  the  production  of  quartz 
and  tridymite  in  the  wet  way,  but  dry  methods  have  also  been  suc- 
cessfully employed.  R.  S.  Marsden '  reports  the  deposition  of  crystal- 
lized silica  from  solution  in  molten  silver,  but  the  first  definite  work 
upon  this  branch  of  the  subject  is  due  to  O.  Rose.*  He  fused  adularia 
with  microcosmic  salt,  and  amorphous  sUica  with  a  deficiency  of 
sodium  carbonate,  with  borax,  and  with  woUastonite,  and  in  each  case 
obtained  tridymite.  He  also  observed  the  transformation  of  quartz 
into  tridymite  by  simple  ignition,  whereas  upon  fusion  it  yielded  only 
a  glass.  K.  Chrustschoff  ^  by  fusing  a  rock  rich  in  quartz  also 
obtained  tridymite;  and  K.  B.  Schmutz,*  who  melted  together  a 
granite,  sodium  chloride,  and  sodiimi  tungstate,  found  plagioclase, 
augite,  and  tridymite  in  the  subsequently  cooled  mass.  H.  Schulze 
and  A.  Stelzner  *  found  tridymite  as  an  accidental  product  in  the 
mufile  of  a  zinc  furnace;  and  C.  Velain  ^  observed  it  with  anorthite  and 
woUastonite  in  the  glass  formed  by  the  ashes  of  wheat  and  oats  during 
the  combustion  of  a  grain  mill.  It  has  also  been  reported  by  A. 
Schwantke,"  as  produced  by  the  action  of  lightning  upon  a  roofing 
slate.  S.  Meunier  *  fused  silica,  caustic  potash,  and  aluminum 
fluoride  together,  and  obtained  tridymite.  P.  Hautefeuille"  heated 
amorphous  silica  with  sodium  or  lithium  tungstate  to  750**,  when 
quartz  was  formed;  but  at  temperatures  from  900°  to  1,000**  tridy- 
mite alone  appeared.  F.  Parmentier,"  repeating  this  experiment  with 
sodium  molybdate,  produced  both  quartz  and  tridymite,  and  so,  too, 
did  P.  Hautefeuille  and  J.  Margottet"  with  lithium  chloride  as  the 
flux. 

A.  Brun  "  has  transformed  quartz  glass  into  crystallized  quartz  by 
heating  it  in  the  vapors  of  alkaline  chlorides  to  a  temperature  between 
700**  and  750°.    Above  800°  aijd  below  1,000°  tridymite  is  formed. 

1  Cited  by  Day  and  Shepherd,  op.  dt.,  p.  207. 
s  Proc.  Roy.  Soc  Edfnborgh,  vol.  11, 1880,  p.  37. 

*  Ber.  Deatsch.  cbem.  GeselL,  vol.  2, 1860,  p.  888. 
« Neues  Jahrb.,  1887,  pt.  1,  p.  206. 

•Idem,  1807,  pt.  2,  p.  147. 

•Idem,  1881,  pt.1,  p.  145. 

f  Ball.  Soc.  mln.,  vol.  1, 1878,  p.  113. 

i  Centialbl.  Min.,  Oeol.  a.  PaL,  1004,  p.  87. 

•  Compt.  Rend.,  vol.  Ill,  1800,  p.  £00. 
M  Bull.  Soc.  min.,  vol.  1, 1878,  p.  1. 

•    u  Cited  by  L.  Bourgeois,  Reproduction  artlflcielln  da*  mindraoz,  1884,  p.  81. 
B  BoU.  Soc.  min.,  vol.  4, 1881,  p.  244. 
n  Arch.  scL  phys.  nat,  4th  ser.,  vol.  2S,  1006,  p.  610.   See  also  Vogt,  liin.  pet  liitt.,  toI.  25, 1006,  p.  406. 
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These  experiments  show  that  quartz  may  be  produced  without  the 
mtervention  of  water,  but  it  is  not  always  so  formed.  Quartz 
crystals  often  contain-  water  bubbles,  especially  in  pegmatites. 
RhyoUtic  quartz  may  perhaps  confonn  to  Bran's  observations. 

In  recent  years  several  investigations  have  been  reported  which 
had  for  their  purpose  the  determination  of  the  transition  point 
between  quartz  and  tridymite.  C.  Johns  ^  found  that  quartz  sand 
was  transformed  to  tridymite  at  1,500^,  and  suggested  that  the  true 
inversion  temperature  might  be  200°  lower.  P.  D.  Quensel  *  prepared 
both  minerals,  first  by  heating  a  mixture  of  oligoclase  and  quartz  with 
tungstic  oxide  and  later  from  amorphous  silica  and  the  same  flux. 
According  to  his  data,  quartz  formed  below  1,000°  and  tridymite 
above.  The  figures  obtained  by  A.  L.  Day  and  E.  S.  Shepherd  *  are, 
however,  much  more  precise.  They  found  that  quartz  is  the  unstable 
form  of  silica  at  all  temperatures  above  800°,  and  will  go  over  into 
tridymite  whenever  the  conditions  are  favorable.  On  the  other  hand, 
when  tridymite  is  fused  with  a  mixture  of  potassium  chloride  and 
Uthium  chloride,  quartz  begins  to  appear  at  about  750°.  When  quartz 
glass  was  devitrified  at  1,200°,  or  crystalline  quartz  was  heated  to 
the  same  temperature,  homogeneous  cristobahte  was  formed. 
According  to  E.  S.  Shepherd,  G.  A.  Kankin  and  F.  E.  Wright,*  cristo- 
bahte can  be  generated  in  pure  melts  of  silica. 

It  is  possible  to  go  even  farther  in  the  use  of  ''quartz  as  a  geologic 
thermometer,''  to  use  the  significant  expression  of  F.  E.  Wright  and 
E.  S.  Larsen.^  Quartz  exists  in  two  modifications,  which  differ  in 
their  optical  properties,  and  which  also  yield  different  etch  figures  on 
treatment  with  cold  hydrofluoric  acid.  One  of  these,  a  quartz, 
e^ts  only  below  575°;  above  that  temperature  it  passes  into  fi 
quartz,  the  change  being  reversible.  At  ordinary  temperatures  all 
quartz  is  a  quartz;  but  if  at  any  time  it  has  been  heated  above  575°, 
the  fact  is  recorded  in  its  structure  as  shown  by  its  etch  figures. 
Quartz,  therefore,  in  any  rock,  must  have  been  formed  below  800°, 
and  its  pecuUarities  indicate  whether  it  was  crystallized  below  or 
above  575°.  Vein  quartz,  and  the  quartz  of  some  pegmatites,  were 
formed  at  the  lower  range  of  temperature;  granitic  and  porphyry 
quartzes  in  the  higher  portion  of  the  scale. 

In  all  probability  quartz  and  tridymite  are  polymers  of  the  funda- 
mental molecule  SiO,.  Tridymite  is  the  lower,  less  complex  polymer, 
and  is  therefore  the  more  stable  at  high  temperatures.    The  syn- 

>  Geol.  Mag.,  1906,  p.  118, 

-  s  Centralbl.  Min.,  Geol.  a.  Pal.,  1900,  pp.  057,  728.  Quensel  puts  the  melting  point  of  tridymite  as  low 
as  l,fi60*  and  olaims  to  have  observed  incipient  fusion  at  l,fiOO*. 

>  Am.  Jour.  Sci.,  4th  ser.,  vol.  22, 1900,  p.  270.    Of.  also  O.  Stein,  Zeitschr.  anorg.  Chemie,  vol.  55, 1907, 
p.  159. 

« Am.  Jour.  Soi.,  4th  ser.,  vol.  28, 1900,  p.  298. 

B  Idem,  p.  421.    See  also  an  earlier  paper  by  O.  IfUgge,  Neues  Jahrb.,  Festband,  1907,  p.  181,  and  other 
memoincited  by  Wright  and  Laisen. 
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thetic  data  all  bear  out  this  conclusion  and  show  the  difficidtj  of 
preparing  pyrogenic  quartz  from  magmatic  mixtures.  J.  Moroze^ 
wicz  ^  has  shown  that  when  an  artificial  magma,  preferably  alumi- 
nous, is  supersaturated  with  sihca^  the  excess  of  the  latter  separates 
out  on  cooling,  partly  as  tridymite  and  partly  as  a  prismatic  modifi- 
cation which  has  not  been  further  examined.  A  hparite  magma, 
however,  containing  about  1  per  cent  of  tungstic  acid,  soUdifies  as  a 
mixture  of  quartz,  sanidine,  and  biotite.  The  function  of  the  tung- 
stic acid  seems  to  be  to  liberate  silica  at  the  lower  range  of  tempera- 
tures through  which  quartz  can  form,  while  at  higher  temperatures 
the  reverse  reaction  takes  place  and  sihca  is  reabsorbed.  These  con- 
clusions, as  stated  by  Morozewicz,  are  drawn  from  his  own  observa- 
tions, in  connection  with  the  experiments  by  Hautefeuille,  which 
have  already  been  cited.  The  formation  of  still  a  third,  prismatic 
modification  of  silica,  was  also  reported  by  Fouqufi  and  L6vy,*  who 
obtained  it  by  fusing  an  excess  of  silica  with  the  elements  of  augite, 
enstatite,  or  hypersthene. 

Next  to  the  feldspars,  quartz  is  the  most  abundant  mineral  in  the 
crust  of  the  earth.  Tridymite  is  rare.  From  a  discussion  of  about 
seven  hundred  analyses  of  igneous  rocks,  in  comparison  with  their 
mineralogical  characteristics,  quartz  appears  to  form  about  12  per 
cent  of  the  entire  Hthosphere.'  It  occurs  in  many  forms  and  asso- 
ciations— as  a  primary  mineral,  as  a  secondary  deposition,  as  a 
cementing  substance,  and  as  the  chief  constituent  of  quartzites  and 
sandstones.  Porphyritic  quartz  is  found  in  such  eruptives  as  quartz 
porphyry,  rhyoHte,  dacite,  etc.  Granitic  quartz,  which  is  massive, 
represents  the  youngest  secretion  in  granite,  syenite,  diorite,  etc., 
and  is  pecuUarly  rich  in  Uquid  or  gaseous  inclusions.  It  is  the  sur- 
plus of  siUca  left  over  after  the  bases  have  been  satisfied,  and,  being 
probably  less  in  amount  than  the  eutectic  ratio  demands,  it  remains 
in  solution  to  near  the  end  of  the  solidifying  process.  We  have 
already  noted  and  criticized  Vogt's  conclusions,*  to  the  effect  that 
micropegmatite  is  a  true  eutectic  mixture  of  feldspar  and  quartz, 
containing  about  25  per  cent  of  the  latter  mineral;  and  the  glass  base 
or  groundmass  of  many  rocks  has  similar  composition.  It  is  easy  to 
understand  from  a  consideration  of  the  synthetic  experiments  why 
silica  should  form  glass  during  the  soUdification  of  a  magma,  but 
the  generation  of  quartz  is  a  less  simple  matter.  Lavas  begin  to 
soHdify  at  temperatures  above  the  transition  point  of  quartz,  and 
the  development  of  the  latter  in  such  a  rock  as  rhyoHte  is  probably 
a  result  of  very  slow  cooling,  or  even  supercooling.  That  is,  the 
temperature  of  the  cooling  mass  is  probably  held  for  a  long  time  just 
below  the  transition  point,  so  that  quartz  forms  instead  of  tridymite. 

I  Min.  pet.  Mitt.,  vol.  18, 1898,  pp.  158-166. 

*  Synthtee  des  mindraiiz  et  des  rocbes,  pp.  88, 89. 

*  F.  W.  Clarke,  BulL  U.  S.  Oeol.  Survey  No.  228, 1904,  pp.  19, 20. 

*  See  p.  288,  ante. 
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The  formation  of  quartz,  especially  in  plutonic  rocks,  is  possibly  also 
conditioned  by  pressure,  and  it  is  likely  that  magmatic  water,  by 
reducing  the  temperature  of  fusion,  may  aid  in  its  deposition.  Under 
great  pressure  the  denser  quartz  should  tend  to  form  rather  than 
tridymite.  The  latter  mineral  is  characteristic  of  volcanic  rocks, 
especially  of  rhyolite,  trachyte,  and  andesite.  The  occurrence  of 
tridymite  in  Mont  Pel6e  has  been  especially  studied  by  A.  Lacroix.^ 
Hocks  collected  soon  after  the  eruptions  contained  none  of  this  min- 
eral, which  began  to  appear  about  six  months  later.  Lacroix  there- 
fore regards  tridymite  not  as  an  inmiediate  crystallization  from  the 
magma,  but  as  having  been  formed,  after  coohng,  by  the  action  of 
magmatic  gases  on  the  andesitic  paste.  In  recent  lavas  quartz 
occurs  but  rarely.  In  some  cases,  however,  quartz  has  been  observed 
in  basalts — that  is,  in  rocks  which  are  capable  of  assimilating,  as  sili- 
cates, more  silica  than  they  contain — ^but  in  most  instances  this 
quartz  is  regarded  as  foreign  and  representing  accidental  inclusions. 
There  are  quartz  basalts,  however,  in  which  the  quartz  appears  to  be 
an  original  and  early  secretion  from  the  magma,  and  these  examples 
are  not  easy  to  explain.  In  fact,  no  final  explanation  of  them  has 
yet  been  proposed.^  The  dissociation  hypothesis,  offered  in  the  pre- 
ceding chapter  to  account  for  the  coexistence  of  quartz  and  mag- 
netite, has  perhaps  the  maximum  of  probability. 

Secondary  quartz  may  be  produced  by  several  processes.  Certain 
hydrous  silicates,  like  talc  and  pectolite,  are  broken  down  by  mere 
ignition,  with  liberation  of  free  silica.  Possibly  this  fact  may  have 
some  bearing  upon  the  formation  of  quartz  as  a  contact  mineral. 
Most  siUcates  are  decomposable  by  percolating  waters,  and  we  have 
already  seen  that  silica,  in  a  greater  or  less  amount,  is  almost  invari- 
ably present  in  springs  and  rivers.  Silica  so  dissolved  is  redeposited 
by  evaporation  as  opal,  but  when  alkaUes  are  present,  according  to 
G.  Spezia,'  quartz  is  formed.  Spezia  also  observed  that  when  opal 
was  heated  with  a  solution  of  an  alkaline  silicate  it  was  transformed 
into  an  aggregate  of  quartz  crystals.  At  high  temperatures  a  dilute 
solution  of  sodium  silicate  dissolves  quartz  to  some  extent,  but  the 
latter  is  redeposited  at  lower  temperatures.*  A  6  per  cent  solution  of 
borax,  under  pressure  and  at  290°  to  315°,  attacks  quartz  strongly, 
but  at  12°  to  16°,  even  imder  very  great  pressure,  no  solution  was 
noted.^    These  experiments  by  Spezia  shed  much  light  upon  the 

1  Boll.  Soo.  min.,  vol.  28, 1905,  p.  56.  See  also  Lacroiz  on  tridymite  lh>m  Vesuvius,  idem,  vol.  31, 1906, 
p.  323. 

s  See  J.  P.  Iddlni^,  BuU.  U.  S.  Geol.  Survey  No.  e6, 1800,  and  Am.  Jour.  ScL,  3d  ser.,  voL  36, 1888,  p.  206, 
on  quartebawlts  from  New  Mexico;  and  J.  S.  DiUer,  BulL  U.  8.  QeoL  Survey  No.  70, 1801,  on  quarti  basalts 
from  Califorma.  Also  a  note  by  DiUer,  in  8cien<»,  1st  ser.,  vol.  13, 1880,  p.  232,  on  porpliyritic  quarts  in 
eruptive  rocks.  In  Bull.  No.  70  Dffler  cites  many  references  to  similar  rocks  from  other  localities.  Iddings 
discusses  at  some  length  the  possible  origin  of  the  quarts,  but  readies  no  certain  conclusions. 

•Jour.  Cbem.  Soo.,  vol.  76,  pt,  2, 1800,  p.  800. 

*  Idem,  vol.  78,  pt.  2, 1900,  p.  895. 

B  Idem,  vol.  80,  pt.  3, 1901,  p.  605.  For  Specia's  original  papers,  of  which  these  notes  are  abstracts,  see 
Atti  Accad.  Torino,  vol.  81, 1896,  p.  196;  vol.  88»  18BB,  pp.  289,  876;  vol.  86, 1900,  p.  7A0;  and  vol.  86»  1900- 
1901,  j>.  681. 
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deposition  of  opal  or  quartz  as  a  cementing  material.  There  is  also  a 
suggestive  experiment  reported  by  Ramsay  and  Hunter,*  who  heated 
amorphous  silica  with  water  to  200®  in  a  sealed  tube.  In  two  days 
the  silica  had  caked  together  to  a  granular  mass  of  glass.  The  quartz 
crystals  which  line  cavities  in  chalcedony  or  wood  opal  may  have  been 
formed  by  the  action  of  alkaline  silicates  upon  the  last-named  min- 
eral. Much  has  been  written  upon  the  solubility  of  quartz,  and  the 
corrosion  of  quartz  pebbles  has  repeatedly  been  noted.'  Quartz  may 
be  dissolved  and  replaced  by  pseudomorphs  of  other  minerals,  and 
silicates  are  often  decomposed  by  percolating  waters,  yielding  pseu- 
domorphs of  quartz.  Geological  literature  contains  innumerable 
references  to  replacements  of  this  order. 

THE  FEIjDSPARS. 

Orthodase. — ^Monoclinic.  Composition,  KAlSijOg.  Molecular  weight, 
279.4.  Specific  gravity,  2.56.  Molecular  volume,  109.1.  Colorless, 
often  reddish  or  yellowish,  sometimes  gray  or  green.  Hardness, 
6  to  6.5. 

Microdine. — ^Triclinic.  Composition,  specific  gravity,  hardness, 
etc.,  like  orthoclase. 

Albite. — ^Triclinic.  Composition,  NaAlSigOg.  Molecular  weight, 
263.3.  Specific  gravity,  2.605.  Molecular  volume,  101.1.  Colors  as 
in  orthoclase,  commonly  white.     Hardness,  6  to  6.5. 

Anorthoddse. — ^Triclinic.  Intermediate  in  composition  between 
albite  and  microcline. 

Anorthite. — ^Triclinic.  Composition,  CaAljSiaOg.  Molecular  weight, 
279.1.  Specific  gravity,  2.765.  Molecular  volume,  100.9.  Fuses  at 
1,542°.     Color,  white,  grayish,  reddish.     Hardness,  6  to  6.5. 

There  are  several  minor  additions  to  be  made  to  this  list.  A 
monoclinic  equivalent  of  albite  appears  to  occur  as  an  admixture  in 
many  examples  of  orthoclase,  and  sometimes  is  in  excess  of  the  potas- 
sium compound.  According  to  P.  Barbier  and  A.  Prost  *  this  soda 
orthoclase  is  very  nearly  represented  by  a  supposed  albite  from 
Kragero,  Norway.  Similarly,  sodium  may  replace  calcium  in  anor- 
thite, forming  a  triclinic  isomer  of  nephelite,  with  the  formula 
NaaAljSiaOg.  This  compound  has  been  prepared  synthetically,  and 
also  identified  by  H.  S.  Washington  and  F.  E.  Wright*  as  a  constit- 
uent of  a  feldspar  from  the  Island  of  Linosa,  east  of  Tunis.     For  the 

iRept  British  Aasoo.  Adv.  Scl.,  1882,  p.  239. 

"See  C.  W.  Hayes,  Bull.  Oeol.  Soc.  America,  vol.  8,  1896,  p.  213;  M.  L.  Puller,  Jour.  Geology,  vol.  10, 
1902,  p.  815;  and  C.  H.  Smyth,  Am.  Jour.  Scl.,  4th  ser.,  vol.  19, 1905,  p.  277.  On  the  chemical  reactivity  of 
quartz,  due  to  Its  solubility,  see  F.  Rinne,  Centralbl.  Min.,  Oeol.  u.  Pal.,  1904,  p.  333.  On  the  solubility 
of  quartz  in  alkaline  solutions,  as  conditioned  by  the  fineness  of  its  subdivision,  see  G.  Lunge  and  C.  ICiU- 
berg,  Zeitschr.  angew.  Chemle,  1897,  p.  393. 

«Bull.  Soo.  chhn.,  4th  ser.,  vol.  3, 1908,  p.  804.  W.  T.  Schaller  (Am.  Jour.  Sci.,  4th  ser.,  vol.  30, 1010,  p. 
368)  propoflos  to  name  this  soda  orthoclase  barbierite. 

«Am.  Jour.  Sci.,  4th  ser.,  vol.  20, 1910,  p.  62. 
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sodium  anorthite  itself  they  propose  the  name  camegielite,  and  for 
the  mixed  feldspar  in  which  it  is  associated  with  albite  and  anorthite, 
the  name  anemousite. 

The  mineral  celsian  may  be  a  barium  anorthite,  BaAlSisO,.  Hyal- 
ophane  is  another  barium  feldspar,  which,  however,  is  monoclinic, 
and  appears  to  be  a  mixture  of  a  salt  like  celsian  with  orthoclase. 
Traces  of  barium  are  often  found  in  feldspars. 

Albite  and  anorthite  form  the  extreme  ends  of  a  series  of  minerab 
known  as  the  plagioclase  feldspars.  Several  stages  of  mixture  in 
this  series  have  received  distinctive  names,  as  shown  below.  The 
symbols  Ab  and  An  represent  albite  and  anorthite  respectively. 

Oligoclase AbsAii|  to  Ab,Ani. 

Andesine AbjAni  to  Ab^Ani. 

Labradorite AbjAni  to  Ab^Ang. 

Bytownite AbjAn,  to  AbjAiie. 

These  feldspars  are  generally  regarded  as  isomorphous  mixtures 
of  the  two  end  species;  but  some  authorities  consider  them  as  repre- 
senting definite  compounds,  which,  in  their  turn,  may  commingle 
isomorphously  in  any  proportion.*  On  purely  chemical  grounds,  the 
prevalent  opinion  is  the  more  probable,  and  the  observations  of  A.  L. 
Day  and  E.  T.  Allen  *  upon  the  melting  points  of  the  feldspars  sup- 
port this  conclusion.     Their  data  are  as  follows: 

Melting  points  of/eldspara, 

•C.  •C. 


Anorthite 1, 642 

AbiAnj 1,500 

AbjAn, 1,463 


AbiAni 1,419 

AbjjAni 1, 367 

AbgAiii 1,340 


These  figures  give  a  regular  curve,  but  from  this  point  on  to  the 
albite  molecule  the  mixtures  become  too  viscous  to  admit  of  good 
melting-point  measurements.  It  should  be  noted  that  the  observa- 
tions were  made  upon  artificial  preparations  of  great  purity. 

Of  all  the  feldspars  anorthite  is  the  one  most  easily  made  pyro- 
genically.  In  the  investigation  by  Day  and  Allen  just  cited  it  was 
prepared  without  difficulty  by  simply  fusing  its  constituent  oxides 
together;  and  this  observation  is  in  accord  with  the  results  obtained 
by  previous  experimenters.  J.  H.  L.  Vogt  •  observed  its  formation  in 
slags,  and  J.  Morozewicz*  repeatedly  obtained  feldspars  varying 
from  labradorite  to  nearly  pure  anorthite  in  his  experiments  with 
artificial  magmas.  Fouqu6  and  L6vy*  obtained  anorthite  directly 
from  its  constituents;  and  S.  Meunier,*  upon  fusing  silica,  lime,  and 
aluminum  fluoride  together,  found  sillimanite,  tridymite,  and  anor- 

1  See  for  example  W.  Tarassonko,  Zeitschr.  Kryst.  Mln.,  vol.  36, 1902,  p.  182. 
«  Am.  Jour.  Sci.,  4th  ser.,  vol.  19, 1905,  p.  93. 
>  Mineralblldmig  In  Schmelzmassen,  p.  181. 
«  Min.  pet.  Mitt.,  vol.  18, 1898,  p.  156. 

•  Synthtee  des  mindraox  et  des  roches,  p.  138. 

•  Compt  Rend.,  vol.  Ill,  1890,  p.  509. 
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thite  in  the  resultant  mass.  Anorthite  is  also  formed  by  the  breaking 
down  of  other  more  complex  silicates.  A.  Des  Cloizeaux,*  by  fusing 
garnet  and  vesuvianite,  obtained  crystals  which  Fouqufi  and  L6vy 
identified  as  anorthite;  and  similar  results  are  reported,  with  much 
more  detail,  by  C.  Doelter  and  E.  Hussak.'  Doelter*  also  found 
anorthite  among  the  products  formed  by  .fusing  epidote,  axinite,  chab- 
azite,  and  scolecite.  Finally,  C.  and  G.  Friedel  *  prepared  anorthite 
in  the  wet  way  by  heating  muscovite  with  Ume,  calcium  chloride,  and 
a  little  water  to  500^  in  a  steel  tube.  Feldspars  analogous  to  anor- 
thite, oligoclase,  and  labradorite,  but  containing  strontium,  barium, 
or  lead  in  place  of  calcium,  were  also  obtained  by  Fouqufi  and  L6vy* 
when  mixtures  of  silica,  alumina,  sodium  carbonate,  and  the  proper 
monoxide  were  heated  together  to  temperatures  a  Uttle  below  the 
point  of  fusion.  Flagioclase  feldspars  containing  potassium  have 
been  made  synthetically  by  E.  Dittler.' 

All  attempts  to  prepare  the  alkali  feldspars  by  dry  fusion  have 
failed.  Whether  the  constituent  substances  are  taken  or  the  natural 
minerals  themselves  are  fused,  the  product  is  always  a  glass,  without 
any  distinct  evidences  of  crystallization.  Ancfrthite,  as  we  have  seen, 
crystallizes  easily,  and  the  intermediate  feldspars,  which  form  with- 
out difficulty  near  the  anorthite  end  of  the  series,  become  more  and 
more  unmanageable  as  we  approach  albite.  This  fact  was  observed 
by  Fouqu6  and  L6vy  ^  and  corroborated  by  Day  and  Allen,  the  latter 
having  also  shown  that  the  viscosity  of  the  alkaline  compounds 
impedes  their  crystallization,  at  least  within  any  reasonable  time 
which  can  be  allowed  for  a  laboratory  experiment.  Albite,  however, 
may  be  recrystallized,  as  J.  LenardiC'  has  shown,  when  it  is  fused 
with  half  its  weight  of  magnetite.  The  mixture  forms  a  mobile  liquid 
ia  which  crystallization  can  take  place.  Other  substances  also  render 
crystallization  possible.  P.  Hautefeuille®  heated  an  alkaline  alumo- 
silicate  of  sodium  to  900-1,000°  with  tungstic  acid  and  obtained 
albite.  A  similar  experiment  with  a  potassium  alumosilicate  yielded 
orthoclase,^®  and  a  mixture  of  silica,  alumina,  and  acid  potassium 
tungstate  gave  the  same  result.  By  heating  a  potassium  alumo- 
silicate mixture  with  alkaline  phosphates  to  which  an  alkaline  fluoride 
had  been  added,  Hautef euille  ^*  produced  both  quartz  and  orthoclase, 
and  a  potassium  feldspar  was  also  obtained  by  Doelter"  when  a 

1  Manuel  de  mlii6ralogle,  vol.  1, 1862,  pp.  277,  643. 
s  NeoM  Jabrb.,  1884,  pt.  1,  p.  158. 

•  Idem,  1897,  pt.  1,  p.  1 ;  Allgem.  chem.  Mlneralogie,  p.  183. 
« Compt.  Rend.,  vol.  110, 1890,  p.  1170. 

•  Bynihbae  des  minfimoz  et  des  roches,  p.  146. 

•  Min.  pet  Mitt,  vol.  29, 1910,  p.  273. 

'  Synthtee  des  mlnfiraiix  et  des  roches,  pp.  141-145. 

•  Centralbl.  Min.,  Oeol.  u.  Fal.,  1903,  p.  706. 

•  Compt  Rend.,  vol.  84, 1877,  p.  1301. 
«« Idem,  vol.  86, 1877,  p.  952. 

u  Idem,  vol.  90, 1880,  p.  830. 
^  Neoes  Jahrb.,  1807,  pt  1,  p.  1. 
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mixture  corresponding  to  EIAlSi04  was  fused  with  potassium  fluoride 
and  silicofluoride.  How  these  extraneous  substances  act  is  not  clear. 
Day  and  Allen,*  repeating  a  part  of  Hautefeuille's  work,  heated  a 
powdered  albite  glass  with  sodium  tungstate  and  succeeded  in  bring- 
ing about  a  crystallization.  The  fragments  of  glass,  however^ 
became  crystalline  without  change  of  form  and  their  outlines  were 
unaltered — that  is,  the  transformation  from  the  vitreous  to  the 
crystalline  modification  took  place  without  solution  of  the  material. 
The  mechanism  of  this  reaction  is  quite  unexplained. 

By  hydrochemical  means  the  alkaU  feldspars  are  more  easily  pre- 
pared. C.  Friedel  and  E.  Sarasin*  heated  gelatinous  silica,  pre- 
cipitated alumina,  and  caustic  potash  together,  with  a  little  water,  to 
dull  redness  in  a  steel  tube.  Quartz  and  orthoclase  were  produced. 
In  a  later  investigation'  they  heated  a  mixture  having  the  composi- 
tion of  albite,  with  an  excess  of  sodium  siUcate,  to  about  500^  and 
obtained  albite.  The  same  process,  essentially,  was  followed  by  K. 
ChrustschofT/  who  heated  an  aqueous  solution  of  dialyzed  silica  with 
a  Uttle  alumina  and  caustic  potash  to  300^  during  several  months, 
when  quartz  and  orthoclase  formed.  C.  and  G.  Friedel*  also  pre- 
pared orthoclase  by  heating  muscovite  with  potassium  siUcate  and 
water  to  500°.  In  a  series  of  experiments  in  which  amorphous  silica 
was  heated  with  potassium  or  sodium  aJuminate  and  water  to  520° 
in  a  steel  bomb  E.  Baur*  determined  the  conditions  under  which 
quartz  alone,  feldspar  alone,  or  both  together,  could  form.  When 
the  siUca  was  in  excess,  quartz  appeared;  with  silica  and  the  alumi- 
nate  in  nearly  equal  proportions,  both  minerals  crystallized;  when 
the  aliuninate  preponderated  in  the  mixture,  only  feldspar  formed. 

The  feldspars  are  by  far  the  most  abimdant  of  all  the  minerals  and 
form  nearly  60  per  cent  of  the  material  contained  in  the  igneous 
rocks.^  Among  the  latter  only  the  pyroxenites,  peridotites,  leucitites, 
and  nephelinites  contain  no  feldspars,  or  at  most  contain  them  in 
quite  subordinate  quantities.  The  monochnic  alkali  feldspars  are 
especially  characteristic  of  the  more  siliceous  plutonic  rocks,  although 
they  also  occur  in  many  eruptives  and  in  metamorphic  schists.  In 
granite,  for  example,  orthoclase,  quartz,  and  muscovite  are  the  con- 
spicuous minerals.  Albite  is  also  found  under  similar  conditions. 
In  the  less  sihceous  rocks,  such  as  gabbro  or  basalt,  the  plagioclases 
are  more  abundant,  and  the  feldspars  approach  anorthite  in  compo- 
sition as  the  proportion  of  silica  in  a  magma  decreases.    This  state- 

>  Am.  Jour.  ScL,  4th  ser.,  vol.  19, 1906,  p.  117. 
t  Compt.  Rend.,  vol.  93, 1881,  p.  1374. 

>  Idem,  vol.  97, 1883,  p.  290. 
« Idem,  vol.  104, 1887,  p.  602. 
» Idem,  vol.  110, 1890,  p.  1170. 

•  Zeitschr.  phy^kal.  Chemie,  vol.  42, 1903,  p.  £07.    The  paper  is  iUostntBd  1^  diagnons  tMsed  upon  the 
phase  rule. 

>  See  F.  W.  Clarke,  BuU.  U.  S.  Oeol.  Survey  No.  228, 1904,  p.  aX 
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ment,  however,  must  be  construed  as  indicating  a  tendency,  not  as 
the  formulation  of  a  distinct  rule.  The  more  siUceous  rocks  contain 
preferably  the  more  siliceous  feldspars,  and  vice  versa.  Anorthite 
has  also  been  repeatedly  observed  in  meteorites,  and  it  is  not  uncom- 
mon as  a  contact  mineral  in  limestones.^  Orthoclase,  probably  of 
aqueous  origin,  sometimes  occurs  as  a  gangue  mineral  in  metalliferous 
fissiure  veins.* 

The  feldspars  are  all  highly  alterable  minerals  and  their  altera- 
tion products  are  both  numerous  and  important.  They  are  attacked 
by  water  alone,  more  so  by  water  containing  carbon  dioxide,  and  still 
more  vigorously  by  acid  waters,  such  as  issue  from  volcanic  vents  or 
are  formed  by  the  oxidation  of  sulphides.  Alkaline  solutions  also 
exert  a  powerful  decomposing  action  upon  this  group  of  siUcates. 
Among  the  many  experiments  relative  to  this  class  of  reactions  those 
of  A.  Daubr6e  '  are  perhaps  the  most  classic.  Fragments  of  ortho- 
clase were  agitated  with  water  alone  by  revolution  in  a  cylinder  of 
iron  during  192  horn's.  From  5  kilograms  of  the  feldspar  12.6  grams 
of  K3O  were  thus  extracted  and  found  in  the  filtered  solution. 
To  water  charged  with  carbon  dioxide  2  kilograms  of  orthoclase, 
after  ten  days  of  agitation,  yielded  0.27  gram  of  K3O,  with  0.75 
gram  of  free  sihca.  With  alkaline  solutions,  especially  at  elevated 
temperatures  and  under  pressure,  the  changes  are  even  more  striking, 
as  shown  by  J.  Lemberg's  investigations.*  Labradorite,  heated  324 
hours  to  215°  with  a  sodium  carbonate  solution,  yielded  cancrinite. 
Other  feldspars,  similarly  treated,  but  with  variations  in  detail,  were 
transformed  into  analcite.  With  glasses  formed  by  the  fusion  of 
feldspars,  and  with  potassium  carbonate,  zeolites  of  the  chabazite  and 
phiUipsite  series  were  produced. 

The  end  products  of  the  alteration  of  feldspars  are  commonly 
kaolinite  and  quartz.  Other  hydrous  silicates  of  alumina  are  prob- 
ably also  formed.  When  the  alkaUes  have  not  been  wholly  withdrawn 
muscovite  is  a  common  alteration  product.  Many  of  the  zeoUtes  are 
generally  interpreted  as  hydrated  feldspars,  those  which  contain  lime 
having  been  derived  from  plagioclase.  From  anorthite  calcite  may 
be  formed.  ScapoUtes,*  epidote,  and  zoisite  are  also  not  uncommon 
derivatives  of  feldspars.  Finally,  by  substitution  of  bases,  one  feld- 
spar may  pass  into  another,  as  in  the  alteration  of  orthoclase  into 
albite.» 

1  For  example,  crystals  of  anorthite  oocar  with  epidote  in  the  limestone  of  Pbipsbarg,  Maine,  and  also 
with  garnet,  scapolite,  etc.,  at  Raymond,  Maine.  See  Bull.  U.  8.  Geol.  Survey  No.  113, 1803,  p.  110,  and 
Bnll.  No.  167, 1900,  p.  60.  C.  H.  Warren  (Am.  Jour.  Sci.,  4th  ser.,  vol.  11, 1901,  p.  360)  describes  crystals 
of  anorthite  horn,  the  limestone  of  Franklin,  New  Jersey,  near  its  contact  with  granite. 

>  W.  Lindgren  (Am.  Jour.  Bci.,  4th  ser.,  vol.  5, 1898,  p.  418)  has  described  an  occurrence  of  this  kind  near 
Silver  City,  Idaho.    He  gives  a  number  of  references  to  other  localities. 

•  Etudes  synthdtiques  de  gfologie  expMmentale,  1879,  pp.  36a-275. 

*  Zeitschr.  Deutsch.  geol.  OeTSll.,  vol.  39, 1887,  p.  559. 

>  See  J.  W.  Judd,  Mlneralog.  Mag.,  vol.  8, 1880,  p.  186,  on  the  alteration  of  plagioclase  into  scapollte. 
I  For  an  example  of  this  kind  see  F.  A.  Genth,  Proo.  Am.  PhUoe.  Soc,  vol.  20, 1882,  p.  392. 
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UBUCITE  AND  ANAIiCITE. 

Leucite. — ^Isometric.  Composition,  KAlSiaO,.  Molecular  weight, 
219.  Specific  gravity,  2.5.  Molecular  volume,  87.6.  Color,  white  to 
gray.     Hardness,  5.5  to  6.    Fuses  at  about  1,420*^. 

AnalcUe, — ^Isometric.  Composition,  NaAlSijO^-HaO.  Molecular 
weight,  220.9.  Specific  gravity,  2.25.  Molecular  volume,  98.2. 
Colorless  or  white,  sometimes  tinted  by  impurities.  Hardness,  5  to 
5.5. 

Although  leucite  and  analcite  are  widely  separated  in  mineralogical 
classification,  one  being  placed  near  the  feldspars  and  the  other 
among  the  zeoUtes,  they  belong  chemically  together.  They  are  simi- 
lar in  form  and  ii^  composition,  and  are  connected  by  so  many  rela^ 
tions  that  they  can  not  be  adequately  studied  apart.  Analcite,  to  be 
sure,  differs  from  leucite  in  respect  to  hydration,  but  G.  Friedel  *  has 
shown  that  its  water  is  not  a  part  of  the  essential  crystalline  molecule. 
When  heated  in  sealed  tubes  with  dissociating  ammonium  chloride, 
leucite  and  analcite  both  yield  the  same  ammonium  derivative,* 
NH^AlSijO,.  Furthermore,  as  the  experiments  of  J.  Lemberg  '  and 
S.  J.  Thugutt*  have  shown,  the  two  species  are  easily  convertible,  the 
one  into  the  other.  When  leucite  is  heated  to  180-195**  with  a  solu- 
tion of  sodium  chloride  or  sodium  carbonate,  analcite  is  formed. 
Analcite,  similarly  treated  with  potassium  salts,  is  converted  into 
leucite. 

Leucite  and  analcite  are  both  easily  prepared  synthetically. 
Leucite  can  be  formed  by  simply  fusing  together  its  constituent 
oxides,  and  cooling  the  mass  slowly.  This  process  was  followed  by 
Fouqufi  and  L6vy,*  who  also  formed  leucite,  with  other  minerals,  from 
various  artificial  magmas.*  By  fusion  of  its  constituents  with  potas- 
sium vanadate,  P.  Hautef euUle  ^  obtained  measurable  crystals  of 
leucite.  The  same  result  followed  the  fusion  of  muscovite  with  potas- 
sium vanadate.  Syntheses  of  leucite  by  indirect  methods,  with  the 
intervention  of  fluorides  or  of  silicon  chloride,  have  also  been  effect-ed 
by  S.  Meunier  *  and  A.  Duboin.*  C.  Doelter,*®  by  fusing  a  mixture 
equivalent  to  Al20s+2Si02  with  sodium  fluoride,  prepared  a  soda 
leucite,  NaAlSiaO^. 

When  microcline  and  biotite  are  fused  together,  leucite  appears 
among  the  products;  "  and  Doelter  "  found  that  it  was  formed  when 

1  Bull.  Soc.  mln.,  vol.  19, 1896»  p.  863. 

«  F.  W.  Clarke  and  O.  Steiger,  BuU.  U.  8.  Oeol.  Survey  No.  207, 1902. 

s  Zeitschr.  Deutsch.  geol.  Oesell.,  vol.  28, 1876,  pp.  537  et  eeq. 

«  Mineralchemteche  Studlen,  Ddrpat,  1901,  pp.  100, 101. 

>  Syntb^  dee  mln^raux  et  dee  rochee,  p.  153. 

•  Bull.  Sob.  min.,  vol.  2, 1879,  p.  Ill;  vol.  3, 1880,  p.  118. 

'  Cited  by  L.  Bourgeois,  Reproduction  artiftdelle  dee  mindraux,  p.  130. 
■Compt.  Rend.,  vol.  90, 1880,  p.  1009;  vol.  Ill,  1890,  p.  609. 

•  Idem,  vol.  114, 1892,  p.  1361. 
wNeuee  Jahrb.,  1897,  pt.  1,  p.  1. 

ti  Fouqu6  and  Ldvy,  Synthtee  dee  minfiraux  et  des  rochee,  p.  77, 
uLocdt 


Digitized  by  VnOOQ IC 


BOCK-FORMING  MINBBALS.  -  351 

muscovite,  lepidolite;  or  zinnwaldite  was  fused  alone.  It  was  also 
produced  hydrochemically  by  C.  and  Q.  Friedel  ^  when  muscovite  was 
heated  to  500^  in  a  steel  tube  with  silica  and  a  solution  of  potassium 
hydroxide. 

The  syntheses  of  analcite  have  all  been  effected  under  pressure,  and 
in  the  wet  way.  A.  de  Schulten '  heated  sodium  silicate,  caustic  soda, 
and  water,  in  contact  with  aluminous  glass,  at  a  temperature  of  180° 
to  190°.  He  also  produced  analcite  by  heating  a  solution  of  sodium 
silicate  with  sodium  aluminate,  in  proper  proportions,  to  180°  for 
eighteen  hours.'  C.  Friedel  and  E.  Sarasin  *  prepared  analcite  by 
heating  precipitated  aluminum  siUcate  with  sodium  sihcate  and  water 
to  500°  in  a  sealed  tube.  J.  Lemberg  ^  derived  analcite  from  andesine 
and  oligoclase  by  prolonged  heating  with  sodium  carbonate  solutions 
at  2 10°  to  220°.  These  transformations  illustrate  the  ready  formation 
of  analcite  as  a  secondary  mineral.  They  are  not,  however,  all  strictly 
similar.  Analcite  derived  from  leucite  can  be  transformed  into  leucite 
again,  as  we  have  already  seen;  but  according  to  S.  J.  Thugutt  •  the 
reaction  with  andesine  is  not  reversible.  The  two  alterations,  there- 
fore, are  chemically  unlike.  Analcite  may  also  be  generated  by  alter- 
ation from  elseolite  and  aegirite.'  When  formed  with  other  zeoUtes, 
it  is  the  earhest  one  to  appear. 

Leucite  is  a  mineral  characteristic  of  many  recent  lavas,  but  not 
found  in  the  abyssal  rocks.  Its  absence  from  the  latter  and  older 
depositions  may  be  due  to  its  easy  alteration  into  other  species;  but 
such  an  explanation  is  of  course  only  tentative.  Its  formation  takes 
place  only  when  the  potassium  of  a  magma  is  in  excess  over  the 
amount  required  to  form  feldspars.  When  the  excess  is  small,  leucite 
and  feldspar  may  both  appear;  when  it  is  large  enough,  leucite  alone 
forms.  Comparatively  speaking,  it  is  rather  a  rare  mineral;  a  fact 
which  is  possibly  explained  by  some  observations  of  A.  Lagorio.*  In 
an  artificial  leucite-tephrite  magna,  kept  at  a  red  heat,  the  difficulty 
fusible  leucite  crystallizes  out.  If,  then,  the  temperature  is  raised, 
the  mineral  redissolves;  if  lowered,  the  mass  becomes  so  viscous  that 
the  crystallization  of  leucite  ceases.  In  brief,  the  formation  of  leucite 
seems  to  be  possible  only  through  a  very  narrow  range  of  temper- 
atures, and  the  favorable  conditions  do  not  often  occur.® 

Analcite  is  most  frequently  found  as  a  secondary  mineral,  the  prod- 
uct of  zeolitization;  and  until  recent  years  it  was  supposed  to  have 

1  Compt.  Rend.,  vol.  110, 1890,  p.  1170. 

>Idein,  Yol.  90, 1880,  p.  1493;  BuU.  Soc.  min.,  vol.  3, 1880/ p.  IfiO. 

•Compt.  Rend.,  vol.  04, 1882,  p.  96. 

4  Idem,  vol.  07, 1883,  p.  290. 

•Zeltsolir.  Deutsch.  gaol.  Oeaell.,  vol.  39, 1887,  p.  559. 

•  Neues  Jtitirb.,  BeU.  Bd.  0, 1804-95,  p.  604. 

'  See  W.  C.  BrOgger,  Zeitschr.  Kryst.  Min.,  vol.  16, 1890,  pp.  223, 333. 

•  Zeitschr.  Xryst.  Min.,  voL  24, 1896,  p.  203. 

•  On  the  formatkni  of  leucite  in  igneous  rocks,  see  H.  S.  Washington,  Jour,  Geology,  vol.  15,  1907,  pp. 
257,367. 
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no  other  origin.  It  was  often  noted  in  eruptive  rocks,  but  it  was 
supposed  to  be  always  the  result  of  alteration.  It  is  now  generally 
recognized,  however,  that  analcite  may  occur  as  an  original  pyrogenic 
mineral;  but,  being  a  hydrated  species,  it  can  so  appear  only  in 
deep-seated  rocks,  where  it  has  been  formed  under  pressure.  W.  Lind- 
gren,^  for  example,  identified  it  in  the  sodalite  syenite  of  Square 
Butte,  Montana.  In  certain  rocks  analcite  has  probably  been  erro- 
neously identified  as  glass;  for  instance,  in  the  monchiquites,  which 
L.  Y.  Pirsson  ^  interprets  as  analcite  basalts  equivalent  to  the  similar 
leucite  lavas.  W.  Cross,'  has  described  an  analcite  basalt  from 
near  Pikes  Peak,  Colorado,  and  has  also  identified  primary  analcite 
in  the  phonoUtes  of  Cripple  Creek.*  The  groundmass  of  a  tinguaite 
from  Manchester,  Massachusetts,  according  to  H.  S.  Washington,^ 
consists  of  analcite  and  nepheline;  and  J.  W.  Evans  ^  has  identified 
the  mineral  in  a  monchiquite  from  Mount  Gimar,  India.  In  the  last 
instance  some  of  the  analcite  has  been  transformed  into  a  mixture  of 
feldspar  and  nepheline.  The  extreme  case  of  an  analcite  rock,  how- 
ever, is  the  heronite  from  Heron  Bay,  Lake  Superior,  described  by 
A.  P.  Coleman.'  This  is  a  dike  rock  containing  analcite,  plagioclase, 
orthoclase,  and  segirine,  in  which  the  analcite  forms  47  per  cent  of  the 
mass.  In  the  analcite  diabase  described  by  H.  W.  Fairbanks,®  the 
analcite  may  have  been  derived  from  nepheline.  It  is  partly  replaced 
by  feldspar,  and  partly  altered  into  a  mineral  which  may  be  prehnite. 
Aiialcite  also  alters  into  kaolin.^ 

Alterations  of  leucite  into  analcite  have  been  repeatedly  observed, 
as  in  the  Saxon  Wiesenthal  *®  and  in  the  Highwood  Mountains,  Mon- 
tana.** The  most  notable  transformation  of  leucite,  however,  is  into 
pseudomorphs  of  mixed  orthoclase  and  nepheline."  The  "pseudo- 
leucite"  crystals  of  Magnet  Cove,  Arkansas,  are  a  mixture  of  this 
kind. 

1  Am.  Jour.  Sci.,  3d  ser.,  vol.  45,  1893,  p.  286. 
s  Jour.  Geology,  vol.  A,  1806,  p.  679. 

•  Idem,  vol.  5, 1897,  p.  684. 

« Sixteenth  AmL  Kept.  U.  8.  OeoL  Survey,  pt.  2, 1805,  p.  36. 

•  Am.  Jour.  Scl.,  4th  ser.,  vol.  6, 1808,  p.  182. 

•  Quart.  Jour.  Oeol.  8oc.,  vol.  57, 1901,  p.  38. 
» Jour.  Geology,  vol.  7, 1899,  p.  431. 

>  Bull.  Dept  Geology  Univ.  Califiimla,  vol.  1, 1806,  p.  273.  See  also  B.  R.  Young,  Trans.  Edlnbuigji 
Geol.  Soc.,  vol.  8, 1903,  p.  326,  on  analcite  diabase  in  Scotland;  C.  W.  Knight,  Canadian  Rec.  Sci..  vol.  9, 
1905,  p.  265,  on  an  analcite-trachyte  tuff  from  southwestern  Alberta;  and  A.  Pellkan,  Min.  pet  Mitt.,  vol. 
25, 1906,  p.  113,  on  two  analcite  phonolltes  from  Bohemia.  Esaexites  and  teschenites  from  Western  Soot- 
land,  rich  in  prfanary  analcite,  are  deecribod  by  G.  W.  Tyrrell,  Trans.  OeoL  Soc.  Glasgow,  vol.  13,  1909, 
p.  299. 

•  W.  C.  BrOgger,  Zeitschr.  Kryst.  Min.,  vol.  16, 1800,  p.  199. 

10  Bee  A.  Bauer,  Zeitschr.  Deutsch.  geol.  Gesell.,  vol.  37, 1885,  p.  452. 
"  W.  H.  Weed  and  L.  V.  Pirsson,  Am.  Jour.  Sci.,  4th  ser.,  vol.  2, 1896,  p.  316. 

"  See  Bauer,  loc.  cit.;  J.  F.  Williams,  Ann.  Kept.  Geol.  Survey  Arkansas,  1890,  vol.  2,  p.  267;  E.  Hussak, 
Neues  Jahrb.,  1890,  pt.  1,  p.  166;  and  E.  Scaoohi,  Rendiconti  Accad.  Napoli,  vol.  24,  p.  315. 
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THE   NEPHEIjITE    OBOUP. 

Nephdite  or  elsRolite, — Hexagonal.  Simplest  empirical  formula, 
NaAlSi04.  Corresponding  molecular  weight,  142.6.  Specific  grav- 
ity, 2.55  to  2.65.  Molecular  volume,  54.8.  Normally  white  or  color- 
less; often  tinted  yellow,  gray,  greenish,  or  reddish  by  impurities. 
Hardness,  5.5  to  6. 

Ealiophilite  or  phacdite. — Hexagonal.  Composition,  KAlSi04. 
Molecular  weight,  158.6.  Specific  gravity,  2.5  to  2.6.  Molecular 
volume,  6.1.    Colorless.    Hardness,  6. 

EiLcryptUe. — ^Hexagonal.  Composition,  LiAlSi04.  Molecular 
weight,  126.5.  Specific  gravity,  2.67.  Molecular  volume,  47.3. 
Colorless  or  white.  Only  known  as  produced  by  the  alteration  of 
spodumene. 

Kaliophilite  and  euciyptite  are  rare  minerals,  having  slight  geo- 
logical significance.  They  are  included  here  because  of  the  light 
they  shed  upon  the  composition  of  nephehte.  The  formula  given  for 
the  latter  species  is  analogous  to  the  formulas  of  kaliophilite  and 
eucryptite,  and  is  also  that  of  the  artificial  mineral.  Natural  neph- 
elite  or  elaeolite  always  varies  from  the  theoretical  composition,  and 
approximates  more  nearly  the  formula  Na^KjAl^Si^Oj^.  This  varia- 
tion is  probably  due,  first,  to  isomorphous  admixtures  of  kaliophilite, 
and  possibly  also  to  the  presence  of  silica  or  albite  as  impurities  in 
the  normal  orthosilicate.  This  supposition  is  put  in  more  definite 
shape  hy  H.  W.  Foote  and  W.  M.  Bradley,*  who  regard  natural 
nephelite  as  the  normal  compound  with  other  silicates  or  silica 
present  in  "solid  solution."  The  same  hypothesis  may  explain  the 
similar  variations  in  canerinite,  sodalite,  and  other  species.  The 
expression  "solid  solution,"  however,  should  be  used  with  caution. 
It  probably  confuses  a  number  of  different  phenomena,  to  which 
specific  names  quite  properly  belong.  Isomorphous  mixtures  or  mix- 
crystals  are  well-known ;  occlusion  describes  another  form  of  impurity ; 
a  solid  (or  solidified)  solution  like  glass  is  not  at  all  the  same  as  either 
of  the  others.  Under  the  name  pseudonephelite  F.  Zambonini '  has 
described  a  normal  isomorphous  mixture  from  Capo  di  Bove  having 
the  formula  (Na,  K)  AlSi04.  This  equivalency  of  nepheHte  and 
kaliophilite  is  well  shown  by  an  experiment  of  J.  Lemberg.'  He 
heated  elseolite  one  hundred  hours  to  200®  with  a  solution  of  potassium 
silicate,  and  obtained  an  amorphous  product  having  the  composition 
KAlSi04. 

1  Am.  Jottr.  Sd.,  4Ui  9&r,,  voL  31,  1911,  p.  26.  Other  recant  discuasJons  of  the  ooostitution  of  nephelite 
we  by  J.  Moroxewict,  BulL  Acad.  Sol.  Cracow,  1007,  p.  068;  and  SflvJa  HiUebrand,  Sitsunffib.  Akad.  Wien, 
▼ol.  00,  pt.  1, 1910. 

*  Jour.  Chem.  Soc.,  vol.  96,  pt.  2, 1910,  p.  1078.    Abet,  fhxm  Rend.  Aooad.  aoL  fls.  mat,  NhwU,  1910. 

sZeUachr.  Deutsch.  geol.  GeseU.,  voL  37, 1885,  p.  980. 
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P.  Hautefeuille  *  prepared  an  artificial  nephelite  by  fusing  a  mix- 
ture of  silica  and  sodium  aluminate  with  a  flux  of  lithium  vanadate. 
Fouqu6  and  L6vy '  obtained  the  mineral  more  directly  by  fusing  its 
constituents  together,  and  so,  too,  did  C.  Doelter."  Doelter's  prepara- 
tion agreed  closely  with  the  empirical  formula  NaAlSiO^.  Accord- 
ing to  Fouqufi  and  L6vy,  nephelite  is  one  of  the  minerals  which  crystal- 
lize most  easily  from  fusion.  S.  Meunier^  prepared  nephelite  less 
simply,  by  fusing  silica,  alumina,  and  soda  with  cryolite;  and  A. 
Duboin*  effected  the  synthesis  of  kaliophilite  when  potassium  fluor- 
ide, alumina,  and  silica  or  potassium  fluosilicate  were  fused  together. 
By  similar  processes  Doelter  *  obtained  both  nephelite  and  kaliophi- 
lite. C.  and  G.  Friedel  ^  converted  muscovite  into  nephelite  by  heat- 
ing with  a  solution  of  caustic  soda  to  500°  in  a  steel  tube.  The  pres- 
ence of  nephelite  in  pseudomorphs  after  leucite  was  noted  in  th© 
description  of  the  latter  mineral.  An  amorphous  silicate  having  the 
composition  of  nepheUte  was  obtained  by  R.  Hoffmann*  when  kaolin 
and  dry  sodium  carbonate  were  heated  together,  and  a  similar  result 
was  reached  by  A.  Gorgeu*  and  P.  G.  Silber.*®  When  Gorgeu  heated 
kaolin  with  potassium  iodide,  a  salt  like  kaliophilite  was  formed.  In 
these  reactions  the  temperature  was  kept  below  that  at  which  the 
materials  would  sinter  together. 

Nephelite  is  rarely  found  except  in  igneous  rocks."  The  glassy 
crystaUized  variety  found  in  recent  lavas  is  commonly  known  by  the 
first  name  of  the  species;  the  massive,  opaque,  or  coarsely  crystalline 
mineral  pf  the  older  rocks  is  called  elseolite.  Phonolite,  nephelinite, 
nepheline  basalt,  and  elsBolite  syenite  are  among  the  important  rocks 
in  which  nephelite  is  an  essential  species.  Its  presence  indicates  an 
excess  of  soda  in  a  magma  over  the  amount  required  to  form  feld- 
spars, and  it  is  one  of  the  latest  minerals  to  be  deposited.^'  In  a 
nepheline  syenite  from  an  island  off  the  coast  of  Guinea,  A.  Lacroix  *' 
found  crystals  of  sodium  fluoride,  NaF.  This  new  mineral  species 
he  named  villiaumite. 

Nephelite  and  elseolite  are  peculiarly  subject  to  alteration."  Na- 
trolite,  analcite,  hydronephelite,  thomsonite,  sodalite,  muscovite,  and 
kaolin  are  among  the  products  thus  formed.    Eucryptite  also  alters 

1  Cited  by  Fouqu6  and  JAvj,  loc.  oit. 

s  Synth^  des  min^raux  et  des  roches,  p.  155. 

*  Zeltschr.  Kryst.  Mln.,  vol.  9, 1884,  p.  321. 

*  Compe.  Rend.,  vol.  Ill,  1800,  p.  MO. 

•  Idem,  vol.  115, 1892,  p.  56. 

•  Neues  Jahrb.,  1897,  pt.  1,  p.  1. 

T  Compt.  Rend.,  vol.  110, 1890,  p.  1170. 

*  Liebig's  Amialen,  vol.  194, 1878,  p.  5. 

•  Annales  cbdm.  ph3rs.,  0th  ser.,  vol.  10, 1887,  p.  145. 
to  Ber.  Deutsch.  chem.  Gesell.,  vol.  14, 1881,  p.  941. 

u  Nephelite  is  reported  by  Max  Bauer  (Neties  Jahrb.,  1896,  pt.  1,  p.  85;  1807,  pt.  1,  p.  9S8)  In  oertaln 
crystalline  schists,  and  also  associated  with  chlorite  In  Jadeite. 

!•  See  the  experiments  of  J.  Morozewicz,  Mln.  pet.  Mitt.,  vol.  18, 1888,  pp.  1, 106.  Compare  also  J.  l/enarOfS, 
Centralbl.  Mln.,  Geol.  u.  Pal.,  1903,  pp.  705, 743. 

u  Compt.  Rend.,  vol.  146, 1908,  p.  213. 

i«  See  W.  C.  BrOgger,  Zdtsohr.  Kryst.  Min.,  vol.  16, 1800,  pp.  223  et  seq. 
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into  muscovite.^    This  indicates  tiiat  the  ffiuplest  empirical  for- 
mufaB  of  the  i^q^elite  iniAeralB  ftkoold  be  tripled. 

THE  CANCRINITE-SODAIilTE  GROUP. 

Cancrimite. — ^HexagoiMJ.  Compoeobtion  unoertftm,  but  probably 
best  repreBented  by  the  formula  Al3Na4HOSi,Ois.  Corresponding 
molecular  weight,  511.5.  Specific  gravity,  2.4.  Molecular  volume, 
213.  Color  commonly  yellow,  but  also  v^te,  gray,  greenish,  bluish^ 
or  redctieh.    Hardness,  5  to  6. 

SoialUe,^ — ^Isontetric.  Composition  normally  AlsNa^SisOijCl; 
but  variable.  Molecular  weight,  486.  Specific  gravity,  2.2.  Molecu- 
lar volume,  221.  Color,  white,  gray,  greenish,  yeUowidi,  reddish, 
very  often  bright  blue.    Hardness,  5.5  to  6. 

HonlyniU. — ^Isosne4sric.  Composition,  Al,Na^CaSSi/)ie9  ^^  vary- 
ing in  the  relative  proportions  of  Na  and  Ca.  Molecular  weight, 
563.6.  Specific  gravity,  2.4  to  2.5.  Molecular  volume,  230«  Color, 
blue,  green,  red,  or  yellow.    Hardness,  5.5  to  6. 

N^seHU  or  no^eam,. — Isometric.  Composition  like  haftynite,  but 
without  calcium,  Al^NagSSi^ie-  Molecular  weight,  569.5.  Specific 
gravity,  2.25  to  2.4.  Molecular  vohune,  242.  Color,  gray,  bluish,  or 
brownish.    Hardness,  5.5. 

Chemically,  these  four  minerals,  together  with  lapis  lazuli  and  the 
rarer  microsommite,  are  to  be  classed  as  derivatives  of  nephelite,  with 
which  they  are  commonly  associated.  Their  exact  composition  is 
still  somewhat  imcertain.  The  formula  assigned  to  cancrinite  is 
that  developed  by  F.  W.  Clarke;'  the  three  isometric  species  are 
written  as  interpreted  by  W.  C.  Brdgger  and  H.  Backstr5m,^  who 
have  shown  their  relationship  to  the  garnet  group.  Under  sodalite, 
however,  more  than  one  compound  may  be  included,  as  the  experi- 
ments of  J.  Lemberg'  and  S.  J.  Thugutt*  seem  to  indicate.  The  two 
last-named  authorities  regMxi  these  minerals  as  double  molecular 
compounds  of  a  silicate  Uke  nephelite  with  sodium  carbonate,  chlo- 
ride, sulphate,  etc.  In  support  of  this  view  Thugutt  prepared  a  laige 
number  of  artificial  compounds  in  which  the  sodiiun  chloride  of  soda- 
lite  was  replaced  by  other  salts;  but  tibe  new  substances  differed  from 
the  natural  minerals  in  containing  water  of  crystallization.^  A  dis- 
cussion of  these  salts,  however,  would  lead  us  too  far  afield. 

1  See  G.  J.  Brash  and  E.  S.  Dana,  Am.  Jour.  Sd.,  8d  aer.,  y^L  90, 1880,  p.  968. 

•  A  variety  of  sodalite  containing  some  sulphur  has  been  named  haoknusmlte  by  L.  H.  SoigstrOm, 
Zeltachr.  Kiyit.  Min.,  toL  87, 1908,  p.  284.  A  sodalttelram  MoBte  Semma  oontatahig  molybdenam  is 
described  by  F.  Zambonlni,  Hlneralogla  yesuvlana,  p.  214,  under  the  name  molybdaeadfllUa. 

•  Bun.  U.  8.  GeoL  Survey  No.  125, 1805,  pp.  22-24. 
« Zeitschr.  Krytt.  Mfai.,  vol.  18, 1881,  p.  200. 

•  Zeitschr.  Deutsch.  geoL  GeseU.,  vol.  87, 1885,  p.  900. 

•  Hlneralchemiache  Studien,  Doipat,  1881. 

'  A  '<ohromate  sodalite,"  contahilng  NaiCr04,  has  lately  been  described  by  Z.  Weybert,  Oentralbl.  ICtn., 
Qed.  u.  Pal.,  1904,  p.  737.   It  difleis  from  the  hydrated  compound  prepared  by  Thosutt. 
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An  artificial  cancrinite  was  obtained  by  Lembei^  ^  when  alumina, 
sodium  silicate,  and  sodiimi  carbonate  solution  were  heated  together 
under  pressure;  and  also  by  the  action  of  sodium  carbonate,  fused  in 
its  waters  of  crystallization,  upon  elsBolite.'  Labradorite,  heated  to 
215^  with  sodium  carbonate  solution,  also  gave  him  cancrinite.^  C. 
and  G.  Friedel  *  prepared  a  hydrous  cancrinite  by  heating  muscoyite 
to  500^  in  a  solution  of  sodium  carbonate  and  caustic  soda.  With 
sodium  sulphate  in  place  of  the  carbonate,  a  hydrous  noselite  was 
formed.^  The  same  authors  obtained  sodalite  by  treating  muscoYite 
at  500^  with  sodium  chloride  and  caustic  soda.*  Lemberg^  produced 
sodalite  by  fusing  nephelite  with  common  salt;  and  the  fusion  of 
elsdolite  or  sodalite  with  sodium  sulphate  gave  noselite."  In  short, 
the  experiments  of  Lemberg,  which  were  very  nimierous,  proved  that 
compounds  of  this  class  could  be  derived,  by  simple  reactions,  from 
nephelite,  and  that  they  are  mutually  convertible,  one  into  another. 
Furthermore,  S.  J.  Thugutt  •  prepared  sodalite  by  heating  natrolite 
with  soda  solution  and  aluminum  chloride  to  196°  under  pressure; 
and  also  from  similar  treatment  of  kaolin  with  common  salt  and  caus- 
tic soda  at  about  212°.^®  Sodalite,  then,  has  been  derived  by  artificial 
means  from  elseoUte,  muscovite,  and  kaolin.  It  was  also  obtained  by 
Z.  Weyberg  "  when  a  mixture  of  silica,  alumina,  and  soda  was  fused 
with  a  large  excess  of  common  salt. 

In  his  work  upon  artificial  magmas,  J.  Morozewicz"  prepared 
noselite,  hatlynite,  and  sodalite  by  purely  pyrochemical  methods, 
equivalent  to  those  which  produce  these  minerals  in  volcanic  rocks. 
The  fusions  were  effected  at  temperatures  not  exceeding  600®  to  700®, 
for  compounds  of  this  class  are  decomposed  by  an  excessive  heat. 
From  a  mixture  of  kaolin,  sodium  carbonate,  and  sodiimi  sulphate, 
noseUte  crystals  were  formed.  From  a  more  complex  mixture, 
containing  also  calcium  silicate,  potassium  silicate,  iron  silicate, 
calcimn  carbonate,  and  calcium  sulphate,  hadynite  was  produced. 
Kaolin  fused  with  sodium  carbonate  and  sodium  chloride  gave  a  com- 
pound having  the  formula  already  assigned  to  sodalite;  elseolite, 
similarly  treated,  yielded  a  substance  richer  in  chlorine.  Moro- 
zewicz  concludes  that* two  kinds  of  sodaUte  exist;  to  one  he  gives 
the  formula  2(Na3Al3Sia08)-f  NaCl,  while  the  other  agrees  with 
3  (Na^jSijOa)  +  2NaCl. 

1  Zeitschr.  Deutsch.  geol.  OeeeU.,  vol.  35, 1883,  p.  683. 

•  Idem,  voL  87, 1887,  p.  963. 

•  Idem,  vol.  SB,  1887,  p.  569.  For  a  recent  dJaoosaion  of  the  oonstitutJoii  of  ouKjrinlte  aee  Thugatt,  NecM 
Jahrb.,1911,pt.l,p.a5. 

« BaU.  Boo.  min..  voL  14, 1891,  p.  71. 
>  Idem,  vol.  18, 1890,  p.  338. 

•  Compt.  Rend.,  vol.  110, 1890,  p.  1170. 

T  Zeitschr.  Deutsch.  geol.  Oeeell.,  vol.  28, 1876,  p.  600. 

•  Idem,  voL  35, 1883,  p.  590. 

•  Neues  Jahrb.,  Befl.  Bd.  9, 189i-06,  p.  576. 
^  Mlneralohemisohe  Studien.  p.  18. 

u  Centralbl.  Min.,  Oeol.  u.  Pal.,  1905,  p.  717. 
IS  Min.  pet.  Mitt.  vol.  18, 1898,  pp.  128-147. 
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Cancrinite  occurs  only  in  elseolite  syenite  and  allied  rocks,  closely 
associated  with  nephelite  and  sodalite.  W.  Ramsay  and  E.  T. 
Nyholm  *  have  described  a  cancrinite  syenite  in  which  cancrinite  is 
an  important  primary  mineral.  Cancrinite  alters  into  a  zeolitic  sub- 
stance, "spreustein, "  in  which  natrolite  is  the  predominating  mineral.* 
Crystallized  sodalite  is  also  found  in  trachyte  and  phonolites,  in 
which  it  separates  after  augite.^  Sodalite  alters  into  hydronepheUte 
and  natrolite.  Hafiynite  and  noselite  form  in  various  leucitic  and 
nephilinic  rocks  among  the  younger  eruptives.  In  order  of  deposition 
they  are  the  oldest  of  the  feldspathoids. 

THE  PYROXENES. 

EnstatUe. — Orthorhombic.  Composition,  MgSiOj,  but  generally 
with  admixtures  of  FeSiOj.  When  10  to  12  per  cent  of  the  latter  salt 
is  present  the  mineral  is  known  as  bronzite.  Minimum  molecular 
weight,  100.8.  Specific  gravity,  3.1.  Molecular  volume,  32.5. 
Color  ranging  from  white  to  oUve  green  and  brown.    Hardness,  5.5. 

Hypersthene. — Orthorhombic.  Composition  like  enstatite,  but 
with  FeSiOj  predominating.  The  molecular  weight  of  the  latter 
compound  is  132.3.  Color,  greenish  and  brownish  to  black.  Specific 
gravity,  3.4  to  3.5.     Hardness,  5  to  6. 

Enstatite  and  hypersthene,  the  orthorhombic  members  of  the 
pyroxene  group,  are  to  be  regarded  as  mixtures  of  the  two  isomor- 
phous  salts  MgSiOj  and  FeSiO^  Hypersthene  is  also  modified  in 
many  cases  by  the  presence  of  a  third  salt,  CaSiO,,  but  in  very  subor- 
dinate quantities.  The  enstatite  of  the  Bishopville  meteorite  consists 
of  the  magnesian  siHcate  very  nearly  pure.  The  formula  given  above 
are  minima,  the  actual  formulae  being  multiples  of  them,  at  least 
double,  possibly  more. 

The  first  synthesis  of  supposed  enstatite  was  made  by  J.  J.  Ebel- 
men,*  who  fused  sihca,  magnesia,  and  boric  oxide  together.  A. 
Daubr6e*  obtained  it  repeatedly  in  his  attempts  to  reproduce  the 
characteristics  of  meteorites,  when  meteoric  stones  and  magnesian 
eruptive  rocks  were  fused.  *' Enstatite *'  recrystallized  on  cooling  the 
melts.  He  also  prepared  the  same  substance  by  fusing  oUvine  with 
silica,  and  he  foimd  that  when  serpentine  was  melted  it  broke  dovm 
into  a  mixture  of  enstatite  and  olivine.  The  latter  reaction  has 
been  verified  quantitatively  in  the  laboratory  of  the  United  States 
Geological  Survey.     P.  Hautefeuille*  produced  a  sihcate  which  he 

1  BuU.  Comm.  ged.  Finland,  vol.  1, 1805,  p.  1. 

*  See  W.  C.  BrOgger,  Zeitsohr.  Kryst.  Min.,  toL  16, 1890,  p.  240;  also  L.  Saemann  and  F.  Pisani,  Annales 
ohlm.  phys.,  3d  aer.,  vol.  67, 1868,  p.  860. 

*  On  aodaUte  ayenlte  from  Square  Butte,  Montana,  see  W.  Llndgren,  Am.  Jour.  Sol.,  3d  ser.,  vol.  4S,  1888, 
p.  286.  A  sodalite  tradhyte  from  Teneiifle  has  been  desoribed  by  H.  Pretawerk,  Centralbl.  Uln.,  GeoL  u. 
PAL,  1909,  p.  383. 

«  Annaiea  chim.  phya.,  3d  ser.,  vol.  33»  1861,  p.  68. 

•  Compt.  Rend.,  voL  63, 1866,  pp.  200, 360, 660. 

•  Annaiea  ohim.  phya.,  4th  ser.,  vol.  4, 1866,  p.  174. 
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identified  witbi  enstatite,  by  disBolviiig  amorphous  silica  in  molten 
magnesium  chloride,  and  S.  Meunier  ^  effected  its  synthesis  by  acting 
on  metallic  magnesium  with  silicon  chloride  and  irater  rapor. 

Later  investigations,  howerer,  by  F.  Fouqu6  and  A.  Michel  Ldvy,' 
and  also  by  J.  H.  L.  Vogt/  have  shown  that  the  foregoing  syBtheses 
were  misinterpreted.  The  product  obtained  was  in  most  caaes,  if 
not  in  all,  a  monoclinic  magnesium  metasilicate,  instead  of  the 
orthorhombic  enstatite.  The  latter  form  was  obtained  by  Fouqu6 
and  lAvj^  by  simply  fusing  silica,  magnesia,  and  ferric  oxide  togetker, 
but  it  was  more  or  less  mixed  with  the  monoclinic  variety. 

In  the  elaborate  research  by  E.  T.  Allen,  F.  E.  Wright,  and  J.  K. 
Clement,^  it  has  been  found  that  magnesium  metasiUcate  exists  in 
four  modifications,  two  being  pyroxenes  and  two  amphiboles.  The 
monoclinic  pyroxene  is  formed  whenever  a  melt  having  its  composi- 
tion is  allowed  to  crystallize  at  temperatures  a  Uttle  below  its  melting 
point,  1,521^.  It  can  be  crystallized  at  lower  temperatures  from 
solution  in  molten  calcium  vanadate,  magnesium  vanadate,  or  mag- 
nesium tellurite.  The  other  three  modifications  of  the  silicate  pass 
into  this  variety  when  heated  to  about  1,000^  in  molten  magnesium 
chloride  traversed  by  a  stream  of  dry  hydrochloric  acid  gas.  The 
monoclinic  pyroxene,  then,  is  the  most  stable  form  of  magnesium 
metasiUcate. 

When  a  glass  having  the  composition  of  enstatite  is  devitrified  by 
heating  to  a  temperature  above  1,000*^  and  below  1,100®,  best  at 
about  1,076®,  the  orthorhombic  enstatite  is  formed.  In  this  way 
good  crystals  were  produced.  At  slightly  higher  temperatiures  the 
monoclinic  pyroxene  begins  to  appear.  The  presence  of  enstatite 
in  an  igneous  rock  is  evidence  that  the  final  crystallization  took  place 
at  the  relatively  lower  temperatures,  for  above  them  it  can  not  exist. 
What  the  effect  of  iron  may  be  in  modifying  the  properties  of  these 
silicates  is  as  yet  undetermined. 

Enstatite  and  hypersthene  are  common  pyrogenic  minerals^  and 
occur  in  many  eruptive  rocks.  Enstatite  and  bronzite  are  often  con- 
stituents of  meteorites.  According  to  J.  Morozewicz,®  the  orthorhom- 
bic pyroxenes  separate  from  metasiUcate  magmas  when  the  ratio 
Mg-f  Fe  :Ca  is  3  : 1  or  greater.  Both  species  undergo  alteration, 
through  hydration,  into  talc  ^  and  serpentine.  Bastite  is  an  altera- 
tion product  of  this  kind,  having  the  composition  of  serpentine. 

WoUastonite, — ^Monoclinic,  Composition,  CaSiO«.  Minimum  mo- 
lecular weight,  1 1 6.6.  Specific  gravity,  2.85.  Molecular  volume,  40. 5. 
Color,  white,  often  tinted  by  impurity.     Hardness,  4.5  to  6. 

I  Compt.  Rend.,  vol.  9a  1880,  p.  840;  vol.  98, 1881,  p.  787. 
iSynthte^dflsmtiiiniiizel  dttiMlMt,  188a 
»  MingraibUdnng  in  Sf  ]iiinitninin»  188B>  p.  71. 
«  Loc.  cit. 

•  Am.  Jour.  Sci.,  4th  sor.,  ▼ol.  33, 1900,  p.  885w 

•  Min.  pet.  Mitt.,  yol.  18, 1806,  p.  110. 

tSeeC.  H.  Smyth,  School  of  IfiiiM  QuMt.,  toL  17, 1886^  p.  888. 
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Calcium  metasilicate  is  known  in  two  modifications — ^the  natural 
woUastonite  and  an  artificial  pseudobexagontd  form.  The  latter  is 
easily  produced  hj  fusing  lime  and  silica  together/  and  has  been 
repeatedly  observed  in  slags.^  WoUastonite  has  also  been  found  in 
slagSy  but  rarely.'  E.  Hussak/  however,  by  fusing  and  8tk)wly  cool- 
ing a  glass  containing  mliea,  soda,  lime,  and  boric  acid,  obtained 
crystals  of  woUastonite.  C.  Doelter'  also  effected  the  synthesis  of 
woUastonite  by  fusing  calcium  metasiUcate  with  sodium  fluoride. 

According  to  E.  T.  Allen  and  W.  P.  White,®  woUastonite  is  stable 
only  below  1,190^,  and  above  that  temperature  it  passes  into  the 
pseudohexagonal  modification.  By  heating  a  glass  of  the  composi- 
tion CaSiO,  to  between  800^  and  1,000"^,  pure  woUastonite  was 
obtained.  The  reverse  change,  trom  the  pseudo  variety  to  the 
normal,  was  brought  about  by  dissolving  the  former  in  molten  cal- 
cium vanadate  and  crystallizing  at  a  temperature  between  800^  and 
900°.  The  pseudowollastonite  has  not  yet  been  observed  as  a  natural 
mineral,  but  woUastonite  is  common.  The  inference  from  this  fact, 
as  drawn  by  G.  F.  Becker,'  is  that  the  rocks  containing  free  calcium 
metasiUcate  must  have  crystalUzed  at  temperatures  below  the  inver- 
sion point  of  woUastonite,  for  otherwise  its  isomer  would  have 
appeared. 

Although  woUastonite  is  usually  classed  with  the  pyroxenes,  its 
place  among  them  is  doubtful.  It  differs  from  them  in  being  easUy 
decomposed  by  acids,  and  its  occurrences  in  nature  are  not  the  same. 
It  is  very  rare  in  eruptive  rocks,  and  is  commonly  found  as  a  product 
of  contact  metamorphism,  especially  in  limestones.  It  occurs  also  in 
feldspathic  schists.  H.  Wulf "  has  described  a  rock  from  Herero- 
land,  Africa,  which  consisted  of  woUastonite  and  diopside  in  nearly 
equal  proportions.  The  alteration  of  woUastonite  to  ordinaiy  pyrox- 
eaae  has  been  reported  by  C.  H.  Smyth.'  The  secondary  mineral 
pectolite,  HNaCa^SigOo,  is  regarded  as  a  derivative  of  woUastonite. 

Diopside. — ^Monoclinic.  Composition,  CaMgSijOo.  Molecular 
weight,  217.3.  Specific  gravity,  3.2.  Molecular  voltmie,  68.  Color, 
white,  yellowish,  green,  and  nearly  black.  Hardness,  5  to  6.  Chrome 
diopside  is  a  variety  containing  small  amounts  of  chromium. 

Hedenbergite. — ^Monoclinic.  Composition,  CaFeSiaO,.  Molecular 
weight,  248.8.  Specific  gravity,  3.5  to  3.6.  Molecular  volume,  70. 
Color,  grayish  green  to  black.     Hardness,  5  to  6. 

iSee  L.  Bourgeois,  Bull.  Soc.  min.,  vol.  5, 1882,  p.  13;  A.  Gorgeu,  idem,  vol.  10, 1887,  p.  273;  and  C.  Doel- 
tor,  Neues  Jahrb.,  1886,  pt.  1,  p.  119. 

*See  J.  H.  L.  Vogt,  Hineralbildung In  Schmelzmassen,  1892,  pp.  34-80. 

'See  Vogt,  loc.  dt.,  and  P.  Heberdey,  Zeltsohr.  Kryst.  lOn.,  vol.  26, 1896,  p.  22. 

^Zeltaehr.  Kryst.  Mta.,  vol.  17, 1890,  p.  101. 

•Min.  pet.  Mitt.,  vol.  10, 1888,  p.  83. 

•Ain.7our.Sci.,4th8er.,vol.21, 1906,  p.  89.  Seeabo  A.  L.  Day,  E.  S.  Sb«pherd,and  F.  B.  Wrlgbt,  idem, 
vol.  22,  p.  265.  The  synthetic  wollastonlte  reported  by  L.  v.  Stathmtey  ( POldt.  KMl.,  vol.  30, 1909,  p.  314) 
WB0  this  peendamioeral.    Bee  B.  Mauritz,  Idem,  p.  £06. 

7 Prefatory  note  to  the  memoir  by  Allen  and  White. 

•Mtai.  pet.  Mitt.,  vol.  8, 1887,  p.  230. 

•Am.  Jour.  ScL,  4th  ser.,  vol  4,  ism,  p.  309. 
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Between  diopside  and  hedenbergite  there  are  various  intermediate 
mixtures.  Schefferite  is  another  monoclinic  pyroxene  containing 
manganese,  up  to  over  8  per  cent  of  MnO.  Jeffersonite  is  another 
member  of  this  group  containing  zinc.  These  variations  may  repre- 
sent mixtures  of  the  simple  salts  MnSiO,  and  ZnSiO,  with  the  lime, 
magnesia,  and  iron  silicates;  but  the  commingled  salts  are  probably 
more  complex.  Rhodonite,  MnSiO,,  is  classed  also  as  a  pyroxene, 
but  is  triclinic.  It  can  hardly  be  considered  as  a  rock-forming  min- 
eral, at  least  not  in  the  usual  acceptance  of  the  term. 

Monoclinic  pyroxenes  of  the  diopside-hedenbergite  type  have  been 
repeatedly  observed  in  slags.*  A.  Daubrie,*  on  heating  water  to  incip- 
ient redness  in  a  glass  tube,  obtained  crystals  of  diopside.  G.  Le- 
chartier '  effected  the  synthesis  of  these  pyroxenes  by  fusmg  silica, 
Ume,  and  magnesia  with  an  excess  of  calcimn  chloride.  When  ferric 
oxide  was  added  to  the  mixture,  iron  pyroxenes  were  formed.  In 
the  experiments  of  J.  Morozewicz  *  with  artificial  magmas  these  min- 
erals were  deposited  when  the  ratio  Mg  +  Fe:Ca  was  less  than  3:1. 
Clear  and  perfect  crystals  of  diopside  have  been  prepared  by  E.  T. 
Allen  and  W.  P.  White,*  who  heated  glass  of  the  theoretical  composi- 
tion in  a  flux  of  calcium  chloride  and  an  atmosphere  of  hydrochloric 
acid  to  1,000*^  for  several  weeks.  The  specific  gravity  of  the  artificial 
.  mineral  was  3.275,  and  the  melting  point  1,380*^.  They  found  that 
diopside  is  the  only  stable  compound  between  its  component  silicates, 
although  two  eutectics  were  observed. 

The  monoclinic  pyroxenes  are  common  in  eruptive  rocks  and  the 
crystalline  schists.  The  variety  known  as  diallage  is  expecially 
characteristic  of  gabbro.  They  also  occur  as  secondary  minerals. 
R.  Brauns  •  has  observed  the  variety  salite,  as  formed  in  a  picrite  by 
the  action  of  aqueous  solutions  upon  olivine  and  plagioclase. 

Acmite  or  segirite. — Monoclinic.  Normally  NaFe'^'SijO^,  but  often 
containing  ferrous  and  lime  silicates  in  isomorphous  admixture. 
Molecular  weight,  231.7.  Specific  gravity,  3.53.  Molecular  volume, 
65.6.     Color,  brownish,  greenish,  to  black.     Hardness,  6  to  6.5. 

Jadeite, — Monoclinic.  Composition,  NaAlSijO,.  Molecular  weight, 
202.9.  Specific  gravity,  3.34.  Molecular  volume,  60.8.  Color,  white 
and  various  shades  of  green.     Hardness,  6.5  to  7. 

Spodumene, — Monoclinic.  Composition,  LiAlSijO,.  Molecular 
weight,  186.9.  Specific  gravity,  3.17.  Molecular  volume,  58.9. 
Color,  white,  yellow,  green,  and  amethystine.  Hardness,  6.5  to  7. 
Hiddenite  is  the  emerald-green  gem  spodumene  from  North  Caro- 
lina.    Kunzite  is  the  amethystine  gem  variety  from  California. 

I  See  citations  in  L.  Bourgeois,  Reproduction  artificielle  des  min^raux,  pp.  115-116;  and  Foaqu6  and 
L^vy,  Synthase  des  min^raux  et  des  roches,  pp.  102-103.  Also  O.  3.  Brush,  Am.  Jour.  Sci.,  2d  ser.,  vol. 
39,  1866,  p.  132. 

*  Etudes  synthdtiques  de  g^ologie  exp<MmentaIe,  pp.  15^176. 

'  Compt.  Rend.,  vol.  67, 1868,  p.  41.    Compare  A.  Oo^^,  Bull.  Soc.  mln.,  vol.  10, 1887,  pp.  273, 276. 

*  BdUn.  pet.  Mitt.,  vol.  18, 1898,  pp.  123  et  seq.  See  also  J.  H.  L.  Vogt,  Die  SiUkatschmelxlSauntten,  pt.  1. 
1903,  pp.  28-49. 

*  ^m.  Jour.  Sd.,  4th  ser.,  vol.  27. 1909,  p.  1. 
•Neues  Jahrb.,  1808,  pt.  2,  p.  79. 
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These  alkali  pyroxeneS;  as  they  are  often  called,  are  interesting 
account  of  their  constitutional  similarity.  Acmite,  however,  is  the 
most  important  as  a  rock-forming  mineral,  although  in  the  inter- 
pretation of  mixed  pyroxenes  the  jadeite  molecule  must  often  be 
taken  into  account.  Spodumene  occurs  only  sporadically — usually, 
if  not  always,  in  pegmatite — and  is  peculiarly  noticeable  on  account 
of  the  inamense  size  which  its  crystals  may  attain.  Crystalline  faces 
of  spodumene  many  feet  in  length  have  been  observed  in  the  Black 
Hills  of  South  Dakota.  The  alteration  of  spodumene,  as  studied  by 
A.  A.  Julien,^  and  more  exhaustively  by  G.  J.  Brush  and  E.  S.  Dana,^ 
is  very  instructive.  First,  by  the  action  of  percolating  solutions  con- 
taining soda,  it  is  transformed  into  a  mixture  of  eucryptite,  LiAlSiO^, 
and  albite,  NaAlSijOg.  Then,  by  the  further  action  of  potassium 
salts,  the  eucryptite  is  altered  into  muscovite,  KH^gSisO^j.  Albite 
and  muscovite  are  the  final  products  of  these  metamorphoses.  The 
intimate  mixture  of  these  two  compounds  was  long  thought  to  be  a 
distinct  mineral,  cymatolite. 

Acmite  can  be  produced  synthetically,  but  its  constituent  oxides, 
when  fused  together,  commonly  yield  only  a  glass  containing  crystals 
of  magnetite.  Acmite,  when  fused,  resolidifies  as  a  mixtm*e  of  mag- 
netite and  glass.'  C.  Doelter,*  however,  from  the  fusion  of  an  arti- 
ficial mixture  of  the  oxides,  obtained  some  acmite.  H.  Backstrom^ 
fused  silica,  ferric  oxide,  and  sodium  carbonate,  mingled  in  the 
proper  proportions,  together  and  held  the  soUdified  mixture  at  a  dull 
red  heat  for  three  days.  Under  those  conditions  acmite  was  formed. 
He  also  obtained  it  by  fusing  a  leucite  phonolite  and  subjecting  the 
glass  to  a  similar,  very  slow  devitrification.  Z.  Weyberg*  also  ob- 
tained acmite  by  fusing  a  mixture  of  the  composition  2Si03  +  FcjOs  + 
NajO  with  a  large  excess  of  sodium  chloride.  According  to  J.  Moro- 
zewicz,^  the  acmite-jadeite  compounds  form  in  metasilicate  magmas 
when  the  silica  amounts  to  less  than  50  per  cent.  The  exact  condi- 
tions of  their  generation,  however,  with  respect  to  temperature  and 
rate  of  cooling,  are  yet  to  be  determined. 

Acmite  is  a  mineral  of  eruptive  rocks,  generally  of  those  which 
contain  leucite  or  nephelite.  It  is  especially  common  in  elseolite 
syenite.  Concerning  the  petrologic  relations  of  jadeite  less  is  known; 
but  S.  Franchi"  has  identified  the  mineral  as  an  essential  constituent 
of  certain  eruptive  tocks  in  Piedmont.  Acmite  or  segirite,  according 
to  W.  C.  Brdgger,"  alters  into  analcite.     J.  Lemberg,*®  by  heating 

1  Ann.  New  York  Acad.  Sci.,  vol.  1, 1870,  p.  318. 

•  Am.  Jour.  Scl.,  3d  ser.,  vol.  20, 1880,  p.  257. 

a  M.  Vodnjlc,  Centnlbl.  Mtn.,  Geol.  u.  Pal.,  1904,  p.  360. 
« Neues  Jahrb.,  1807,  pt.  1,  p.  16. 

•  BuU.  Soc.  Mln.,  vol.  16, 1893,  p.  130. 

•  Centralbl.  Hin..  GeoL  u.  Pal.,  1906,  p.  717. 
'  Mln.  pet.  MKt,  vol.  18, 1898,  p.  123. 

•Rendioontl  Aocad.  LlnceI,ycd.O,pt.  1, 1900,p.340.   On  the  jadeiteof  Upper  Barma,8ee  A.  W.  O.  Bleeok, 
Z«ltBchr.  prakt.  Geok)gle,  1907,  p.  841. 
■  Zeitschr.  Kryst.  Min.,  vol.  16, 1890,  p.  333.    BrOgi^r  cites  many  references  to  the  Uteratore  of  acmite. 
(•Zeitacbr.  Deatach.  geol.  QeseU.,  vol.  39, 1887,  p.  584. 
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spodumene  or  jadeite  with  alkaline  solutions  under  pressure,  also 
obtained  analdte.  Jadeite  alone  is  slowly  attacked,  but  the  glass 
resulting  from  its  fusion  is  altered  readily.  It  is  noticeable  that 
jadeite  and  dehydrated  analdte  have  the  sameempirieal  conxposition; 
but  the  denser  jadeite  molecule  is  doubtless  the  more  complex. 
The  one  is  a  polymer  of  the  other.  These  alterations,  natural  or 
artificial,  emphasize  the  constitutional  similarity  of  the  thiee  alkali 
pyroxenes. 

Augite. — ^Monoclinic.  Composition  veiy  variable,  for  an^te  is  an 
i3om(»*phous  mixture  of  several  different  silicates.  Specific  gravity, 
2.93  to  3.4:9.  Color,  white,  green,  brown,  and  black.  Hardness,  5 
to  6. 

Augite  is  essentially  a  metasilicate  of  lime,  magnesia,  and  ferrous 
iron,  plus  silicates  of  ferric  iron  and  alumina.  Manganese  and 
alkalies  are  often  present,  and  some  varieties  contain  titanic  oxide 
up  to  4.5  per  cent.  In  addition  to  silicate  molecules  analogous  to 
those  of  the  pyroxenes  already  described,  augite  is  supposed  to  con- 
tain a  compound  of  the  form  R'^AljSiOo,  which,  however,  is  hypo- 
thetical. The  rare  mineral  komerupine  or  prismatine,  however,  has 
the  formula  MgAljSiOe,  and  may  represent  the  aluminous  con- 
stituent of  the  nonalkaline  augitee.  When  alkalies  are  present  they 
probably  represent  molecules  analogous  to  or  identical  with  acmito 
and  jadeite. 

The  following  analyses  of  rock-forming  augite  *  were  all  made  in 
the  laboratory  of  the  United  States  Geological  Survey: 

Anabftes  ofaugiU. 

A.  From  nepheltaie  baaalt,  Black  Mountain,  T7vaide  qiaadittigilB,  Tubs.    W.  F.  HiUebnad 

B.  From  dolerite,  near  Valmont,  Colorado.    Analysed  by  L.  O.  Baklns. 

C.  From  tlngaaite,  Two  Buttes,  Colorado.    Analyzed  by  HUlebrand. 

D.  From  graallB,  Silyar  ClUT,  Colorado.    Etidns;  analyst. 

E.  From  a  dyke,  Silver  Clifl.    Eakins,  analyst. 

F.  From  basalt,  Mount  Taylor  region,  New  Mexico.    Analyzed  by  T.  M.  Chatard. 
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SiOa 

45.28 

4.28 
7.73 

49.10 
'"7."  95* 

47.54 
3.00 
4.14 

trace 

5.64 

6.42 
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10.05 

21.57 
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trace 
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TiOo 
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9.27 
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7.77 

Cr«0, 
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FeoOj, 

2.95 

4.07 

.07 
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23.37 
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.12 

.05 
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.37 
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"' 12.37" 
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.34 
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2.88 

4.61 

.14 

14.47 

15.87 

.28 

1.30 
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8.15 

MnO 

20 

MgO 

13.52 

CaO 

19.33 

Na^O 

33 

kJo 

•  11 

NiO 

tiace 

P-O, 

.06 

fto. 

.18 

.31 

.20 

100.96 

100.26 

100.22 

100.27 

99.77 

99.85 

1  From  BuU.  U.  8.  Geol.  Surrey  No.  419, 1910,  pp.  962,  963. 
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Augite  is  a  common  mineral  in  slags,^  and  is  easily  produced  from 
its  constituents  by  simple  fusion.^  It  was  repeatedly  obtained  by 
Fouqu6  and  IAyj,^  both  by  itself  and  in  association  with  other  miner- 
als, in  their  classic  experiments  upon  the  synthesis  of  rocks.  J. 
Morozewicz^  also  has  found  both  ordinary  augite  and  the  alkaline 
varieties  in  the  products  yielded  by  his  artificial  magmas.  The  mole- 
cule RAlgSiOe  is  generally  formed  from  magmas  containing  over  50 
per  cent  of  silica;  and  its  alumina  appears  to  be  the  residue  left  over 
after  the  feldspars,  feldspathoids,  and  micas  have  been  satisfied. 

When  garnet,  vesuvianite,  or  epidote  is  fused  augitic  minerals 
appear  among  the  compounds  prodxioed.'^  Biotite  aad  clinochlore 
also  yield  it  among  the  products  of  their  thermal  decomposition.* 
C.  Doelter  ^  found  that  augite  was  formed  when  diopside  was  fused 
with  alumina  or  ferric  oxide;  and  from  mixtures  of  silica  with  the 
proper  bases  he  obtained  crystals  rich  in  RAIjiSiOo.  According  to 
J.  Lenar6i6,^  magnetite  and  labradorite,  fused  together,  yield  augite. 
So,  too,  does  hedenbergite  when  fused  with  anorthite,  albite,*  or 
corundum.^® 

Several  other  minerals  in  addition  to  those  already  named  are 
classed  as  p3nx>xenes,  but  they  are  too  rare  to  need  more  than  a  pass- 
ing mention  here.  The  so-called  zircon  pyroxenes,  rosenbuschite, 
l&venite,  wdhlerite,  and  hiortdahlite  are  found  in  the  ekeolite  syenites 
of  Norway.  The  triclinic  babingtonite  is  interesting,  for  it  contains, 
in  addition  to  the  molecular  types  found  in  the  other  pyroxenes,  the 
ferric  siUcate  Fe|Si,0,.  It  has  been  found  not  only  as  a  natural 
mineral,  but  also  as  a  furnace  product  in  slag." 

Augite,  among  the  pyrogenic  minerals,  is  to  be  classed  as  one  of 
the  older  secretions.  It  is  common  in  igneous  rocks  of  nearly  all 
classes,  and  the  p3nx>xenes  in  general  are  the  most  important  of  the 
so-caUed  f  erromagnesian  minerals.  Some  rocks,  the  pyroxenites,  con- 
sist of  pyroxenes  almost  entirely;  websterite,  for  instance,  is  formed 
of  bronzite  and  diopside.  The  most  striking  alteration  of  pyroxene 
is  into  hornblende,  but  it  also  alters  into  tremolite,"  chlorite,  serpen- 
tine, talc,  mica,  garnet,  epidote,  and  glauconite.  The  pyroxenes, 
furthermore,  occur  as  important  secondary  minerals;  sometimes  as 
the  product  of  contact  metamorphism  in  limestones,  sometimes  as 

1  See  J.  IT.  L.  Vogt,  Mlneralblldung  In  ScbmelBinnan,  p.  84. 

s  For  etrly  synthens.  see  FouqoA  and  M^7>  Synthdie  det  mlnteaiu  et  des  roohes,  p.  1(0. 

»  Op.  clt.,  pp.  60,  67, 105. 

« ICln.  pet.  Mitt,  vol.  18,  1898,  pp.  107,  113,  120, 123,  124. 

•  C.  Doelter,  Allgem.  ohem.  Mineralogle,  pp.  182, 183. 

•  Doelter,  Neues  Jahrb.,  1807,  pt.  1,  p.  1. 
T  Idem,  1884,  pt  2,  p.  61. 

•  CentTBlbl.  Mln.,  Oeol.  u.  Pal..  1903.  pp.  705, 748. 

•  M.  Vutolk,  Idem,  1904.  pp.  300, 342. 
w  B.  Vukits,  idem,  1904,  p.  706. 

u  See  L.  Buchruclcer,  Zeitschr.  Kryat  Min.,  vol.  18, 1891,  p.  026. 

IS  See  TT.  Rfos,  Ann.  New  York  Acad.  Sci.,  vol.  9, 1890-97,  p.  124.  In  an  Important  memoir  npon  tlie 
pyroxenes  of  New  York. 
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maxginal  zones  derived  from  olivine.^     Diallage  and  hypersthene 
rocks  alter  into  amphibolites.' 

Note. — ^For  theoretical  disciUBicxiB  upon  the  constitution  of  the  pyroxenes  see  6. 
Tschermak,  Jahrb.  K.-k.  geol.  Reichaanstalt,  vol.  21,  1871,  Min.  pet.  Mitth.,  p.  17. 
C.  Doelter,  Min.  pet.  Mitt.,  vol.  2,  1879,  p.  193.  F.  W.  Clarke,  Bull.  U.  S.  Geol. 
Survey  No.  125,  1895.  J.  W.  Retgers,  ZeitBchr.  physikal.  Chemie,  vol.  16,  1895, 
p.  614.  P.  Mann,  Neues  Jahrb.,  1884,  pt.  2,  p.  172.  A.  Merian,  idem,  Beil.  Bd.  3, 
1884,  p.  252.    The  literature  upon  this  subject  is  very  voluminous. 

THE   AMPHIBOIjES. 

AntTiophyUite, — Orthorhombic.  Composition  like  enstatite  or 
bronzite  (MgFe)  SiO,,  with  the  magnesium  silicate  predominating. 
Specific  gravity,  3  to  3.2.  Color,  gray,  brown,  green,  and  intermedi- 
ate shades.  Hardness,  5.5  to  6.  Gtedrite  is  a  variety  containing  usu- 
ally more  iron  and  much  alumina.  As  an  amphibole,  anthophyllite 
corresponds  to  hypersthene  among  the  pyroxenes.* 

TremolUe, — ^Monoclinic.  Composition,  CaMgjSi^Ojj.  Molecular 
weight,  370.1.  Specific  gravity,  2.9  to  3.1.  Molecular  volume,  123. 
Color,  white  to  gray.     Hardness,  5  to  6; 

Actinoliie. — ^Like  tremoUte,  but  with  iron  partly  replacing  mag- 
nesium. Specific  gravity,  3  to  3.2.  Nephrite  is  a  compact  variety  of 
actinolite.  True  asbestos  is  a  fibrous  form  of  tremolite  or  actinolite; 
but  anthophyllite  and  crocidolite  are  also  found  asbestiform.  The 
Canadian  asbestos  of  commerce  is  serpentine.^ 

Cummingtonite. — ^Monoclinic,  but  with  the  composition  of  an 
anthophyUite  containing  much  iron.  Specific  gravity,  3.1  to  3.3. 
Color,  gray  to  brown. 

The  foregoing  members  of  the  amphibole  group,  except  the  alumi- 
nous gedrite,  are  most  simply  interpreted,  Uke  the  corresponding 
pyroxenes,  as  mixtures  of  metasilicates  of  calcium,  magnesium,  and 
iron.  Griinorite  is  the  ferrous  silicate,  FeSiO,  alone.*  Dannemorite 
is  a  similar  iron-manganese  metasihcate.  In  richterite,  which  has  a 
similar  general  formula,  alkahes  appear,  up  to  9  per  cent  or  more^ 
Many  analyses  of  these  minerals  show  the  presence  of  water  in  them, 
and  also  of  fluorine. 

AnthophylUte  and  gedrite  are  essentially  Archean  minerals,  occur- 
ring especially  in  hornblende  gneisses  and  schists.  TremoUte  is  found 
as  an  accessory  mineral  in  metamorphic  limestones  and  dolomites. 
ActinoUte  is  also  a  mineral  of  the  metamorphic  rocks.     In  the 

1  See  0.  H.  Williams,  Am.  Jour.  Sci.,  3d  sar.,  yol.  31, 1886,  p.  35.  and  F.  D.  Adams,  Am.  Natoraltst,  vol. 
19, 1886,  p.  1087.    Williams  gives  a  number  of  leferenoes  to  alterations  of  this  kind. 

*  wailams,  Am.  Jour.  Sci.,  3d  ser.,  vol.  28. 1884,  p.  258. 

s  An  iron  anthophyllite,  FeSiOi,  associated  with  the  teyalite  of  Rockport,  MassaohnsBtts,  has  been 
described  by  C.  H.  Wanen,  Am.  Jour.  Sci.,  4th  ser.,  vol.  16, 1903,  p.  337. 

« See  O.  P.  Merrill,  Proc.  U.  S.  Nat.  Uus.,  vol.  18, 1896,  p.  281,  for  a  good  summary  of  our  knowledge  of 
asbestos. 

A  A.  C.  Lane  and  F.  F.  Sharpless  (Am.  Joor.  Bd.,  3d  ser.,  vol.  42, 1891,  p.  505)  have  applied  the  name 
grOnerlte  to  a  ferromagnesian  amphibole  Uke  commtDgtonite. 
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iron  regions  near  Lake  Superior  actinolite-magnetite  schists  are 
common.^ 

Anthophyllite,  tremolite,  and  actinolite  alter  easily  into  talC;  ser- 
pontine;  and  calcite.  The  reverse  alteration,  of  talc  into  anthophyl- 
lite,  has  been  reported  by  Genth.*  Uralite,  which  has  ordinarily  the 
composition  of  actinolite,  is  an  amphibole  derived  by  alteration  from 
similarly  constituted  pyroxenes.' 

Hornblende. — ^Monoclinic.  Composition  variable,  as  with  augite, 
of  which  hornblende  is  the  equivalent  among  the  amphiboles.  Horn- 
blende, however,  contains  a  smaller  proportion  of  lime  and  more 
magnesia  plus  iron  than  augite.  It  also  contains  aluminous  silicates. 
The  light-colored  hornblende,  with  little  iron,  is  called  edenite.  The 
darker  varieties  are  known  as  pargasite.  Specific  gravity,  3.0  to  3.47, 
depending  upon  the  proportion  of  iron.  Color,  white,  gray,  green, 
and  brown,  ranging  to  black.     Hardness,  5  to  6. 

The  subjoined  analyses  of  hornblende  are  given  in  the  memoir  by 
S.  L.  Penfield  and  F.  C.  Stanley.*  They  show  the  variability  in  com- 
position of  the  mineral,  and  also  the  predominance  of  magnesium  and 
iron  over  calcium,  the  reverse  condition  from  that  noted  in  augite. 

Analyses  of  hornblende. 

A.  From  Renfrew,  Ontario.    Stanley,  analyst. 

B.  From  Edenville,  New  York.    Stanley,  analyst. 

C.  From  Cornwall,  New  York.    J.  L.  Nelaon,  analyst.    Am.  Jour.  Sci.,  4th  ser.,  vol.  15,  1903,  p.  227. 
Fluorine  determination  added  to  Nelson's  analysis  by  Stanley. 

D.  From  Monte  Somma,  Italy.    Stanley,  analyst. 

E.  Basaltic  hornblende,  Bilin,  Bohemia.    Stanley,  analyst. 

F.  From  Grenville  Township,  Quebec.    Stanley,  analyst. 
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>  See  W.  S.  Bayley,  Am.  Jour.  Sci.,  3d  ser.,  vol.  46, 1893,  p.  176.    Also  C.  R.  Van  Else,  C.  K.  Leith,  and 
others,  in  Mon.  U.  S.  Oeol.  Survey,  vol.  28, 1807;  vol.  43, 1003. 

*  Proo.  Am.  Philos.  Soc.,  vol.  20, 1882,  p.  393. 

*  On  the  theory  of  uralitizadon  see  L.  Duparc  and  T.  Homung,  Compt.  Rend.,  vol.  130,  1904,  p.  223. 
Bee  also  Duparc,  Bull.  Soc.  mln.,  vol.  31, 1908,  p.  fiO. 

« Am.  Jour.  Sol.,  4th  ser.,  vol  23, 1907,  p.  23. 
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The  synthesis  of  hornblende  was  first  effected  by  K.  Chrustschoff .' 
He  heated  a  solution  containing  dialyzed  siUca,  alumina,  and  ferric 
hydroxide^  with  some  ferrous  hydroxide,  magnesium  hydroxide,  and 
lime  water,  for  three  months  to  550^  in  a  closed  digester,  and  obtained 
ciystak  of  amphibole.  C.  Doelter,'  by  using  fluxes  of  low  melting 
point,  also  succeeded  in  producing  the  mineral.  A  mixture  of  mag- 
nesia, oxide  of  iron,  alumina,  and  siUca,  fused  with  boric  acid,  gave 
the  desired  result.  He  also  succeeded  in  recrystalhzing  amphlboles 
from  a  flux  of  borax,  oir  from  one  of  magnesium  chloride  and  calcium 
chloride;  but  in  most  of  his  experiments  augite,  sometimes  with 
olivine,  soapolite,  magnetite,  anortkite,  or  orthoclase,  was  produced. 
E.  T.  Allen,  F.  £.  Wright,  and  J.  K.  Clement,'  in  the  research  already 
cited  under  pyroxene,  found  that  whoi  magnesium  metadilicate  was 
heated  considerably  above  its  mditing  pmnt  and  then  rapidly  cooled, 
the  orthorhombic  amphibole  was  formed.  With  slow  cooling,  pyrox- 
enes are  produced.  By  heating  the  orthorhombic  amphibole  with 
water  at  876^  to  475^,  it  was  transformed  into  the  monoclinic  modi- 
fication. The  latter  was  also  obtained  when  solutions  of  magnesium 
ammonium  chloride  or  of  magnesium  chloride  and  sodium  bicarbonate 
were  heated  with  sodium  silicate  or  amorphous  silica  during  three 
to  six  days  at  375®  to  475°  in  a  steel  bomb.  Small  quantities  of 
quartz  and  of  forsterite  were  formed  at  the  same  time. 

According  to  A.  Becker,*  when  anthophyllite  or  hornblende  is  fused, 
a  pyroxene,  sometimes  with  olivine,  is  formed.  According  to  A. 
Lacroix,*  alterations,  due  to  heat  alone  or  to  the  action  of  molten 
magmas,  of  hornblende  to  augite,  are  common  among  the  volcanic 
rocks  of  Auvei^e.  The  amphiboles,  in  short,  are  unstable  at  high 
temperatures,  and  either  the  rapid  cooling  of  a  magma,  the  presence 
of  water,  or  some  undetermined  influences  of  pressure,  conditions 
their  appearance  as  pyrogenic  minerals.  An  excess  of  magn^ia  is 
also  favorable  to  their  development,  while  an  excess  of  lime  may 
determine  the  formation  of  pyroxene. 

Common  hornblende  is  very  widely  diffused,  as  in  granite,  syenite, 
diorite,  diabase,  gabbro,  and  norite,  and  in  the  metamorphic  gneisses, 
hornblende  schists,  and  amphibolites.  The  crystalUzed  ''basaltic 
hornblende"  appears  as  an  early  secretion  in  andesite,  dacite,  phono- 
hte,  basalt,  etc.  Hornblende  alters,  not  only  into  pyroxenes  as  men- 
tioned above,  but  also  into  chlorite,  epidote,  biotite,  siderite,  calcite, 
and  quartz.  Pseudomorphs  of  hornblende  or  of  anthophyllite  after 
ohvine  have  been  described  by  F.  Becke  •  and  B.  Kolenko.^ 

1  Oompt.  Rend.,  vol.  112, 1891,  p.  077. 
s  Neues  Jabrb.,  pt.  1,  p.  1, 1897. 

•  Am.  Jour.  Sd.,  4tli  ser.,  vol.  22, 1906,  p.  38S. 
4Zeltschr.  Deutach.  geol.  Gesell.,  vol.  37, 1888,  p.  10. 

•  Hinfinlogle  de  la  France,  vol.  1, 1809-1896,  pp.  668-M). 

•  Mln.  pet.  Mitt,  vd.  4, 1882,  p.  460. 
V  Neoes  Jabrb.,  pt  2, 1885,  p.  90. 
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Ordinarily,  the  constitution  of  the  hornblendes  is  supposed  to  be 
analogous  to  that  of  augite,  metasilicates  of  the  form  RSiO,  being 
isomorphously  conuningled  with  Tschermak's  hypothetical  compound, 
RAl^SiOe.  It  is  also  commonly  assumed  that  the  amphibole  mole- 
cules aro  larger  than  those  of  the  pyroxenes,  as  shown  by  the  formulae 
of  diopside,  MgCaSijOo,  and  tremohte,  CaMg^Si^Oij.  The  latter 
assumption,  however,  is  not  well  grounded,  for  the  amphiboles,  as  a 
rule,  are  lower  in  specific  gravity  than  the  corresponding  pyroxenes, 
which  indicates  that  their  molecules  are  really  less  condensed.  The 
true  molecular  we^hts  are  unknown;  and  it  is  quite  possible  that 
they  are  better  represented  by  polymeric  symbols,  such  as  R,Si8024 
in  the  pyroxene  series  said  R^Si^Oi,  for  the  amphiboles.  The  way 
in  which  the  alkali  pyroxenes  alter  into  mixtures  of  orthosilicates 
and  trisilicates  offers  an  argmn^it  in  favor  of  this  view.  In  fact, 
G.  F.  Becker  ^  has  sought  to  explain  the  relations  between  the  two 
groups  of  minerals  upon  the  supposition  that  they  are  mixtures  of 
the  two  classes  of  salts  just  named.  There  are  still  other  interpreta- 
tions of  the  hornblendes.  R.  Scharizer  ^  regards  them  as  mixtures  of 
actinohte  with  an  orthosilicate  isomeric  with  garnet,  R^gR'^jSijOu, 
to  which  he  has  given  the  name  ''syntagmatite."  A  hornblende 
from  Jan  Mayen  Island  agrees  very  nearly  with  the  supposed  syn- 
tagmatite  in  composition.  F.  Berwerth  ^  also  assumes  the  presence 
of  orthosilicates  in  the  hornblendes,  and  attributes  part  of  their 
alumina  to  molecules,  which  are  either  those  of  micas  or  isomeric  with 
them.  Another  portion  of  the  alumina  he  regards  as  forming  the 
metasilicate  Al^ifi^,  a  compound  which  is  not  known  to  occur  by 
itself  in  nature.  An  alkaU  hornblende  from  Piedmont,  described  by 
F.  R.  Van  Horn,*  has  very  nearly  orthosilicate  ratios;  and  so  also 
has  a  variety  from  Dungannon,  Ontario,  studied  by  F.  D.  Adams  and 
B.  J.  Harrington.*  Some  hornblendes,  however,  contain  a  larger 
proportion  of  oxygen  than  orthosilicates  require;  and  to  explain 
their  constitution  it  is  necessary  to  assume  the  existence  of  basic 
salts — a  condition  which  is  fulfilled  by  the  molecule  RAl^SiOe-  The 
synthesis  of  such  a  compound,  or  its  discovery  as  an  actual  mineral 
would  go  far  toward  settling  the  constitution  of  this  important 
group. 

An  interpretation  of  the  amphiboles  quite  unUke  that  of  Tschermak 
has  been  proposed  by  S.  L.  Penfield  and  F.  C.  Stanley.'  They  assume 
the  existence  in  them  of  bivalent  molecules,  AI3OF3,  AlaOCOH)^ 

1  Am.  Jour.  Sd.,  3d  ser.,  yoI.  38, 1889,  p.  164.    See  also  F.  W.  aarice,  BuU.  U.  S.  Oeol.  Survey  No.  125, 
1806. 
s  Neoes  Jahrb.,  pt.  2, 1884,  p.  143. 
*Sitsixii89b.  AkBd.  Wien,  yol.  85,  pt.  1, 1882,  p.  153.    See  alao  H.  HaefDlEe,  Doet  ]>fas.,  OdMngeD,  1890. 

•  Am.  Geologist,  toI.  21, 1898,  p.  370. 

•  Am.  Jour.  Sci.,  4th  ser.,  toI.  1, 1896,  p.  210.    "HMtingsite." 

•  Idem,  voL  23, 1907,  p.  23.  Other  dlacuasioiu  of  the  oonstltation  of  the  amphibolea  ue  by  S.  Krents, 
Sltsnngsb.  Akad.  Wien,  yol.  117,  pt  1, 1906,  p.  877,  and  O.  ICurgoci,  Bull.  Dept.  GMdogy,  Univ.  Caltfomia, 
ToL  4, 1906,  p.  860. 


Digitized  by 


Google    — 


368  THE  DATA  OF  GE0GHEMI8TBY. 

A1,0,R'^  and  Al^O^R^'Na,,  and  also  the  univalent  group  MgF;  in 
order  to  account  for  fluorine,  water,  and  alumina.  All  of  the  amphi- 
boles  are  then  formulated  as  polymetasiUcates. 

All  of  these  interpretations  of  the  amphibole  group  need  careful 
reconsideration  in  the  light  of  evidence  obtained  by  E.  T.  Allen  and 
J.  K.  Clement.^  These  chemists  find  that  water  is  an  almost  invaria- 
ble constituent  of  these  minerals,  running  up  in  tremolite  to  as  high 
as  2.5  per  cent.  This  water  is  gradually  lost  on  heating,  without  any 
loss  of  homogeneity  and  with  very  sUght  change  in  the  optical  prop- 
erties. It  is  therefore  not  constitutional  but  occluded  water,  or 
water  in  ''solid  solution,"  as  the  authors  express  it.  How  far  this 
conclusion  may  affect  the  formulas  of  the  minerals  can  be  determined 
only  after  a  careful  revision  of  all  the  trustworthy  hornblende 
analyses,  but  it  will  probably  lead  to  simplification. 

Qlaucophane. — ^Monoclinic.  Normally  NaAlSi,Oe.(FeMg)SiOj,  but 
variable  amounts  of  the  calcium  metasilicate  may  be  present  also. 
Ck)lor,  blue,  bluish  black,  or  grayish.  Specific  gravity,  3  to  3.1. 
Hardness,  6  to  6.5. 

RiebedcUe. — ^Monoclinic.  Composition,  2NaFeSi30e.FeSiO,.  Color, 
black. 

Orocidolite. — Composition,  NaFeSisOe.FeSiO,.  Resembles  riebeck- 
ite.  Molecular  weight,  364.1.  Specific  gravity,  3.2  to  3.3.  Molecu- 
lar volume,  112.  Asbestiform.  Color,  dark  blue,  sometimes  greenish 
or  nearly  black.     Hardness,  4. 

Several  other  amphiboles  related  to  the  three  species  described 
above  have  been  given  independent  names.  Rhodusite,  described  by 
H.  B.  Foullon,^  is  an  asbestiform  variety  of  glaucophane  in  which 
aluminum  has  been  replaced  by  ferric  iron.  Crossite,  from  CaU- 
fomia,  according  to  C.  Palache,'  is  intermediate  between  riebeckite 
and  glaucophane. 

ArfvedsaniU. — ^Monoclinic.  The  composition  is  approximately 
4Na,SiO,+  13FeSiOs  +  3CaSiO,-fFe''Al,SiOe,  but  probably  variable. 
Specific  gravity,  3.45.    Color,  black.     Hardness,  6. 

BarkevUcite. — Intermediate  between  arfvedsonite  and  hornblende.^ 
Color,  black.    Specific  gravity,  3.43. 

jEnigmaiite. — Triclinic.  Essentially  a  metasilicate  of  sodium  and 
ferrous  iron,  but  with  titanium  replacing  a  part  of  the  sihcon,  and  a 
small  admixture  of  the  basic  salt  RFe'",SiO«.*  Specific  gravity,  3.80. 
Color,  black. 

1  Am.  Joat.  Sd.,  4th  ser.,  vol.  26, 1906,  p.  101. 

t  SlUunssb.  Akad.  Wien,  vol.  100,  pt.  1, 1891,  p.  176. 

*  Bull.  Dept.  Geology  Univ.  Calilornia.  vol.  1, 1894,  p.  181. 

« For  a  diaousskm  of  the  composition  of  barkevikite,  see  W.  C.  BrOgger,  Zeltachr.  Kryst.  If  in.,  vol  19, 
1890,  p.  412. 

•  See  BrOgger,  op.  dt.,  pp.  428-429.    See  also  J.  SoeUner.  Neues  Jahrb.,  Bell.  Bd.  24, 1907,  p.  475,  ^trbo  hm 
daaocfbed  a  new  mineral,  rhoenite,  allied  to  fenigmatite. 
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Among  these  alkali  amphiboles,  glaucophane  and  riebeckite  are  the 
most  important.  They  are  partly,  although  not  absolutely,  the  equiv- 
alent of  jadeite  and  acmite  among  the  pyroxenes,  but  differ  from  tiiem 
chemically  in  containing  the  molecules  FeSiO,  and  MgSiO,  in  addi- 
tion to  the  aluminous  compounds.  None  of  them  has  been  prepared 
synthetically,  and,  like  the  other  amphiboles,  they  yield  pyroxenes 
upon  fusion.* 

Glaucophane  occurs  chiefly  in  a  series  of  glaucophane  schists  and  in 
eclogite.'  It  has  also  been  observed  in  some  eruptive  rocks.  It  alters 
into  chlorite,  feldspar,  and  hematite.'  Riebeckite  is  found  in  gran- 
ites and  syenites;  crocidoUte  also  occurs  in  granite  and  in  quartz 
schist.  By  oxidation  of  the  iron  and  infiltration  of  silica,  crocidolite 
alters  into  the  beautiful  ornamental  stone  known  as  ''tiger-eye." 
Riebeckite  is  reported  as  altering  to  epidote.^ 

Arfvedsonite  and  barkevikite  occur  chiefly  in  augite  and  elaBolite 
syenites,  also  in  a  granite.  iEnigmatite  is  known  chiefly  from  the 
sodalite  syenite  of  Greenland;  but  cossyrite,  which  is  probably  the 
same  mineral,  was  found  in  a  rhyolite  lava.  Arfvedsonite  alters  into 
acmite  and  lepidomelane,^  and  so  also  does  barkevikite.^ 

Kaersutite  from  Greenland  and  linosite  from  the  island  of  Ldnosa, 
east  of  Tunis,  are  aluminous  amphiboles  rich  in  titanium.  In  lin- 
osite H.  S.  Washington  '  found  over  10  per  cent  of  TiO,. 

THE  OLIVINE  GROUP. 

Forsterite. — Orthorhombic.  Composition,  MgjSiO^.  Molecular 
weight,  141.4.  Specific  gravity,  3.2.  Molecular  volume,  44.2.  Color, 
white,  often  tinted  yellowish,  greenish,  or  gray.     Hardness,  6  to  7. 

Faycdite. — Orthorhombic.  Composition,  Fe2Si04.  Molecular 
weight,  204.4.  Specific  gravity,  4  to  4.14.  Molecular  volume,  49.8. 
Color,  yellow  to  brown  and  black.     Hardness,  6.5. 

Forsterite  and  f ayalite  are  two  minerals  which,  rare  by  themselves, 
are  very  conunon  in  isomorphous  mixture.     The  usual  mixture,  in 

1  See  BrOgger,  op.  clt,  p.  410,  with  reference  to  arfvedsonite.  C.  Doelter  (Mln.  pet.  Mitt.,  vol.  10,  1888, 
p.  70)  fused  glaucophane  with  sodium  fluoride  and  magnesium  fluoride  and  obtained  a  product  resembling 
acmite. 

s  See  E.  Oebbeke,  Zeltschr.  Deutsch.  geol.  Oesell.,  vol.  38,  p.  634, 1886,  for  a  summary  of  occurrences  and 
bibliography.  Also  H.  8.  Washington,  Am.  Jour.  Sci.,  4th  ser.,  vol.  11, 1901,  p.  35;  G.  F.  Becker,  Hon. 
U.  S.  Geol.  Survey,  vol.  13, 1888,  p.  102;  and  H.  Rosenbusch,  Sitzungsb.  Akad.  Berlin,  1898,  p.  706.  Wash- 
ington's memoir  is  very  full.  On  the  glaucophane  rocks  of  California,  see  J.  P.  Smith,  Proc.  Am.  Philos. 
Soc.,  vol.  46, 1907,  p.  183. 

>  L.  Colomba,  Zeltschr.  Kryst.  Min.,  vol.  26, 1896,  p.  215. 

*  On  riebeckite  rocks,  see  G.  T.  Prior,  Min.  Mag.,  vol.  12, 1889,  p.  92;  P.  Termier,  Bull.  Soc.  min.,  vol.  27, 
1904,  p.  265;  G.  M.  Murgod,  Am.  Jour.  Sci.,  4th  ser..  vol.  20, 1906,  p.  133.  According  to  Murgoci,  riebeckite 
forms  only  from  i>ersilicic'magma8.  Riebeckite  rocks  from  Oklahoma  are  described  by  A.  F.  Rogers  in 
Jour.  G«ok>gy,  vol.  15, 1907,  p.  283.  ^ 

» W.  C.  BrOgger,  Zeltschr.  Kryst  Min.,  vol.  16, 1900,  pp.  407-410;  also  N.  V.  Usslng,  idem,  vol.  26, 1806, 
p.  104. 

•  BrOgger,  op.  cit,  pp.  418-422. 

» Am.  Jour.  Sci.,  4th  ser.,  vol.  28, 1909,  p.  187. 
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which  the  magnesium  salt  predominates,  is  known  as  olivine,  chryso- 
lite, or  peridot.  A  variety  containing  a  large  amount  of  iron  is  called 
hyalosiderite.  Hortonolite  is  another  member  of  the  group,  contain- 
ing much  iron,  less  magnesia,  and  about  4.5  per  cent  of  manganese 
oxide.  The  compoimd  Mn^SiO^  occurs  as  tephroite,  and  roepperiteis 
a  variety  containing  zinc.  E^nebelite  is  intermediate  between  f  ayalite 
and  tephroite.  All  of  these  minerals  are  represented  by  the  general 
orthosilicate  formula  R^SiO^.  Titanic  oxide,  up  to  5  per  cent  or 
more,  may  replace  a  part  of  the  silica  in  olivine,  forming  a  variety  to 
which  the  name  titanolivine  has  been  given.^ 

MoTUiceUite. — Orthorhombic.  Composition,  MgCaSi04.  Molecu- 
lar weight,  188.9.  Specific  gravity,  3  to  3.26.  Molecular  volume,  61. 
Colorless  to  yellowish,  greenish,  or  gray.  Hardness,  6  to  5.5.  The 
very  rare  glaucochroite,  CaMnSiO^,  is  analogous  to  monticellite  in 
composition. 

The  members  of  the  olivine  group  are  easily  prepared  by  artificial 
means,  and  are  of  common  occurrence  in  slags  .^ 

The  first  intentional  synthesis  of  olivine  was  effected  by  Berthier,* 
by  simply  fusing  its  constituent  oxides  together.  Fouqufi  and  L6vy  * 
also  obtained  it  by  fusing  silica  and  magnesia  with  ferrous  ammo- 
nium sulphate.  In  their  synthesis  of  basalt  ^  they  observed  olivine 
among  the  earliest  crystallizations  from  the  magma.  J.  J.  Ebelmen  * 
prepared  forsterite  by  fusing  a  mixture  of  boric  oxide,  silica,  and 
magnesia.  •  In  this  case  the  boric  oxide  simply  serves  as  a  solvent  of 
relatively  low  melting  point,  from  which  the  synthetic  mineral  crys- 
tallizes just  as  ordinary  salts  crystallize  from  solution  in  water.  A 
Daubr^e '  obtained  olivine  by  recrystallization  from  fused  meteorites, 
magnesian  eruptive  rocks,  and  serpentine.  He  also  *  prepared  mix- 
tures of  olivine  and  metallic  iron,  resembling  certain  meteorites,  by 
partial  oxidation  of  an  iron  silicide  and  subsequent  fusion  of  the 
product.  O.  Lechartier^  fused  silica  and  magnesia  with  calcium 
chloride,  and  P.  Hautefeuille  *®  operated  with  the  same  oxides  and 
magnesium  chloride.  Olivine  was  produced  in  both  cases  when  the 
oxides  were  in  the  proper  proportions.     By  varying  the  proportions 

I  See  A.  Damour,  Bull.  Soc.  mln.,  vol.  2, 1879,  p.  15;  and  L.  Brugnatelll.  Zeitschr.  Kryst.  Min.,  vol.  S9, 1904, 
p.  209. 

s  See  Fouqu^  and  L^vy,  Synthdae  desmin^m  et  des  roches,  p.  96;  L.  Bourgeois,  Reproduction  artUkdelle 
des  mln^ux,  pp.  108-110;  Vogt,  Mineralbildung  in  Schmelzmasaen,  p.  8.  A.  Stelxner  and  H.  Sdmlse 
(Neues  Jahrb.,  1882,  pt.  1,  p.  170)  have  described  a  slac;  containing  a  zino-bearlng  fayallte;  and  H.  Laspeyres 
(Zeitschr.  Kryst.  ICin.,  vol.  7,1883,  p.  494)  has  reported  another  fuznaoe  product  having  theoomposition 
MnFeiSiaOs. 

<  Cited  by  Fouqu^  and  L^vy,  op.  cit.,  p.  97. 

4  Bull.  Soc.  mln.,  vol.  4, 1881»  p.  279. 

ft  Compt.  Rend.,  vol.  92,  1881,  p.  887. 

•  Annates  ohim.  phys.,  3d  ser.,  vol.  83, 1851,  p.  58 
'  Compt.  Rend.,  vol.  82, 1866,  pp.  300, 369, 660. 

•  Etudes  sjrnth^tlques  de  gtologie  ezp^rimentale,  p.  B2L 

•  Compt.  Rend.,  vol.  67, 1868,  p.  41. 

M  Annates  ohim.  phys.,  4th  aer.,  vol.  4, 1865,  p.  129. 


Digitized  by  VnOOQ IC 


BOCK-FOBMING  HINEBALS.  871 

eiistatite  or  enstatite  and  olivine  together  were  formed.  S.  Meunier,^ 
by  heating  magnesium  vapor  to  redness  in  a  mixture  of  water  vapor 
and  silicon  chloride,  obtained  both'  ohvine  and  enstatite.  Fayalite 
was  prepared  by  A.  Grorgeu,'  who  heated  ferrous  chloride  with  silica 
to  redness  in  a  stream  of  moist  hydrogen.  Olivine  is  also  formed,  ac- 
cording to  C.  Doelter,'  when  hornblende  is  fused  with  calcium  and 
magnesium  chlorides,  and  is  among  the  products  of  fusion  of  biotite, 
vesuvianite,  tourmaline,  clinochlore,  and  some  garnets.  Forsterite 
was  obtained  by  E.  T.  Allen,  F.  E.  Wright,  and  J.  K.  Clement,* 
incidentally  to  their  preparation  of  magnesian  pyroxenes. 

Ohvine  is  an  essential  pyrogenic  constituent  of  many  eruptive 
rocks,  such  as  peridotite,  norite,  basalt,  diabase,  and  gabbro.  Dunite 
is  a  rock  consisting  of  olivine  alone,  or  at  most  accompanied  by 
trivial  amounts  of  accessories.  Since  ohvine,  fused  with  siUca,  yields 
enstatite,  it  can  occur  normally  only  in  rocks  low  in  sihca.  As  the 
latter  increases  in  amoimt,  pyroxenes  take  its  place.  Ohvine,  how- 
ever, sometimes  appears  abnormally,  as  a  minor  accessory,  in  highly 
sihceous  rocks  like  trachyte  and  andesite.  Fayahte,  for  instance, was 
found  by  J.  P.  Iddings,*  associated  with  tridymite  in  hthophyses  of 
rhyoUte  and  obsidian  in  the  Yellowstone  Park.  A  similar  occur- 
rence in  the  Lipari  Islands  is  reported  by  Iddings  and  S.  L.  Pen- 
field.*  At  Rockport,  Massachusetts,  fayalite  has  been  found  in 
granite.^  Ohvine  is  also  a  conmion  constituent  of  meteorites,  and  is 
often  conspicuously  associated  with  metaUic  iron.  As  products  of 
thermal  metamorphism  olivine  and  forsterite  are  found  in  limestones 
and  dolomites,  frequently  accompanied  by  spinel.*  The  boltonite  of 
Bolton,  Massachusetts,  is  an  occurrence  of  this  kind. 

The  members  of  the  ohvine  group  all  undergo  alteration  with 
extreme  facihty.  The  tjrpical  alteration  of  peridotite  rocks  is  into 
serpentine.  By  further  changes,  magnetite,  magnesite,  hydromag- 
nesite,  brucite,  calcite,  opal,  and  quartz  may  be  formed.  By  oxidation 
of  the  iron  sihcate,  hmonite  is  produced.  P.  von  Jerem^ef®  has 
described  pseudomorphs  of  talc,  serpentine,  and  epidote  after  olivine. 
The  ohvine  was  first  transformed  to  serpentine,  that  into  epidote,  and 
that  finally  into  talc  and  clay.  Pseudomorphs  of  hornblende  after 
ohvine  are  recorded  by  F.  Becke  ^*  and  B.  Kolenko."    By  a  reaction 

i  Compt  Rend.,  vol.  98, 1881,  p.  787. 

>  Idem,  vol.  08, 1884,  p.  020. 

a  ICin.  pet  liitt.,  vol.  10, 1888,  p.  67;  and  Neues  Jahrb.,  1897,  pt.  1,  p.  1. 

«  Am.  Joor.  Scl.,  4th  ser.,  vol.  22, 1906,  p.  885. 

•  Idem,  8d  ser.,  vol.  80, 1885,  p.  58. 

•  Idem,  vol.  40, 1800,  p.  75. 

f  See  S.  L.  Penfleld  and  E.  H.  Forbes,  Am.  Joor.  ScL,  4tli  ser.,  vol.  1, 1896,  p.  129. 

•  See  C.  T.  Ckanf^  and  W.  Pollard,  Quart.  Joor.  Oeoi.  8oc.,  vol.  55, 1899,  p.  372. 

•  Zeitsohr.  Kryst.  ICin.,  vol.  32, 1900,  p.  430. 
9  Min.  pet.  Mitt.,  vol.  4, 1882,  p.  460. 

u  Neues  JiJirb.,  1886,  pt.  2,  p.  90. 
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between  olivine  and  feldspar,  according  to  R.  Brauns,^  a  pyroxene 
can  be  formed.  Monticellite  alters  into  serpentine  and  pyroxene; 
and  C.  H.  Warren'  found  a  ferrous  anthophyllite,  F^SiOg,  derived 
from  the  fayaUte  of  Rockport. 

THE  MICAS. 

Muscovite. — ^Monoclinic.  Composition  normally  AljKHjSijOja. 
Molecular  weight,  399.6.  Specific  gravity,  2.85.  Molecular  volume, 
140.  Colorless  when  pure,  but  usually  tinted  slightly  by  impurities. 
Hardness,  2  to  2.5. 

Some  varieties  of  muscovite  diflfer  from  the  normal  compound  in 
containing  a  higher  proportion  of  silica.  These  all  represent  admix- 
tures of  the  isomorphous  trisilicate  AljKHjSi^Oj^.  Fuchsite  is  a 
muscovite  containing  small  amounts  of  chromium,  replacing  alumi- 
num. Baddeckite  *  appears  to  be  a  muscovite  containing  much  ferric 
iron,  due  to  admixtures  of  the  compound  FejKHjSijOu.  F.  W. 
Clarke  and  N.  H.  Darton*  have  described  an  altered  mica  which 
seems  to  be  derived  in  part  from  the  same  ferric  salt.  Roscoelite  is 
similar,  but  with  nearly  two-thirds  of  the  aluminum  replaced  by 
vanadium.*  Sericite,  margarodite,  damourite,  gilbertite,  etc.,  are 
muscovites  of  secondary  origin. 

Paragonite, — ^Monoclinic.  A  sodium  mica,  AlaNaHjSijOia,  corre- 
sponding to  muscovite.  Molecular  weight,  383.5.  Specific  gravity, 
2.9.  Molecular  volume,  132.2.  Color,  like  muscovite.  Hardness, 
2.5  to  3. 

Lepidolite. — ^Monoclinic.  A  lithia-bearing  mica  of  variable  com- 
position. In  most  cases  a  mixture  of  a  fluoriferous  trisilicate, 
AlFa.SijOg.R's,  in  which  R'«(Li,K),  with  molecules  of  the  musco- 
vite type.  Color  commonly  rose-red  or  lilac,  but  also  white,  gray,  or 
brown.  Specific  gravity,  2.8  to  2.9.  Cookeite,  Al(OH)2.Si30u.R'rf, 
is  probably  a  derivative,  by  hydration,  of  lepidolite;  but  it  may 
be  an  alteration  of  tourmaline.  Polylithionite  is  another  lithia  mica 
in  which  the  ratio  Si:  O  is  entirely  trisilicate.  The  separate  existence 
of  such  a  compound  among  the  micas  sheds  much  light  upon  their 
constitution;  but  of  that,  more  later.  Zinnwaldite  and  cryophyllite 
are  other  lithia  micas  containing  iron  and  intermediate  in  composi- 
tion between  lepidolite  and  the  ferruginous  biotites.  Lepidolite  is 
found  chiefly,  if  not  exclusively,  in  albitic  pegmatite  veins  and  has 
little  significance  as  a  rock-forming  mineral. 

Biofite. — ^Monoclinic.  Normal  composition,  Al,Mg,KHSi,Oi„  but 
with  admixtures  of  the  corresponding  ferric  and  ferrous  salts  in 

1  Neues  Jahrb.,  1888,  pt.  2,  p.  79. 

>  Am.  Jour.  Sd.,  4th  ser.,  vol  16, 1903,  p.  837. 

•  G.  G.  Hoflman,  Ann.  Rept.  Oeol.  Survey  Canada,  voL  9, 1806,  p.  U  B. 
« BuU.  U.  S.  Qeol.  Survey  No.  167, 1900,  p.  IM. 

•  F.  W.  Clarke,  Idem,  p.  73. 
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variable  proportions.  Molecular  weight  of  the  normal  biotite,  420.3. 
Specific  gravity,  2.7.  Molecular  volume,  155.6.  The  specific  gravity 
of  the  iron  biotites  may  reach  3.1.  That  is  the  density  of  siderophyl- 
lite,  which  is  very  near  to  the  normal  ferrous  biotite  in  composition 
and  has  a  molecular  volume  of  155.9.  There  are  also  biotites  con- 
taining small  amounts  of  chromium,  barixmi,  manganese,  etc.  Color, 
in  biotite  generally,  green  to  black,  rarely  white,  sometimes  yellow 
to  brown.    Hardness,  2.5  to  3. 

PMogopUe. — ^Monoclinic.  Composition  variable;  typical  phlogo- 
pite  approximates  to  AlMgaKHsSi^Oi,.  Usually  contains  a  low  pro- 
portion of  water  and  some  fluorine;  also  iron  in  small  quantities. 
Normal  molecular  weight,  418.6.  Specific  gravity,  2.75.  Molecular 
volume,  152.2.  Color,  brown,  yellowish,  reddish,  greenish,  some- 
times white.  Hardness,  2.5  to  3.  Between  phlogopite  and  biotite 
there  are  many  intermediate  mixtures;  and  the  varieties  contain- 
ing much  ferric  iron  are  known  as  lepidomelane.  The  ratios  of  the 
latter  are  commonly  near  those  of  biotite. 

Chloritoid, — ^Monoclinic*  Composition,  Al3Fe''H2Si07;  being  a 
very  basic  orthosilicate.  Some  magnesia  or  manganese  may  replace 
a  part  of  the  iron.  Molecular  weight,  252.5.  Specific  gravity,  3.45. 
Molecular  volume,  73.2.  Color,  gray,  greenish  gray,  and  grayish  or 
greenish  black.  Hardness,  6.5.  Ottrelite,  which  is  an  important 
constituent  of  some  schists,  is  probably  the  trisilicate  corresponding 
to  chloritoid,  AlgFeH^SijOii.  These  minerals,  together  with  mai> 
garite,  seybertite,  and  xanthophyllite,  form  the  clintonite  group,  or 
so-called  brittle  micas.  They  are  all  foliated,  micaceous  minerals, 
extremely  basic,  and  free  from  alkalies.  The  true  ferromagnesian 
micas  often  contain  admixtures  of  these  basic  molecules. 

Although  muscovite  is  very  simple  in  its  constitution,  the  other 
micas,  including  the  clintonite  series,  are  quite  complex.  Just  as  in  . 
the  pyroxene  and  amphibole  groups,  we  have  to  deal  with  isomorphous 
mixtures  of  different  salts,  which  vary  not  only  to  some  extent  in  type, 
but  also  in  their  '' replacements"  of  aluminum  by  iron  or  chromium, 
potassium  and  hydrogen  by  sodium  or  lithium,  and  magnesium  by 
iron  or  manganese.  In  some  of  the  brittle  micas  calcium  also  appears 
and  in  lepidolite  and  phlogopite  the  equivalency  of  hydroxyl  and 
fluorine  has  to  be  taken  into  accoimt.  Furthermore,  the  ferromag- 
nesian micas  are  highly  alterable  by  hydration;  and  it  is  not  always 
possible  to  be  certain  whether  a  change  of  that  order  may  not  have 
begun.  In  spite  of  all  difiicidties,  however,  the  micas  can  be  expressed 
by  a  small  number  of  generalized  formulce,  which  are  all  derivable 
from  one  general  type,  as  follows: 

Muscovite,  Wjfi'tlSiO;)^        and  R%R^,(Si,08),. 
Biotite,        R^^^aR^^aR^a(Si04)8  and  R^^^aR^^aR^SijOg),. 
Phlogopite,  R^^^,R^^,R^8(SiOJaand  R^^^R^^jRVSijOg),. 

t  TrlcUnlc  aooordlng  to  H.  F.  Keller  and  A.  C.  Lane,  Am.  Jour.  Sci.,  3d  ser.,  vol.  42, 1891,  p.  499. 
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According  to  J.  Uhlig/  the  rare  mineral  kryptotile^  an  alteration 
product  of  prismatine,  is  an  end  member  of  the  muscovite  series, 
with  formula  AljH8(Si04),.  Possibly  the  claylike  mineral  leverrierite 
may  be  akin  to  kryptotile.  To  these  normal  micas  must  be  added 
two  basic  types,  namely,  R'"  Fj.SigOgR',  in  lepidolite,  zinnwaldite, 
and  some  phlogopites,  and  the  dintonite  molecule  R^'^OsR''. 
Si808.R%,  with  its  orthosilicate  equivalent  R'"03R".Si04.R'a. 
To  each  of  these  forms  a  known  mica  corresponds,  so  that  the  expres- 
sions involve  no  assumptions  of  hypothetical  molecules.  In  G. 
Tschermak's  theory  of  the  mica  group,*  hypothetical  compounds 
are  invoked  with  which  no  actual  micas  agree. 

Several  syntheses  of  mica  have  been  reported,  but  they  are  not  alto- 
gether satisfactory,  for  the  reason  that  the  products  obtained  were 
not,  except  in  one  instance,  yerified  by  analysis.  Unfortunately,  a 
large  proportion  of  the  work  so  far  done  in  synthetic  mineralogy  has 
been  purely  qualitative,  and  therefore  incomplete.  A  substance  may 
be  micaceous,  and  yet  a  different  thing  from  any  natural  member  of 
the  mica  group.  The  true  micas,  as  a  rule,  are  hydrous  minerals; 
water  is  one  of  their  essential  constituents;  syntheses  by  igneous 
methods,  at  ordinary  pressures,  are  therefore  to  be  regarded  with  sus- 
picion. Some  phlogopites  are  nearly  anhydrous,  however,  and  it 
would  be  unwise  to  condemn  the  reported  syntheses  without  further 
investigation.  The  magnesian  mica,  described  and  partly  analyzed 
by  J.  H.  L.  Vogt,"  from  the  slags  of  the  Kafveltorp  copper  works  in 
Sweden,  may  have  been  a  phlogopite  of  the  type  just  indicated,  with 
its  hydrogen  replaced  by  some  other  monad  radicle.  To  Fouqu6 
and  Levy's  ^  synthesis  of  a  mica  trachyte,  the  objections  just  cited  do 
not  apply.  They  heated  a  powdered  granitic  glass  with  a  little  water, 
under  pressure,  and  for  a  long  time,  to  redness,  and  obtained  an  arti- 
ficial rock  in  which  scales  of  Inica  were  visible.  In  this  synthesis 
water  played  a  distinct  part. 

By  the  prolonged  heating  of  andalusite  with  a  solution  of  potassium 
carbonate  and  potassium  fluoride  at  250°,  C.  Doelter  ^  obtained  scales 
of  white  mica.  This  transformation  is  instructive,  for  andalusite 
alters  into  muscovite  quite  readily.  P.  Hautefeuille  and  L.  P.  de 
Saint-Gilles  ^  fused  the  constituents  of  an  iron  mica  with  potassium 
silicofluoride  and  foimd  crystals  resembling  mica  in  their  product. 
K.  Chrustschoff 's  ^  work  was  more  definite.  He  fused  a  mixture 
equivalent  to  a  mica  basalt  with  the  fluorides  of  sodium,  aluminum, 
and  magnesium,  and  also  with  potassium  silicofluoride.    After  very 

1  Zeitschr.  Kryst.  Mln.,  vol.  47, 1910,  p.  215.    See  alao  A.  Bauer,  ZeitMbr.  Deotsdi.  geol.  QeseH, vol.38, 
1886,  p.  705. 

*  Zeitschr.  Kryst.  Kin.,  vol.  2,  p.  14, 1878;  vol.  3, 1879,  p.  U3. 

*  Berg-  u.  Hattenm.  Zeltung,  vol.  47,  p.  197. 

*  Gompt.  Rend.,  vol.  113, 1891,  p.  283. 
ft  AUgem.  ofaem.  Mlneralogie,  p.  207. 

*  Oompt.  Read.,  voL  104, 1887,  p.  508. 
V  Mln.  pet.  Mitt.,  voL  9, 1887,  ]>.  56. 
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slow  cooling,  the  mass  contained  a  micaceous  mineral,  which  was 
separated  and  analyzed.  It  was  essentially  an  anhydrous  biotite. 
J.  Morozewicz  ^  added  about  1  per  cent  of  tungstic  acid  to  a  mixture 
having  the  composition  of  rhyolite,  and  obtained,  after  prolonged 
fusion  and  slow  cooling,  tables  of  biotite. 

C.  Doelter,^  in  a  series  of  memoirs,  reports  the  formation  of  micas 
by  the  fusion  of  various  natural  silicates  with  fluorides.  Hornblende, 
augite,  pyrope,  almandite,  and  grossularite,  fused  with  sodium  fluor- 
ide and  magnesium  fluoride,  yielded,  among  other  products,  biotite. 
It  must,  however,  have  been  a  sodium  biotite,  for  the  materials  used 
seem  to  have  contained  no  potassium.  Glaucophane  treated  in  the 
same  way  gave  a  phlogopite.  Leucite,  with  sodium  or  potassium 
fluoride,  was  converted  into  an  alkaU  mica  and  with  magnesium 
fluoride  yielded  biotite.  Andalusite,  heated  to  redness  with  potas- 
sium silicofluoride  and  aluminum  fluoride,  gave  muscovite,  and  when 
lithium  carbonate  was  added  to  the  mixture  a  lithia  mica  was 
obtained.  An  artificial  mixture  corresponding  to  KAlSiO^  +  MgjSiO^, 
fused  with  sodium  and  magnesium  fluoride,  also  formed  biotite. 
From  other  mixtures  he  produced  muscovite,  phlogopite,  and  an  iron 
mica.  None  of  these  products  seems  to  have  been  analyzed,  and  as 
their  generation  is  ascribed  to  presumably  anhydrous  materials,  it  is 
probable  that  they  were  analogous  to  rather  than  identical  with  the 
natural  micas.  Possibly  they  were  micas  containing  fluorine  in  place 
of  hydroxyl.  In  nearly  all  the  reported  syntheses  of  mica  fluorides 
have  played  an  important  part,  but  their  exact  function  is  unkno\'^Ti. 

Primary  muscovite  is  essentially  a  mineral  of  the  deep-seated 
rocks,  especially  of  the  granites  and  quartz  porphyries.  It  is  never 
found  in  recent  eruptives.  From  its  water  content  we  may  infer 
that  it  was  formed  under  pressure.  Muscovite  is  also  abundant  in 
mica  schist,  and  paragonite  is  similarly  found  in  a  paragonite  schist. 
As  an  alteration  product  of  other  minerals  muscovite  is  very  conmion. 
Feldspar,  topaz,  andalusite,  kyanite,  n&phelite,  spodumene,  the  scapo- 
lites,  and  various  other  silicates  alter  readily  into  mica.  Pinite  and 
several  other  pseudomorphous  minerals  of  like  character  consist  of 
muscovite  more  or  less  impure.  Lepidolite  is  probably  in  many  cases 
secondary  after  muscovite,  for  it  often  forms  margins  upon  plates  of 
the  latter  mineral.  Cryophyllite  forms  similar  margins  upon  lepi- 
domelane. 

Biotite  is  an  important  constituent  of  many  massive  igneous  rocks, 
such  as  granite,  syenite,  diorite,  trachyte,  andesite,  mica  basalt,  etc. 
It  forms  among  the  earliest  secretions,  immediately  following  the 
ores,  apatite  and  zircon.  It  is  sometimes  altered  by  magmatic  corro- 
sion to  a  mixture  of  augite  and  magnetite.'    Pressure  seems  to  con- 

»  Neues  Jahrb.,  pt.  2, 1893,  p.  48. 

s  Idem,  pt.  2, 1888,  p.  178;  pt.  1, 1807,  p.  1.    Also  Min.  pet.  Mitt.,  vol.  10, 1888,  p.  07. 

•  For  a  disonasion  of  tbis  alteration,  see  H.  8.  Waahlngton,  Jour.  Geology,  vol.  4, 1896,  p.  257. 
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dition  its  formation.  Phlogopite  occurs  chiefly  in  granular  Ar- 
chean  limestones  and  in  serpentine;  but  W.  Cross  ^  has  described 
it  as  a  constituent  of  a  peculiar  igneous  rock,  wyomingite.  Chloritoid 
and  ottrelite  are  found  9nl7  in  phyllitic  schists,'  and  are  of  minor 
importance.   » 

Muscovite,  under  ordinary  conditions,  is  one  of  the  least  alterable 
of  minerals.  The  feldspar  of  a  granite  may  be  completely  kaolin- 
ized,  while  the  embedded  plates  of  mica  retain  their  brilliancy  almost 
unchanged.  By  treatment  with  aqueous  reagents  at  500^,  however, 
C.  and  G.  Friedel '  transformed  muscovite  into  nepheUte,  sodalite, 
leucite,  orthoclase,  and  anorthite.  Upon  fusion,  according  to  C. 
Doelter,^  muscovite  breaks  up  into  leucite,  glass,  and  a  substance  re- 
sembUng  nephelite.  Lepidolite  and  zinnwaldite  lave  in  a  similar 
manner.  W.  Vernadsky  *  observed  corundum  and  sillimanite  among 
the  fusion  products  of  mica.  From  the  composition  of  muscovite  a 
splitting  up  into  water,  leucite,  and  sillimanite  may  be  inferred, 
according  to  the  equation — 

AlaKH^SijOi, = AlKSi  A  +  Al^SiO^  +  H^O  ; 
and  with  this  the  reported  derivation  of  muscovite  from  leucite  can 
be  correlated."  Biotite,  according  to  Doelter,  yields  no  leucite  upon 
fusion,  but  breaks  up  into  olivine  and  spinel,  with  other  less  com- 
pletely identified  substances.  On  the  other  hand,  H.  Backstrom^ 
fused  biotite  and  found  olivine,  leucite,  a  little  spinel,  and  glass  to 
be  the  substances  formed  by  its  decomposition. 

Unlike  muscovite,  biotite  and  phlogopite  alter  easily,  and  pass  into 

a  series  of  apparently  indefinite  substances  known  as  "  vermiculites." 

The  change,  however,  is  very  simple,  and  consists  merely  in  the 

replacement  of  the  alkaline  metals  by  hydrogen,  with  assumption  of 

additional,  loosely  combined  water.     From  the  typical  ferromag- 

nesian  micas  the  following  derivatives  are  thus  formed: 

From  AlaMgaKHSijOij AlaMgjHjSigOia.aHjO. 

From  AlMgjKHaSigOia AlMggHaSiaOij.SHaO. 

From  any  mixture  of  biotite  and  phlogopite  molecules  the  cor- 
responding hydrated  mixture  may  be  generated.  These  compounds, 
so  simply  related  to  the  parent  substances,  form  a  series  intermediate 
between  the  micas  and  the  chlorites  and  mark  a  transition  into  the 
latter  group  of  minerals,  which  will  be  considered  next  in  order.* 

1  Am.  Jour.  Sci.,  4th  ser..  yol.  4, 1897,  p.  116. 

>  See  A.  CathrelD,  Mln.  pet.  l£itt. ,  vol.  8, 1887,  p.  331;  and  L.  van  Werveke,  Neoes  Jahrb.,  1885^  pt  1,  p.  227. 

•  Compt.  Rend.,  yol.  110, 1890,  p.  1170. 
<  Noues  Jahrb.,  pt  1, 1897,  p.  1. 

» Cited  by  Morosewlcz,  Mln.  pet  ICitt,  vol.  18, 1898,  p.  26. 

•  See  Doelter's  experiment,  cited  above. 

T  Qeol.  FOren.  FArhandl.,  vol.  18, 1896,  p.  162. 

•  On  the  alteration  products  of  the  magneslan  micas,  see  E.  Zscfalmmer,  Jenalache  Zeitscbr.,  vol.  32, 1808, 
p.  551.  On  the  action  of  water  upon  micas,  A.  Johnstone,  Quart  Jour.  Oeol.  6oc.,  vol.  45, 1889,  p.  863.  For 
analyses  of  vermlculities,  see  E.  8.  Dana,  System  of  mineralogy,  6th  ed.,  pp.  664-668;  also  F.  W.  Qarke  and 
B.  A.  Schneider,  Bull.  U.  S.  Qeol.  Survey  No.  78, 1891;  BuU.  No.  90, 1892.  Theearlier  p^pecBOf  J.  P.  Codke 
and  F.  A.  Qenth  are  also  important 


Digitized  by  VjOOQ IC 


BOCK-FORMING   MINERALS.  877 

THE    CHLORITES. 

Under  this  general  name  a  considerable  number  of  minerals  are 
embraced  which  are  closely  related  to  the  micas.  They  are,  how- 
ever, much  more  basic,  highly  hydrated,  and  free  from  alkalies. 
They  are  siUcates  of  aluminum  or  ferric  iron,  with  magnesium  or 
ferrous  iron,  and  resemble  the  micas  crystallographically  as  well  as  in 
the  scaly  or  foliated  habit  which  they  commonly  assume.  The  fol- 
lowing species  are  recognized  by  Dana,*  who  assigns  to  them  the 
annexed  empirical  formulae : 

?Sr^t";;;;;;;;;;.::::::::::::::::::^ 

Prochlorite H4o(Fe,Mg)23Ali4Sii809o. 

Corundophilite HaoCFejMgXiAlgSi^O^a. 

Daphnite Ha^Fea^AlaoSiuOiji. 

Cronstedtite He(Fe,Mg)8Fe^^^aSi30i8. 

Thuringite Hi8Fe8(Al,Fe)8SieO«. 

Stilpnomelane 

Strigovite H4(Fe,Mn)2(Fe,Al)2Si20„. 

Diabantite Hi8(Mg,Fe)i2Al4Si„0«. 

Aphroeiderite HioCFejMgjgAl^Si^Oae. 

Deleaeite Hio(Mg,  Fe)4Al4Si4022. 

Rumpfite '. Ha8Mg7Ali8Siio065. 

To  these  may  be  added  the  more  or  less  uncertain  minerals  amesite, 
metachlorite,  klementite,  chamosite,  epichlorite,  etc. 

None  of  the  formulae  given  above  are  fixed  and  definite,  for  each  of 
the  many  "  chlorites' '  is  variable  in  composition.  The  minerals,  Uke 
the  ferromagnesian  micas,  are  mixtures  of  compounds,  and  several 
attempts  to  disentangle  their  components  have  been  made.'  The 
simplest  and  most  natural  interpretation  of  the  chlorites  represents 
them  as  formed  from  a  series  of  compounds  parallel  with  those  iden- 
tified  in  the  micas  and  vermiculites,  according  to  the  following 
scheme: 

Normal  micas.  VermicuMtes.  Normal  chlorites. 

AlaKHjCSiOOs.  

Al^MgjKHCSiO^),.  Al2MgaH2(Si04)8.3H20.         AL,(MgOH)4H2(Si04)8. 

AlMg8KH,(Si04)8.  AlMg8H8(Si04)8.3H20.  Al(MgOH)eH8(SiOA. 

A10sMg.Si04.R^8.  AlOaMg-SiO^R^a-SHaO.  AlOaMg.SiO^.R^. 

On  this  basis  the  relations  between  the  several  series  are  clear  and 
in  accord  with  the  natural  occurrences  of  the  minerals.  In  penninite 
and  clinochlore  we  have  varying  mixtures  of  the  first  and  second 
chloritic  types,  just  as  among  the  micas  we  find  examples  interme- 

>  System  of  mineralogy » 6th  ed.,  p.  643. 

*  See  O.  Tschermak,  Sitzmigsb.  Akad.  Wien,  vol.  09,  pt.  1 ,  1800,  p.  174;  vol.  100,  pt.  1,  p.  29.  R.  Bramis, 
Neoes  Jahrb., pt  1, 1804,  p.  205,  and  Chemlsohe  Mlneralogie,  p.  221.  F.  W.  Clarke,  Bull.  U.  8.  Oeol.  Sur- 
vey No.  125, 1805,  p.  53.  An  earlier  discussion  by  Clarke,  on  different  lines,  is  given  in  Bull.  U.  S.  QeoL 
Survey  No.  113, 1893,  p.  11. 
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diate  between  biotite  and  phlogopite.     Prochlorite  appears  to  be  a 
derivative  of  the  last  molecule,  having  the  formula — 

A10,R'.SiO,.  (R"OH)H„ 

iQ  which  R''  is  partly  Fe  and  partly  Mg.* 

It  is  obvious,  from  their  hydrous  character,  that  the  chlorites  can 
not  form  as  pyrogenic  minerals.  They  are  always  of  secondary 
origin;  and  when  they  appear  in  volcanic  rocks  it  is  as  the  result  of 
hydrothermal  alteration.  Almost  any  aliuninous  ferromagnesian 
mineral  may  yield  a  chlorite  in  this  way.  Augite,  hornblende,  bio- 
tite, vesuvianite,  epidote,  tourmaline,  or  garnet  may  be  tlie  parent 
mineral.'  Chlorites  have  been  produced  artificially  by  G.  Priedel 
and  F.  Grandjean,^  by  the  action  of  alkaline  solutions  on  pyroxenes. 

When  a  magnesian  chlorite,  such  as  clinochlore,  is  strongly  ignited, 
it  breaks  down  into  a  soluble  and  an  insoluble  portion,  and  the  latter 
has  the  composition  of  spinel.^  This  fact  ia  strong  evidence  against 
Tschermak's  theory  of  the  chlorite  group,  in  which  the  normal  series 
is  regarded  as  formed  by  mixtures  of  serpentine,  H^MgjSijO,,  with 
amesite,  H^Mg^Al^SiO^.  For  serpentine,  on  ignition,  splits  up  into 
water,  olivine,  and  enstatite,  and  the  last-named  min^^  does  not 
appear  among  the  decomposition  products  of  clinochlore.  The  latter, 
therefore,  contains  no  serpentine,  and  the  theory  which  assumes  its 
presence  falls  to  the  ground.  C.  Doelter*  reports  spinel,  olivine, 
and  augite  as  formed  by  the  fusion  of  clinochlore;  but  the  experi- 
ments conducted  in  the  laboratory  of  this  Survey  exclude  the  insolu- 
ble augite  from  the  list  of  probabilities. 

Chlorites  are  abimdant  among  the  xnetamorphic  schists,  chlorite 
schist  being  the  commonest  occiurence.  An  interesting  metamorpho- 
sis of  such  a  rock,  a  phyUite  containing  approximately  75  per  cent  of 
muscovite  with  25  of  chlorite,  is  reported  by  K.  Dalmer.^  With 
almost  no  change  of  composition,  other  than  loss  of  water,  it  was 
transformed  into  a  mixture  of  andalusite  and  biotite. 

THE    M£LILITE    GROUP. 

Mdilite. — ^Tetragonal.  The  composition  i8  uncertain,  but  near 
Al2Cafl3i60i9,  with  Fe'"  replacing  some  Al,  and  Mg  or  Na  replac- 
ing a  part  of  the  Ca.  The  mineral  is  very  variable  in  composition. 
Specific  gravity,  2.9  to  3.1.  HardnesSi  5.  Color,  white,  yellow, 
greenish  yellow,  brown. 


>  For  the  other  chlorltic  zninerals  see  F.  W.  Clarke.  Bull.  XT.  8.  GeoL  Surwy  Na  126,  ISQS,  -pp.  I 
s  For  a  complete  dJacossion  of  pseadomoiphoos  chlorite  after  psrrope,  see  J.  Lembeig,  Zeltschr.  Beotach. 
geol.  Oesell.,  vol.  27, 1875,  p.  631. 
t  Bun.  Soc.  mln.,  vol.  32, 1900,  p.  IfiO. 

*  F.  W.  Clarke  and  E.  A.  Schneider,  BulL  U.  8.  GeoL  Survey  No.  118, 1803,  pp.  27-83. 

*  Neues  Jahrb.,  pt.  1, 1897,  p.  1. 

*  Idem,  pt  2, 1897,  p.  160. 
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OehUniie. — ^Tetragonal.  The  normal  composition  is  probably 
AljCasSijOio-  Corresponding  molecular  weight,  391.3.  Specific 
gravity,  3.  Molecular  volume,  130.4.  Hardness,  5.5  to  6.  Color, 
grayish  green  to  brown. 

Akermannite. — ^Tetragonal.  Composition,  Ca^SijOjo,  with  about 
one-third  of  the  calcium  replaced  by  magnesium.  According  to  A.  L. 
Day  and  E.  S.  Shepherd  ^  a  calcium  silicate  of  this  formula  can  not 
be  deposited  from  lime-silica  fusions.  The  magnesia  is  essential  to 
its  formation.  Ordinarily  found  only  in  slags,  but  the  natural  min- 
eral is  reported  by  F.  Zambonini '  as  occurring  in  calcareous  blocks 
at  Monte  Somma. 

These  three  isomorphous  silicates  are  closely  related  to  one  another. 
J.  H.  L.  Vogt '  regards  gehlenite  and  &kermannite  as  tlie  two  inde- 
pendent species,  which,  isomorphously  commingled,  form  the  vari- 
able melilite.  Tliis  view  ia  plausible,  but  not  universally  accepted.  It 
is  not  at  all  certain  that  ideally  pure  melilite  or  gehlenite  has  been 
foimd  and  analyzed.  Furthermore,  although  melilite  is  a  pyrogenic 
mineral  characteristic  of  certain  eruptive  rocks,  natural  gehlenite 
has  been  found  only  as  a  product  of  contact  metamorphism  in  lime- 
stones. If  gehlenite  were  a  constituent  of  melilite,  we  should  expect 
to  find  igneous  rocks  in  which  it  appeared  as  an  essential  component, 
or  at  least  as  a  conspicuous  accessory. 

Both  melilite  and  gehlenite  are  common  minerals  in  slags,^  and  both 
have  been  prepared  synthetically.  An  artificial  melilite  basalt  was 
prepared  by  J.  Morozewicz,*  and  the  mineral  was  also  found  by 
Fouqu6  and  L6vy  •  among  the  constituents  of  some  of  their  synthetic 
rocks.  In  Morozewicz's  preparation  the  meliUte  was  accompanied 
by  augite,  plagioclase,  olivine,  corundum,  and  spinel.  Melilite  and 
feldspar  were  the  last  silicates  to  crystallize  from  the  magma.  F. 
Fouqu6  ^  has  shown  that  melilite  is  formed  when  an  augite  andesite 
or  a  basalt  ia  fused  with  lime,  and  he  gives  analyses  of  two  products 
thus  obtained.  6.  Bodltoder*  found  melilite  in  a  sample  of  Portland 
cement;  but  according  to  Vogt*  the  mineral  was  not  pure.  L.  Bour- 
geois*^ prepared  melilite  by  direct  fusion  of  silica,  lime,  alumina,  and 

1  Am.  Jour.  ScL,  4th  ser.,  vol.  22, 1906,  p.  26£. 

t  MlneiBlogia  V6Siivlazi&,  p.  265. 

>  Mlneralbildung  in  Sehmclnnassen,  1892,  pp.  96-176.  See  alao  Q.  BodUnder,  Neaes  Jahrb.,  pt.  1, 1893, 
p.  IS;  and  F.  FouquA,  Bull.  Soo.  min.,  vol.  23, 1900,  p.  10.  Also  a  more  reoant  dlscuaskm  by  Vogt,  Die 
SilikatachmelzlOsungen,  pt.  1,  1903,  p.  49.  F.  Zambonini  (Zeitaohr.  Kryst.  ICln.,  vol.  41,  1906,  p.  226) 
has  advanced  strong  arguments  against  Vogt's  hypothesis. 

4  See  L.  Bourgeois,  Reproduction  artiflcielle  des  mintoMix,  p.  123.  JT.  H.  L.  Vogt,  Ifineralbildung  in 
Bchmelzmassen,  1892.  F.  Fouqu6,  Bull.  Soc.  min.,  vol.  9, 1886,  p.  287.  P.  Hebefdey,  Zeltsohr.  Kryst. 
Mln.,  vol.  26, 1896,  p.  19.    J.  S.  DlUer,  Am.  Jour.  Sol.,  3d  ser.,  voL  87, 1889,  p.  220. 

•  Mln.  pet.  Mitt.,  voL  18, 1898,  p.  191. 

•  Bon.  Soc.  min.,  vol.  2, 1879,  p.  106. 
f  Idem,  vol.  23, 1900,  p.  10. 

•  Neues  Jahrb.,  pt.  1, 1892,  p.  68. 
t  Idem,  pt.  2, 1892,  p.  73. 

1*  Annales  chlm.  phys.,  6th  ser.,  vol.  29, 1883,  p.  4S0. 


)igitized  by  VnOOQ IC 


880  THE  DATA  OF   GEOCHEMISTRY. 

certain  other  oxides  commingled  in  proper  proportions,  but  could 
not  obtain  the  calcium  alumosilicate  alone.  The  presence  of  iron, 
magnesia,  or  manganese  was  essential  to  a  successful  synthesis.  Soda 
also  is  probably  essential;  at  all  events,  melihte  forms  more  readily 
when  soda  is  present.  The  existence  of  a  purely  calcic  melilite  re- 
mains to  be  established.  C.  Doelter  and  E.  Hussak^  found  melilite 
among  the  fusion  products  of  garnet  and  vesuvianite,  and  Doel* 
ter^  reports  it  also  as  formed  when  tourmaline  is  fused  with  cal- 
cium chloride  and  sodium  fluoride.  The  synthesis  of  gehlenite  was 
effected  by  L.  Bourgeois,'  who  simply  fused  the  constituent  oxides 
together  in  the  proportions  indicated  by  the  formula  of  the  species. 

Melihte  is  a  mineral  found  only  in  the  younger  eruptives;  never 
in  the  plutonic  rocks  or  crystalline  schists.  It  is  frequently  asso- 
ciated with  nepheUte  or  leucite,  and  sometimes  takes  the  place  of  feld- 
spar. Perofskite  is  one  of  its  most  constant  companions.  Its  origin 
is  always  pyrogenic* 

Alterations  of  melilite  seem  to  have  been  Uttle  studied.  A.  Cath- 
rein*  has  described  pseudomorphs  of  pyroxene  (fassaite)  and  gros- 
sularite  after  gehlenite.  By  heating  gehlenite  with  a  solution  of 
potassium  carbonate  to  200°,  J.  Lemberg®  obtained  calcium  carbonate 
and  an  amorphous  product  having  the  composition  of  a  potassium 
mica. 

THE    GARNETS. 

Grossularite. — Isometric.  Composition,  Ca^AlgSijOia.  Molecular 
weight,  451 .7.  Specific  gravity,  3.5.  Molecular  volume,  129.  Color, 
white,  yellow,  brown,  and  sometimes  pale  green  or  rose-red.  The  col- 
oration is  due  to  impurities. 

Pyrope. — Isometric.  Composition,  MgjAljSijOi ,.  Molecular  weight, 
404.6.  Specific  gravity,  3.7.  Molecular  volume,  109.4.  Color,  deep 
red  to  nearly  black. 

Almandite, — Isometric.  Composition,  FejAljSijOja.  Molecular 
weight,  499.1.  Specific  gravity,  3.9  to  4.2  Molecular  volume,  118. 
Color,  red  to  brown  and  black.  Pyrope  and  almandite  shade  one  into 
the  other  through  varying  mixtures  of  the  iron  and  magnesium  com- 
pounds. 

Spessartite. — Isometric.  Composition,  Mn^^igOj,.  Molecular 
weight,  496.4.  Specific  gravity,  4.2.  Molecular  volume,  118.  Color, 
red  to  brown. 

1  Neues  Jahrb.,  pt.  1, 1884,  p.  IfiO. 

s  Idem,  pt.  1 ,  1897,  p.  1. 

t  Annales  chlm.  phys.,  5th  ser.,  vol.  29, 1883,  p.  448. 

*  For  data  upon  melilite  rocks  see  A.  E.  TornebOfam,  Oeol.  F6ran.  FOrhandl.,  vol.  6, 1883,  p.  240.  A. 
Stelzner,  Neues  Jahrb.,  Beil.  Bd.  2, 1883,  p.  369.  F.  D.  Adams,  Am.  Jour.  Sci.,  3d  ser.,  toI.  43, 18Q2,p.2a9. 
C.  H.  Smyth,  idem,  vol.  46, 1893,  p.  104.    The  last  two  referenoes  deal  with  Amerioan  oooancooea. 

»  Min.  pet.  Mitt.,  vol.  8, 1887,  p.  400. 

«Zeit8Chr.  Deutsch.  geol.  OeseU.,  1892,  p.  287. 
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Andraditej  Tnelanite,  or  common  garnet. — Isometric.  Composition, 
Ca,Fe''%SisOi2.  Molecxdar  weight,  609.3.  Specific  gravity,  3.85. 
Molecular  volume,  158.2.    Color,  green,  yellow,  brown,  or  black. 

Uvarovite, — Isometric.  Composition,  CagCr^SijOij.  Molecular 
weight,  501 .7.  Specific  gravity,  3.6.  Molecular  volume,  143.  Color, 
emerald-green. 

The  foregoing  six  species,  with  their  many  isomorphous  mixtures, 
form  the  important  garnet  group.  With  them  may  be  included  the 
rare  mineral  schorlomite,  which  contains  titanium  partly  replacing 
silicon  and  ferric  iron.  Its  formula  is  Ca,(Fe,Ti''02(SiTi '^)80i3.* 
The  sodium  garnet  lagorioUte,  NaeAl^SisOj,;  which  was  obtained 
by  J.  Morozewicz^  from  some  of  his  artificial  magmas,  also  belongs 
here.  Its  existence  accounts  for  the  small  amounts  of  alkalies  which 
appear  in  some  analyses  of  grossularite,  although  they  may  be  due 
in  part  to  inclusions.  Garnets  are  pecuUarly  prone  to  carry  other 
species  as  inclosures  within  their  crystals.  Some  garnets  are  hardly 
more  than  shells  enveloping  other  species.' 

Although  garnet  is  lAidoubtedly  a  pyrogenic  mineral,  its  synthesis 
is  attended  by  considerable  difficulties.  When  fused  by  itself,  garnet 
breaks  up  into  other  compounds.  C.  Doelter  and  E.  Hussak,^  upon 
fusing  garnets  alone,  obtained  meionite,  melilite,  anorthite,  lime 
oUvine,  a  calcium  nephelite  (?),  hematite,  and  spinel,  the  products 
varying  with  the  composition  of  the  original  mineral.  By  fusing 
grossularite  with  sodium  and  magnesium  fluorides,  Doelter^  obtained 
biotite,  anorthite,  meionite,  olivine,  and  magnetite.  L.  Bourgeois," 
from  the  fusion  of  a  mixture  equivalent  to  grossularite,  obtained 
anorthite  and  monticelHte;  and  J.  H.  L.  Vogt^  reports  anorthite  as 
formed  under  similar  conditions.  When  magnesia,  oxide  of  manga- 
nese, or  iron  oxide  was  added  to  Vogt's  mixture,  melilite  was  also 
produced.  The  syntheses  of  garnet  reported  by  several  early  investi- 
gators^ are  of  doubtful  authenticity. 

Bourgeois,  however,  in  the  research  just  cited,  prepared  spessartite 
by  fusing  together  its  constituent  oxides  in  the  proper  proportions. 
A.  Gorgeu  *  also  obtained  spessartite  when  pipe  clay  was  fused  with 
an  excess  of  manganese  chloride.  A  similar  fusion  with  calcium 
chloride  gave,  with  other  products,  crystals  which  were  possibly 

>R.  Soltmann  (Zeitsdir.  Xryst.  Mln.,  vol.  18, 1891,  p.  628)  has  described  a  melanlte  garnet  containing 
llUn  per  oemt  of  TlOi,  whJoli  should  probably  be  partly  reduced  to  TiiOi. 

>MJn.  pet.  Mitt.,  vol.  18, 1886,  p.  147. 

s  For  systematic  papers  on  the  garnet  group  see  W .  C.  BrOgger  and  H.  B&okstrOm,  Zeitschr.  Xryst.  Min., 
yol.  18, 1891  ,p.  209;  and  E.  Weinschenk,  idem,  vol.  26, 1896,  p.  365. 

•  Neaes  Jahrb.,pt.  1, 1884,  p.  168. 

•  Idem,  pt.  1,1897,  p.  1. 

•  Annates  chlm.  phys. ,  5th  ser.,  vol.  29, 1883,  p.  458. 
'IClneralblldung  in  Schmelxniassen,  1892,  p.  187. 

•  See  Foaqu6  and  L6vy ,  Synthtee  des  mindrauz  et  des  roches,  p.  122. 
f  ^nF'ii'—  (fliim.  phys.,  6th  ser.,  vol.  4, 1886,  pp.  586, 553. 
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grossularite.  Fouqu6  and  L6vy^  report  melanite  as  formed  when 
nephelite  and  pyroxene  are  fused  together.  L.  Michel'  produced 
melanite  and  sphene  by  heating  a  mixture  of  ihnenite,  silica,  and  cal- 
ciiun  sulphide  to  1;200^.  In  this  case  the  artificial  melanite  was  veri- 
fied by  analysis.  Apparently  pyrogenic  garnet  can  be  produced 
only  during  a  limited  range  of  temperatures;  and  the  success  of  an 
attempted  synthesis  depends  upon  securing  the  exact  conditions. 
Pressure,  also,  may  exert  some  influence  upon  the  process. 

Garnet,  especially  andradite,  is  an  exceedingly  comimon  mineral^ 
and  is  f oimd  as  an  accessory  in  a  great  variety  of  rocks.  Grossular- 
ite is  found  principally  in  crystalline  limestones,  where  it  has  been 
developed  by  contact  metamorphism.  Almandite  and  andradite  are 
common  in  granitic  rocks,  gneisses,  etc.  Andradite  also  occurs  as  an 
accessory  mineral  in  subsilicic  eruptives,  especially  in  leucite  and 
nepheUte  rocks.  It  is  also  found  in  serpentines,  in  iron  ore  beds,  and 
as  a  product  of  contact  action,  associated  with  wollastonite  and 
pyroxene,  in  certain  volcanic  rocks.  Pyrope  is  often  foimd  in  perido- 
tites  and  the  serpentines  derived  from  them.  Spessartite  occurs  in 
granite,  quartzite,  and  some  schists.  W.  Cross '  has  reported  it  from 
lithophyses  in  rhyoUte.  Garnets  are  also  abimdant  in  many  crystal- 
line schists,  such  as  garnet  rock,  garnet  amphibolite,  garnet  homfels, 
garnet-mica  schist,  etc.  Eclogite  is  a  rock  in  which  garnet  and  a 
green  pyroxene  are  the  principal  minerals. 

Alterations  of  garnet  are  exceedingly  common.  A.  Gathrein,^ 
describing  the  rocks  of  a  single  region,  reports  pseudomorphs  after 
garnet  of  scapolite,  epidote,  oligoclase,  hornblende,  saussurite,  and 
chlorite.  Chloritic  pseudomorphs  are  perhaps  the  most  frequent.^ 
The  pyrope  found  in  peridotite  rocks  is  often  surrounded  by  a  zone 
or  shell  of  altered  material,  to  which  A.  Schrauf  •  has  given  the 
name  kelyphite.  It  is,  however,  not  a  substance  of  uniform  com- 
position. The  kelyphite  studied  by  A.  von  Lasaulx^  was  mainly 
a  mixture  of  pyroxenes  and  amphiboles.  J.  Mrha^  described  a 
kelyphite  consisting  of  bronzite,  monoclinic  pyroxene,  picotite,  and 
hornblende.  The  pyrope  from  the  peridotite  dikes  of  Elliott 
County,  Kentucky,  described  by  J.  S.  Diller*  was  surroimded  by 
a  similar  shell  made  up  of  biotite  and  magnetite,  with  a  little  pico- 
tite. Biotite  is  not  an  unconunon  derivative  of  the  magnesian  gar- 
nets.   Garnet  itself  appears  occasionally  as  an  alteration  product 

1  Compt.  Rend.,  vol.  87, 1878,  p.  962. 

*  Idem,  ToL  115, 1892,  p.  830. 

*  Am.  Jour.  8cl.,3d  ser.,  voL  31, 1886,  p.  432. 

*  Zeltschr.  Eryst.  Hln.,  vol.  10, 1885,  p.  438. 

*  See  for  example  J.  Lemberg,  Zeitscbr.  Deutsch.  geol.  QeseO.,  vol.  27, 1875,  p.  581;  and  8.  L.  Penfleld 
and  F.  L.  Sperry,  Am.  JTour.  Sci.,  3d  ser.,  vol.  32, 1886,  p.  307. 

*  Zeitscbr.  Eryst.  Min.,  vol.  6, 1882,  p.  358.  ' 
'  Verhandl.  Naturhist.  Ver.  prenas.  Rhelnland  n.  Weitftlea,  vol.  89,  pt.  2, 1882,  p.  114. 

*  Min.  pet.  MiU.,  vol.  19, 1899,  p.  111. 

*  Boll.  U.  e.  0«d.  Survey  No.  38, 1887. 
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of  other  minerals.  F.  Jeremdef  ^  has  recorded  pseudomorphs  of 
grossularite  after  vesuYianite;  and  glt)ssularite  after  gehlenite  was 
observed  by  A.  Cathrein.' 

VB81JVIANITE. 

Tetragonal.  Composition  variable,  and  best  represented  by  the 
general  formida  AlaCa7Si^024R'4;  in  which  ^\  may  be  Ga,, 
(AlOH)^,  (AlOjH)^,  or  H4.  Some  replacements  of  magnesium 
and  iron  are  usually  present;  a  little  fluorine  may  be  substituted  for 
hydroxyl,  and  in  the  variety  wiluite  there  is  a  small  amount  of  boric 
oxide.*  Specific  gr^ty,  3.35  to  3.45.  Hardness,  6.5.  Color,  brown 
or  green,  sometimes  yellow  or  pale  blue.  A  massive  variety  of 
vesuvianite  resembling  jade  has  been  called  calif omite. 

Vesuvianite  has  not  yet  been  prepared  synthetically.  It  is  known 
chiefly  as  a  product  of  contact  metamorphism  in  limestones,  asso- 
ciated with  pyroxene,  scapolite,  garnet,  wollastonite,  and  epidote. 
It  is  also  found  in  some  serpentines,  chlorite  schist,  gneiss,  etc. 
Pseudomorphs  of  grossularite  after  vesuvianite  have  been  reported 
by  P.  Jerem6ef.*  When  vesuvianite  is  fused,  it  breaks  up  into 
meionite,  melihte,  anorthite,  and  possibly  a  lime  olivine.^ 

THE  SCAPOUTES. 

Meionite. — ^Tetragonal.  Composition,  Ca4Ale3ie025.  Molecular 
weight,  893.4.  Specific  gravity,  2.72.  Molecular  volume,  328.4. 
Colorless  or  white.      Hardness,  5.5  to  6. 

Marialite, — ^Tetragonal.  Composition,  Na4AljSia034Cl.  Molecular 
weight,  848.4.  Specific  gravity,  2.57.  Molecular  volume,  330.1. 
Colorless  or  white.     Hardness,  5.5  to  6. 

These  two  species,  with  their  isomorphous  mixtures,  form  the 
scapolite  group  as  interpreted  by  G.  Tschermak.*  Intermediate  be- 
tween them,  and  analogous  to  the  plagioclase  feldspars  lying  between 
anorthite  and  albite,  are  the  following  scapolites,  which  have  received 
independent  names: 

Wemerite MegMai  to  MeiMaj 

Mizzonite  or  dipyre MejMaa  to  MeiMa, 

The  reported  syntheses  of  scapolite  are  not  altogether  conclusive. 
L.  Bourgeois  ^  attempted  to  prepare  meionite  by  fusing  together  its 

>  Zeltaohr.  Eryst.  Min.,  toL  31, 1899,  p.  606. 

•Mill.  pet.  Mitt,  ToL  8, 1887,  p.  400. 

^*  See  F.  W.  Clarke  and  O.  Steiger,  Boll.  U.  8.  Geol.  Survey  No.  202, 1906.  For  other  interpietatioiu  of 
veeayiaaite  aee  P.  Jaxmaach  and  P.  Weiogarten,  Zeltechr.  anoig.  CliemJe,  vol.  8, 1896,  p.  866;  M.  WelbuD, 
Zettschr.  Kryst.  Min.,  voL  25, 1896,  p.  1;  A.  Kenngott,  Neoes  Jahrb.,  pt.  1, 1891,  p.  200;  H.  SJdgren,  Oeol. 
FQren.  F5rhandl.,  vol.  17, 1805,  p.  267. 

*  Zeltechr.  Kryst.  MbL,  vol.  31, 1899,  p.  605. 

•  C.  Doelter  and  E.  Hnssak,  Neues  Jahrb. ,  1884,  pt.  1,  p.  168. 

•Mln.  pet.  Mttt.,  voL  7,  p.  400, 1886;  Monatsh.  Chemie,  vol.  4,  1883,  p.  851.    Compare  F.  W.  Clarke's 
eoDstitatioDal  fonnnto  In  BoU.  U.  S.  OeoL  Survey  No.  125, 1895. 
'  Amiales  chim.  phys.,  5th  ear.,  vol.  20, 1888,  pp.  446,  472. 
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constituent  oxides,  and  obtained  principally  anorthite.  By  adding 
fragments  of  marble  to  a  molten  basaltic  glass,  however,  he  observed 
in  one  case  the  formation  of  crystals  which  were  probably  meionite. 
By  fusing  a  leucitite  with  the  fluorides  of  sodium  and  calcium,  K.  B. 
Schmutz^  obtained  an  artificial  rock  containing  scapolite;  and  a 
similar  experiment  with  eclogite  also  yielded  the  mineral.  The  same 
procedure  with  epidote  and  fluorides  gave  C.  Doelter '  a  product  in 
which  meionite  was  recognized.  Doelter  also  reports  the  synthesis 
of  meionite  by  fusion  of  the  mixed  oxides,  lime,  silica,  and  alumina; 
and  by  fusion  of  a  silicate,  CaAljSijOg,  with  sodium  chloride.  His 
attempts  to  prepare  mariaUte  failed.  The  exact  conditions  which 
permit  the  formation  of  scapolites  are  yet  to  be  determined. 

The  scapolites  occur  principally  in  the  crystalline  schists,  gneisses, 
amphibolites,  and  metamorphosed  Umestones.  They  are  conmionly 
products  of  metamorphic  contact  action  and  appear  to  be,  as  their 
composition  would  indicate,  derived  from  plagioclase  feldspar.  They 
have  been  found  as  secondary  minerals  in  various  eruptive  rocks.' 
In  Norway  scapolite  rocks  are  associated  with  masses  of  apatite, 
especially  at  Oedegaarden.  In  this  instance  J.  W.  Judd  ^  has  traced 
the  development  of  the  scapolite  from  plagioclase,  and  has  ascribed 
the  transformation  partly  to  the  action  of  sodium  chloride  solutions 
contained  in  cavities  of  the  rock,  and  partly  to  powe^ul  mechanical 
stresses.  A.  Lacroix,^  however,  regards  the  change  as  due  to  contact 
action  between  the  rock  and  the  apatite,  although  in  other  localities 
solutions  of  chlorides  appear  to  be  operative.  Mechanical  agencies 
are  considered  by  Lacroix  to  be  unimportant.  At  the  Oedegaarden 
locality,  which  has  been  studied  by  several  authorities,  a  granitic 
mixture  of  pyroxene  and  feldspar  has  been  transformed  into  an 
aggregate  of  hornblende  and  scapolite.  By  fusion  Fouqu6  and 
L6vy  *  transformed  it  back  again  into  pyroxene  and  labradorite.  A 
Canadian  scapolite  diorite  has  been  described  by  F.  D.  Adams  and 
A.  C.  Lawson,^  and  H.  Lenk  *  has  studied  an  augite-scapolite  rock 
from  Mexico. 

The  scapolites  are  exceedingly  alterable,  and  most  so  toward  the 
sodium  or  marialite  end  of  the  series.  Many  of  the  alteration  prod- 
ucts have  been  regarded  as  distinct  species  and  have  received  inde- 
pendent names.     Pseudomorphs  of  mica,  often  in  the  form  of  "  pinite," 

>  Neues  Jahrb.,  1897,  pt.  2,  pp.  133, 14«. 
ildem,  pt.  l,p.  1. 

*See  F.  Zirkel,  Lehrboch  der  Petrographie,  vol.  1, 1803,  p.  382.    W.  Balomoa,  M!n.  pet.  Mitt.,  vol.  15, 
1805,  p.  150,  gives  a  good  bibliography  relative  to  dlpyre. 

*  Mineralog.  Mag.,  vol.  8. 1889,  p.  186. 

Ball.  Soc.  min.,  vol.  14, 1891,  p.  16.  In  vol.  13. 1880,  p.  83,  Lacroix  has  an  elaborate  monograph  upon 
scapolite  rocks. 

*  Ball.  Soc.  min.,  vol.  2, 1879,  p.  112. 

7  Canadian  Rec.  Sol.,  vol.  3, 1888,  p.  186. 

*  Neues  Jahrfo.,  1800,  pt.  1,  ret  73, 
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after  scapolite  are  very  common.  Alterations  into  epidote,  steatite, 
kaolin,  and  free  silica  are  also  recorded.  A.  Cathrein  ^  has  reported 
pseudomorphs  of  scapolite  after  garnet. 

lOIiITE. 

lolite  or  cordierite. — Orthorhombic.  H,(Mg,Fe)4Al3SiioO,7.*  Mo- 
lecular weight  and  volume  variable  on  account  of  variations  between 
Mg  and  Fe.  Specific  gravity,  2.60  to  2.66.  Color,  blue,  often  smoky 
or  grayish.     Hardness,  7  to  7.5. 

A  possible  synthesis  of  iolite  was  reported  by  L.  Bourgeois,'  who 
fused  siUca,  magnesia,  and  alumina  together  in  proper  proportions. 
J.  Morozewicz^  also  obtained  it  in  his  experiments  upon  artificial 
magmas,  supersaturated  with  alumina,  of  the  general  formula 
RO.mAlaOj.nSiO,.  When  magnesia  and  iron  were  present  and  n 
was  greater  than  6,  iohte  was  formed.  In  short,  he  produced  an  arti- 
ficial cordierite-vitrophyrite,  resembling  the  African  rock  described 
by  G.  A.  F.  Molengraaf  .*  These  syntheses,  however,  were  made  with 
anhydrous  materials;  and  the  product  could  not  have  been  identical 
with  the  iohte  of  natural  occurrences.  All  the  trustworthy  analyses 
of  the  mineral  show  that  water  is  one  of  its  essential  constituents. 

lolite  is  found  in  nature  in  a  great  variety  of  rocks,  including  both 
metamorphic  rocks  and  eruptives.  It  has  been  reported  in  granite, 
quartz  porphyry,  basalt,  quartz  trachyte,  biotite  dacite,  and  andesite; 
and  seems  to  be  a  primary  separation  from  the  magmas."  In  order 
of  deposition  it  follows  biotite,  but  precedes  the  feldspars.  In  cor- 
dierite gneiss  and  cordierite  homfels  iohte  is  a  characteristic  con- 
stituent. The  gneiss  from  Connecticut  described  by  E.  O.  Hovey ' 
consisted  mainly  of  biotite,  quartz,  and  iohte,  with  some  plagioclase. 
loUte  is  also  well  known  as  a  product  of  contact  metamorphism.  For 
example.  Backing '  found  it  in  sandstones  which  had  been  vitrified 
by  contact  with  basalt;  and  Kikuchi^  has  described  a  Japanese 
locahty  where  iolite  occurs  in  slate  at  contact  with  granite. 

Iohte  alters  with  great  ease,  taking  up  water  and  alkalies.  The 
product  is  usually  an  impure  mica,  and  many  pseudomorphs  of  this 
character  have  received  distinctive  names.   Chlorophylhte,  praseohte, 

t  Zdtaohr.  Kryst.  Min.,  vol.  9, 1884,  p.  378;  vol.  10, 1885,  p.  434. 

>  Formula  baaed  upon  O.  C.  Farrlngton's  aiialysb,  Am.  Jour.  Sol. ,  3d  ser. ,  vol.  43, 1802,  p.  13.  M.  WeiboU 
(G«ol.  FGren.  FOrhandl.,  vol.  22, 1000,  p.  83)  regaids  the  mineral  as  anhydrotu,  and  writes  the  formula 
NgftA]s(A10)«8iftOit. 

s  AnnalflB  cihlm.  phys.,  6th  ear.,  vol.  20, 1883,  p.  462. 

•  llin.  pet.  ICitt.,  vol.  18, 1898,  pp.  68, 167.    See  ante,  p.  321,  nnder  "  Corundum." 

•  Neoes  Jahrb.,  pt.  1, 1804,  p.  70. 

•  See  H.  BflcUng,  Ber.  Senckenbergieohen  naturforech.  Gesell.,  Abhandl.,  1000,  p.  8;  J.  Siabd,  Neues 
Jahrb.,  Befl.  Bd.  1,  1881,  p.  308;  £.  Huasak,  Sitsungsb.  Alcad.  Wien,  vol.  87,  nt.  1, 1883,  p.  382;  Neuea 
Jahrb.,  pt.  2, 1885,  p.  81;  A.  Barker,  Geol.  ICag.,  1006,  p.  176. 

Y  Am.  Joor.  Sd.,  3d  ser.,  vol.  36, 1888,  p.  67. 

•  Loo.  dt. 

•  Jour.  Coll.  Sd.  Japan,  vol.  3, 1800,  p.  813.   Kikuohi  also  describes  an  alteration  of  the  lolite  Into  plnito. 

101381**— BuU.  491—11 ^26 
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aspasiolite,  gigantolite;  fahlunite,  pinite,  etc.,  are  merely  altered 
ioUte.^ 

THE   ZOISITE    GROUP. 

Zoisite. — Orthorhombic'  Composition,  HCa^^jSijOi,.  Molecu- 
lar weight,  455.9.  Specific  gravity,  3.25  to  3.37.  Molecular  volume, 
138.  Color,  whit^,  gray,  greenish,  yellowish,  reddish.  Hardness,  6 
to  6.5. 

Epidote. — Monoclinic.  Composition  Uke  zoisite,  but  with  varying 
replacements  of  Al  by  Fe.  The  variety  with  little  or  no  iron  has 
been  called  clinozoisite.  Specific  gravity,  3.25  to  3.5.  Color  com- 
monly green,  yellowish  or  brownish  green,  to  black,  sometimes  red, 
yellow,  or  gray;  rarely  colorless.     Hardness,  6  to  7. 

Piedmontite, — Monoclinic.  Composition  Hke  epidote,  but  with  Mn 
replacing  some  Al  and  Fe.  Specific  gravity,  3.4.  Color,  reddish 
brown  to  black.     Hardness,  6.5. 

AUanite  or  orthite. — Monoclinic.  Composition  like  epidote,  but 
Yfith  cerium  earths  partly  replacing  alumina  and  iron.  Specific  grav- 
ity, 3.5  to  4.2.     Color,  brown  to  black.     Hardness,  5.5  to  6. 

The  reported  syntheses  of  zoisite  and  epidote  are  questionable,  for 
the  products  seem  to  have  contained  no  water,  A.  Brun'  claimed  to 
have  produced  zoisite  by  fusing  40  parts  of  silica  with  37  of  lime 
and  23  of  alumina.  C.  Doelter,*  upon  fusing  epidote  powder  with 
the  fluorides  of  sodium  and  calcium,  obtained  indications  of  some 
recrystallization  of  the  epidote,  together  with  garnet,  meionite, 
anorthite,  olivine,  and  magnetite.  Epidote  fused  alone  gave  anor- 
thite  and  a  lime  augite.  Satisfactory  syntheses  of  the  minerals 
forming  this  group  are  yet  to  be  made. 

Zoisite  is  essentially  a  mineral  of  the  crystalUne  schists,  such  as 
amphiboHte,  glaucophane  schist,  eclogite,  etc.  It  is  also  found  ib 
some  granites  and  in  beds  of  sulphide  ores.  A  secondary  zoisite, 
derived  from  plagioclase  and  conunonly  containing  both  minerals 
commingled,  is  known  as  saussurite  and  is  common  in  gabbros.*  It 
is  not  at  all  uniform  in  composition. 

Epidote,  like  zoisite,  is  a  mineral  of  the  crystalline  schists,  although 
C.  R.  Keyes  •  has  cited  evidence  to  show  that  it  is  a  primary  naineral 
in  certain  granites  of  Maryland.     It  is  there  intergrown  with  allanite 

1  For  a  summary  of  these  alterations  see  A.  Wlchmami,  Zeitschr.  Deutsch.  geol.  Gesell.,  vol.  a6»  1874, 
p.  675.  For  the  mechanism  of  the  change  from  loUte  to  chlorophyllite*  see  F.  W.  Clarke,  Bull.  U.  8.  Geol. 
Survey  No.  125, 1895,  p.  83. 

>  For  optical  variations  in  soislte,  see  P.  Termler,  Bull.  Soc.  mln.,  vol.  21, 1888,  p.  148;  vol.  23, 1900,  p.  50. 
Termier  regards  the  silicate  HCafR'^'iSisOu  as  trlmorphous. 

s  Arch.  sd.  phys.  nat.,  3d  ser.,  vol.  25, 1891,  p.  239. 

*  Neues  Jahrb.,  1897,  pt.  1,  p.  1. 

»  Also  In  the  greenstones  of  the  L4iko  Superior  region.  See  Q.  H.  Williams,  Bull.  U.  S.  Oeol.  Survey  No. 
02,  1890,  where  the  process  of  saussuritization  is  discussed.  Williams  cites  abundant  refereoces  to  the 
literature  of  the  subject. 

•  BulL  Oeol.  Soc.  America,  vol.  4, 1883,  p.  306. 
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and  was  also  observed  inclosed  in  primary  sphene.  A.  Michel  L6vy^ 
also  regards  the  epidote  of  certain  Pyrenean  ophites  as  primary. 
It  is  also  found,  according  to  B.  S.  Butler,^  in  dikes  cutting  soda 
granite  porphyry  in  Shasta  County,  California.  There  are  many 
other  examples  on  record. 

Epidote  is  common  in  gneisses,  garnet  rock,  amphibolite,  parag- 
onite  and  glaucophane  schists,  and  the  phyllites,  and  as  a  contact 
mineral  in  limestones.  It  is  also  common  as  a  secondary  mineral, 
derived  from  feldspars,  pyroxene,  amphibole,  biotite,  scapolite,  and 
garnet,  and  is  frequently  associated  with  chlorite.  When  lime*bear^ 
ing  f  erromagnesian  minerals  chloritize  their  lime  goes  to  the  produc- 
tion of  epidote.  An  epidote-quartz  rock  derived  from  diabase  has 
been  called  epidosyte.* 

Piedmontite  is  much  less  abundant  than  zoisite  or  epidote  and  is 
mainly  confined  to  the  crystalline  schists.  It  also  occurs  with  iron  ores, 
and  as  a  secondary  mineral  in  eruptives.  G.  H.  Williams  *  has  re- 
ported piedmontite  in  a  rhyolite  from  Pennsylvania  and  N.  Yamasaki^ 
hasdescribedasimilaroccurrencein  Japan.  Piedmontite  is  quite  com- 
mon in  the  crystaUine  schists  of  Japan,'  forming  a  piedmontite  schist, 
and  also  associated  with  rocks  containing  chlorite  or  glaucophane. 

Allanite  is  widely  diffused  as  a  primary  accessory  in  many  igneous 
rocks.  J.  P.  Iddings  and  W.  Cross,'  who  have  pointed  out  its 
importance,  cite  occurrences  of  allanite  in  gneiss,  granite,  quartz  por- 
phyry, diorite,  andesite,  dacite,  rhyolite,  etc.  W.  H.  Hobbs,®  study- 
ing the  granite  of  Uchester,  Maryland,  in  which  allanite  and  epidote 
are  intergrown,  has  especially  discussed  the  paragenesis  of  the  two 
species.  The  same  association  of  minerals  has  been  reported  by 
P.  D.  Adams,*  A.  Lacroix,*®  G.  H.  Williams,"  and  others.  In  the 
granite  of  Pont  Paul,  France,  allanite  is  sometimes  enveloped  by 
biotite."  W.  Mackie  ^'  has  reported  several  occurrences  of  allanite 
in  Scottish  granites.  Allanite  is  often  much  altered,  yielding  car- 
bonates of  the  cerium  group,  together  with  earthy  products  of  imcer- 
tain  character. 

1  Bull.  Soc.  gfol.  Franoe,  3d  ser.,  vol.  6,  p.  161. 

>  Am.  Jour.  Sd.,  4th  ser.,  vol.  28, 1909,  p.  27.    Butler  gives  many  references  to  literature. 

•  For  a  discussion  of  this  alteration,  with  references  to  literature,  see  A.  Schenck,  Doct.  Diss.,  Bonn, 
1884.  Williams,  in  Bull.  U.  S.  Qeol.  Survey  No.  62, 1890,  also  discusses  the  process  of  epidotlsation  some- 
what fully. 

•  Am.  Jour.  Sd.,  3d  ser.,  vol.  46, 18C3,  p.  50.   This  paper  contains  many  references  to  literature. 

•  Jour.  CoU.  Sd.  Japan,  vd.  9, 1897,  p.  117. 
«  Gee  B.  Koto,  idem,  vol.  1. 1887,  p.  303. 

7  Am.  Jour.  Sd.,  3d  ser..  vol.  30, 1885,  p.  106. 

•  Idem,  vd.  38, 1889,  p.  223. 

•  Canadian  Reo.  Sd..  vol.  4, 1801 ,  p.  344. 

»  BulL  Soc.  mhl..  vol.  12. 1889,  pp.  138. 157, 210. 

n  Bull.  U.  S.  God.  Survey  No.  62, 1890. 

IS  A.  Hicbd  L^vy  and  A.  Lacroix.  Bull.  Soc.  min.,  vol.  11, 1888,  p.  66. 

u  TSans.  BdinlKiigh  Ged.  Soc,  vol.  9, 1909,  p.  216. 
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TOPAZ. 


Orthorhombic.  Simplest  empirical  formula,  AljSiO^F,,  but  with 
part  of  the  fluorine  commonly  replaced  by  hydroxyl.*  Molecular 
weight,  184.6.  Specific  gravity,  3.66.  Molecular  volume,  51.9. 
Color,  white,  yellow,  greenish,  bluish,  and  reddish.  Hardness,  8. 
The  true  formula  is  probably  three  times  that  given  above,  with  the 
molecular  weight  and  volume  correspondingly  tripled.' 

The  synthesis  of  a  product  aUied  to  topaz  was  early  reported  by 
A.  DaubrSe,'  who  heated  alumina  in  a  current  of  siUcon  fluoride.  It 
contained,  however,  too  little  fluorine,  and  varied  in  other  resi>ects 
from  topaz.  H.  Sainte-Claire  Deville,*  repeating  the  experiment, 
obtained  no  fluoriferous  silicate.  C.  Friedel  and  E.  Sarasin*  claim  to 
have  prepared  topaz  by  heating  alumina,  siUca,  water,  and  hydrofluo- 
siticic  acid  together  at  500^,  but  give  no  details  nor  analjrses.  A. 
Reich  ^  subjected  a  mixture  of  silica  and  aluminum  fluoride  to  a 
strong  red  heat,  and  afterwards  ignited  the  mixture  thus  obtained  in  a 
current  of  siUcon  fluoride.  By  this  process  topaz  was  formed,  which 
was  identified  both  crystallographically  and  by  analysis.  This  is 
the  only  satisfactory  synthesis  of  topaz  so  far  recorded. 

Topaz  commonly  occurs  in  gneiss  or  granite,  and  especially  in  tin- 
bearing  pegmatites.  The  rock  from  the  tin  mine  at  Mount  BischoflF, 
Tasmania,  has  been  described  by  A.  von  Groddeck  ^  as  a  porphyritic 
topazfels.  The  Brazilian  topazes  are  found  in  decomposed  material, 
which,  according  to  O.  A.  Derby,*  was  probably'-  a  mica  schist  derived 
from  an  antecedent  augite  or  nepheline  syenite.  In  Colorado  and 
Utah  topaz  occurs  in  lithophyses  of  rhyolite.®  Gaseous  emanations 
containing  fluorine  probably  play  an  important  part  in  its  develop- 
ment. Topaz  alters  easily,  by  hydration  and  by  the  action  of  perco- 
lating alkaline  solutions,  and  is  transformed  into  compact  muscovite.^® 
The  reported  alterations  to  steatite  and  serpentine  are  probably 
based  upon  erroneous  diagnoses.  By  heating  topaz  with  a  solution 
of  sodium  silicate  174  hours  at  200^  to  210°,  J.  Lemberg"  converted 
it  into  an  alkaline  alumo-silicate  of  presumably  zeoUtic  character. 
At  a  white  heat  topaz  loses  fluorine  and  becomes  transformed  into 
siUimanite." 

1  6.  L.  Penlleld  and  J.  C.  Minor,  Am.  Jour.  Scl.,  3d  wr.,  vol.  47»  1804,  p.  387. 

t  See  F.W.Clarke  and  J.S.DUler.  Bull.  U. 8.  Geol.Survey  No.  27,1886,  and  al80ClarkB,BaU.No.  126, 180&. 

•  Etudes  synth^tlques  de  gtologie  exp^imentato,  p.  67. 
« Compt.  Raid.,  vol.  62, 18C1,  p.  780. 

•  Bull.  Soc.  min.,  vol.  10, 1887.  p.  100. 

•  Monatsh.  Chemie,  vol.  17, 1806,  p.  140. 

'  Zettachr.  Deutsch.  geol.  Gesell.,  vol.  86, 1884,  p.  642. 

•  Am.  Jour.  Sci.,  4th  ser.,  vol.  11, 1001  p.  25. 

•  See  W,  Cross,  idem,  3d  ser.,  vol.  31 ,  1886,  p.  432. 

10  For  a  complete  study  of  this  alteration,  see  F.  W.  Clarke  and  J.  6.  Diller,  Bull.  V.  6.  Oeol.  SurvoyNo. 
27: 1886.    See  also  A.  Atterberg,  Qeol.  F6ren.  FGrhandl.,  vol.  2, 1874-75,  p.  402. 
u  Zeitschr.  Deutsch .  geol.  Gesell.,  vol.  40, 1888,  pp.  651  et  seq. 
u  W.  VeniadBky,  Bull.  Soc.  min.,  vol.  13, 180O,  pp.  260-200. 
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THE   ANDAL.USITB    GROUP, 

Andalusite. — Orthorhombic.  Simplest  empirical  formula,  AlgSiOg; 
true  formula  probably  three  times  as  great.  Corresponding  molecu- 
lar weight,  162.6.  Specific  gravity,  3.18.  Molecular  volume,  51.1. 
Color,  white,  reddish,  violet,  brown,  oUve-green.     Hardness,  7.5. 

SiUimanite  or  fibrolite, — Orthorhombic.  Composition  and  lowest 
molecular  weight  the  same  as  for  andalusite.  Specific  gravity,  3.2. 
Molecular  volume,  50.8.  Color,  grayish  white,  grayish  brown,  pale 
green,  brown.     Hardness,  6  to  7. 

Kyanite  or  cyanite. — ^Triclinic.  Composition,  etc.,  as  with  anda- 
lusite and  sillimanite.  Specific  gravity,  3.6.  Molecular  volume,  45.2. 
Color,  commonly  blue,  sometimes  white,  gray,  or  green.     Hardness,  7. 

These  three  minerals  are  of  peculiar  interest  because  of  their  iden- 
tity in  chemical  composition.  They  undoubtedly  differ  in  chemical 
structure,  and  kyanite  possibly  differs  from  the  other  two  in  molecu- 
lar weight,  but  upon  the  latter  point  the  evidence  is  not  conclusive. 
Andalusite  and  sillimanite  are  commonly  regarded  as  basic  ortho- 
silicates,  and  kyanite,  on  account  of  its  greater  resistance  to  the 
action  of  acids,  has  been  interpreted  by  P.  Groth  as  a  metasilicate, 
(A10)2Si08.'  In  an  interesting  investigation  by  W.  Vemadsky* 
it  is  shown  that  both  andalusite  and  kyanite  are  transformed  into 
sillimanite  by  simply  heating  to  a  temperature  between  1,320^  and 
1,380°.  Sillimanite  therefore  is  the  most  stable  of  the  three  species, 
at  least  under  pyrogenic  conditions.  Vemadsky  has  identified  it  as 
an  essential  constituent  of  hard  porcelain.  He  also  obtained  silli- 
manite by  fusing  silica  and  alumina  together.  This  synthesis  has  also 
been  effected  by  E.  S.  Shepherd  and  G.  A.  Rankin,*  who  find  that 
sillimanite  is  the  only  one  of  the  three  silicates  which  is  stable  in  the 
pure  melt.  They  also  confirm  the  statement  that  kyanite  and 
andalusite  pass  into  sillimanite  when  strongly  heated.  Their  arti- 
ficial sillimanite  melted  at  1,811°.  A.  Reich,*  by  heating  aluminum 
fluoride  \^dth  silica  to  strong  redness,  obtained  a  mixture  of  silli- 
manite and  corundum.  The  conditions  under  which  sillimanite  can 
form  magmatically  have  also  been  determined  by  J.  Morozewicz.* 
In  the  magmatic  mixture  RO.mAljOj.nSiOj,  if  magnesia  and  iron  are 
absent,  m=l,  and  n  is  greater  than  6,  sillimanite  is  developed.  K. 
Dalmer®  has  reported  the  alteration  of  a  chlorite-mica  phyUite  into  a 
mixture  of  andalusite  and  biotite. 

1 A  dilTerant  but  not  very  plausible  interpretation  of  these  species  has  been  offered  by  K.  ZulkowsU, 
Monatsh.  Chemle,  vol.  21, 1900,  p.  1086. 

*  Bull.  Soc.  min.,  vol.  13, 1890,  p.  250;  Compt.  Rend.,  vol.  110, 1800,  p.  1377.  For  earlier  syntheses  of  these 
minerals,  by  Daubrte,  DeviUe  and  Caron,  Fremy  and  Fell,  Meunier,  and  HautefeniUe  and  Margottet,  see 
L.  Bourgeois,  Reproduction  artiflclelle  des  min4rauz,pp.  110, 120.  The processe8,ezoept  in  the  last  instance, 
involved  the  use  of  aluminum  fluoride,  silicon  fluoride,  or  silicon  chloride,  and  were  therefore  indirect. 

«  Am.  Jour.  Sd.,  4th  aer.,  vol.  28, 1000,  p.  293. 
« Monatsh.  Chemie,  vol.  17, 1806,  p.  140. 

•  ICin.  pet.  Mitt.,  vol.  18, 1808,  p.  72. 
•Neuee  Jahrb.,  1897,  pt.  2,  p.  156. 
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Andalusite  is  a  mineral  of  the  metamoq>hic  schists,  and  is  espe- 
cially common  in  the  contact  zones  of  clay  slate  near  dikes  of  granite 
or  diorite.  It  is  also  foimd  in  Archean  gneiss  and  mica  schist,  and 
sometimes  as  an  accessory  in  granite. 

Sillimanite  is  common  in  the  crystalline  schists,  particularly  in 
feldspathic  gneiss,  and  in  cordierite  gneiss.  It  is  often  found  inter- 
grown  with  quartz. 

Kyanite  also  occurs  in  crystalline  schists,  such  as  gneiss,  mica 
schist,  paragonite  schist,  and  eclogite.  It  is  often  embedded  in 
quartz,  and  has  been  reported  in  limestone.^ 

'  Andalusite  alters  to  muscovite,'  and  sometimes  also  to  chlorite  and 
kaolin.'  J.  Lemberg,*  by  heating  andalusite  or  kyanite  with  alkaline 
sihcates  or  carbonates  under  pressure,  converted  them  into  zeohtic 
substances.  C.  Doelter,^  upon  heating  andalusite  with  potassium 
carbonate  and  fluoride  during  several  weeks  at  250**,  observed  the  for- 
mation of  scales  of  mica. 

It  has  already  been  stated  that  the  empirical  formulas  for  topaz 
and  andalusite  should  probably  be  tripled,  a  suggestion  which  is 
based  partly  upon  their  alterabihty  into  muscovite.  On  this  basis 
the  three  species  compare  as  follows: 

Andalusite AljCSiOJaCAlO),. 

Topaz Al,(SiO,),(AlF2),. 

Muflcovite AlaCSiOjjKHj. 

8TAUROLITE. 

Orthorhombic.  Composition,  HFeAlgSijOi,,*  Mfith  a  httle  mag- 
nesia or  sometimes  manganese  oxide  replacing  a  part  of  the  iron. 
Molecular  weight,  457.2.  Specific  gravity,  3.7.  Molecular  volume, 
123.     Color,  brown  to  black.     Hardness,  7  to  7.6. 

No  authentic  synthesis  of  stauroUte  has  yet  been  recorded.  The 
substance  obtained  by  H.  Sainte-Claire  Deville  and  H.  Caron,'  by 
the  action  of  siUcon  fluoride  upon  a  heated  mixture  of  alumina  and 
quartz,  and  called  staurohte  by  them,  had  nearly  the  composition 
of  sillimanite.®  P.  Hautefeuille  and  J.  Margottet,®  in  their  memoir 
upon  the  synthesis  of  certain  phosphates,  also  mention  the  produc- 
tion of  a  mineral  resembling  stauroUte,  but  give  us  no  further  details. 

StauroUte  is  a  mineral  of  the  metamorphic  schists,  especially  of 
muscovite  or  paragonite  scliist,  and  some  gneisses  or  slates.  It  is 
often  associated  with  kyanite.  StauroUte  alters  into  muscovite." 
The  reported  alteration  into  steatite  is  very  questionable. 

1  J.  Kovaf,  Zeitschr.  Kryst.  Min.,  toI.  34, 1901,  p.  704. 
>  A.  Qramann,  Neues  Jahrb.,  pt.  2, 1901,  p.  193. 
«  P.  £.  Haefele,  Zeitschr.  Kryst.  Min.,  vol.  23, 1894,  p.  651. 
4  Zeitschr.  Deutsch.  geol.  Oesell.,  vol.  40, 1888,  p.  051. 
ft  Allgem.  chezn.  ICineralogie,  p.  207. 

•  Established  by  S.  L.  Penfleldand  J.H.  Pratt,  Am.  Jour.6ci.,3d8er.,  vol.47,18M,p.81. 
7  Compt.  Rend.,  vol.  46, 1858,  p.  764. 

»H.  Salnte-Claire  Deville,  idem,  vol.  52, 1861,  p.  780. 

•  Idem,  vol.  96, 1883,  p.  1052.  » 
M  SeeanalyBisln  Bull.  U.  S.  Geol.  Survey  No.  220, 1903,  p.  64. 
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iiAWSONITB. 

Orthorhombic.  Composition,  H^CaAlgSijO^o.  Molecular  \feight, 
315.1.  Specific  gravity,  3.09.  Molecular  volume,  102.  Color,  pale 
blue  to  grayish  blue.     Hardness,  8.25. 

Lawsonite  was  discovered  by  F.  L.  Ransome  *  in  1895,  in  a  glauco- 
phana-bearing  schist  from  Tiburon  Peninsula,  California.  It  has 
since  been  foimd  by  S.  Franchi  and  A.  Stella*  in  the  metamorphic 
schists  of  the  Alps;  by  C.  Viola"  in  the  saussuritized  gabbros  of 
southern  Italy;  and  by  A.  Lacroix^  in  similar  rocks  and  glauco- 
phane  schists  from  Corsica  and  New  Caledonia.  J.  P.  Smith  ^  has 
recently  described  lawsonite  rocks  from  several  localities  in  CaU- 
fomia,  especially  a  lawsonite-glaucophane  schist  and  a  lawsonite- 
glaucophane  gneiss.  The  latter  rock  carried  about  25  per  cent  of 
lawsonite.  The  mineral  is  evidently  of  widespread  occurrence.  Its 
formula  suggests  a  derivation  from  anorthite,  by  assumption  of  two 
molecules  of  water.  Upon  fusion,  lawsonite  would  undoubtedly  yield 
anorthite. 

According  to  F.  Comu,'  the  compoxmd  H^CaAlaSi^Oj  is  dimor- 
phous. Lawsonite  is  one  modification;  the  other,  isometric,  he  has 
named  hibschite.  It  was  foimd  enveloping  garnet  as  an  inclusion 
in  the  phonolite  of  Aussig,  Bohemia. 

DUMORTIERITE. 

Orthorhombic.  Composition,  Al^HESijOjo.'  Molecular  weight, 
634j  Specific  gravity,  3.3.  Molecular  voliune,  192.  Color,  blue, 
bluish  green,  lavender,  or  black.  Hardness,  7. 
•  Dumortierite  was  orginally  discovered  in  a  pegmatite  gneiss  near 
Lyons,  in  France.  It  has  since  been  found  in  Germany,  Austria, 
Norway,  Argentina,  and  at  several  locahties  in  the  United  States.' 
It  has  been  observed  in  pegmatite,  in  cordierite  gneiss,*  in  granite, 
and  in  certain  quartz  rocks  associated  with  kyanite  (Arizona),  sil- 
limanite  (California),  and  andalusite  (Washington).  Muscovite  is 
also  one  of  its  companions,  and  Schaller  has  observed  its  alteration 
into  muscovite.  It  is  an  inconspicuous  mineral,  except  for  its  usual 
bright-blue  color,  and  is  probably  not  at  all  rare.  Its  close  relation- 
ship to  andalusite,  sillimanite,  and  kyanite  is  obvious.     According 

1  Bull.  Dept.  Geology  Univ.  California,  vol.  1, 1805,  p.  301.  See  also  F.  L.  Ransome  and  C.  Palacbe, 
Zeitscbr.  Kryst.  Min.,  vol.  35, 1896,  p.  531;  and  W.  T.  Sc^er  and  W.  F.  Hillebrand,  Ball.  U.  6.  Geol. 
Sairey  No.  252, 1005,  p.  58. 

>  Cited  by  P.  Tennler,  Bull.  Soo.  min.,  vol.  20, 1807,  p.  5.    See  also  Tennier,  idem,  toI.  27, 1004,  p.  265. 

•Zeitscbr.  Kryst.  Min.,  vol.  28, 1807,  p.  553. 

« Bull.  Soc.  min.,  vol.  20, 1807,  p.  300. 

»  Proc.  Am.  Pbilos.  Soo.,  vol.  46, 1007,  p.  188.  See  abo  A.  8.  EaUe,  Bull.  Dept.  Geology  Univ.  CallfomJa, 
vol.  5, 1007,  p.  82. 

•  Min.  pet.  Mitt.,  vol.  26, 1006,  p.  240. 

r  As  detennined  by  W.  T.  SohaUer,  Bull.  U.  8.  Geol.  Survey  No.  262, 1006,  pp.  01-120.  See  also  W.  E. 
Ford,  Am.  Jour.  8ci.,  4tb  ser.,  vol.  4, 1002,  p.  426.    Ford's  formula  differs  aligbtly  from  Scballer's. 

•  See  Scballer's  memoir,  cited  above,  for  a  full  summary  of  tbe  known  localitieB  and  a  bibUograpby  of  the 


•  See  A.  Lacroix,  Bull.  Soc.  min.,  vol.  12, 1880,  p.  211. 
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to  W.  Vemadsky/  dumortierite;  at  a  white  heat^  le  converted  into 
fiillimanite.  What  other  product  is  formed  at  the  same  time  is  not 
stated.' 

TOURMALINE. 

Rhombohedral.  Composition,  a  complex  borosilicate  of  aluminum 
and  other  bases.  Color,  white,  yellow,  brown,  green,  red,  blue,  and 
black.     Specific  gravity,  2.98  to  3.20.     Hardness,  7  to  7.5. 

Tourmaline  really  represents  a  group  of  isomorphous  species,  whose 
chemical  relations  are  not  yet  completely  understood.  There  are, 
however,  three  distinct  types,  as  follows: 

Alkali  tourmaline:  Contains  lithium  or  sodium,  sometimes  potas- 
sium in  less  amount.  Found  in  pegmatites,  with  muscovite  and  lep- 
idolite. 

Magnesium  tourmaline:  Chief  base,  after  aluminum,  magnesium. 
Often  found  in  limestone  or  dolomite,  with  phlogopite  as  the  accom- 
panying mica. 

Iron  tourmaline :  The  common  black  variety,  which  alone  is  signifi- 
cant as  a  rock-making  mineral.  Contains  iron  in  place  of  magne- 
sium.    Associated  commonly  with  muscovite  or  biotite. 

Between  these  distinct  types  there  are  various  intermediate  mix- 
tures, and  also  rare  examples  in  which  a  little  chromium  appears, 
partly  replacing  aluminum. 

Over  the  chemical  formula  of  tourmaline  there  has  been  much  dis- 
cussion, and  no  set  of  expressions  can  be  assumed  as  final."  The  fol- 
lowing formulae  seem  to  be  best  sustained  by  evidence:* 

(1)  Al^R^SieBAr 

(2)  Al^R'gSieBaOa,. 

(3)  Al,R\,Si,B30„. 

In  No.  3  the  R'  is  largely  replaced  by  R",  which  may  be  Fe  or  Mg. 
Hydrogen  is  important  among  the  components  of  R'.  Fluorine  is 
also  commonly  present  in  small  amounts.  The  general  formula 
Al8R'9(BOH)3Si40ig,  proposed  by  S.  L.  Penfield  and  H.  W.  Foote,^ 
is  preferred  by  some  authorities. 

Tourmaline  has  not  as  yet  been  produced  synthetically.  The  rock- 
forming  iron-bearing  variety  is  commonly  found  in  the  older  and  more 
highly  siliceous  igneous  and  granular  rocks,  such  as  granite,  syenite, 

I  BoU.  Soc.  min.,  vol.  13, 1890,  p.  256. 

s  G.  I.  Fixilay  (Jour.  Geology,  vol.  15, 1907,  p.  479)  reports  dumortierite  and  oorondum  asorigiDal  pyrogBiiJc 
ooDStltuents  of  a  pegmatite  dike  near  Canon  City,  Colorado. 

•  SeeC.Rain]nel8berg,Neue8Jahrb.,pt.2,18eo,p.UO.  A.  Eenngott,  idem,  pt.  2, 1802,  p.  44.  G.Tscher- 
mak,  Min.  pet.  Mitt.,  vol.  19, 1899,  p.  1S5;  Zeitschr.  Kryst  Min.,  vol.  36, 1899,  p.  206.  V.  Goldsdmiidt, 
Zeitschr.  Kryst.  Min.,  vol.  17, 1890,  pp.  62, 61.  R.  Soharizer,  idem,  vol.  15, 1889,  p.  337.  P.  Jaionasch  and 
G.  Calb,  Ber.  Deutach.  chem.  Gesell.,  vol.  22, 1889,  p.  216.  H.  Rheineck,  Zeitschr.  Kryst  Min.,  vol.  17, 
1890,  p.  604;  vol.  22, 1894,  p.  52.    E.  A.  Wmflng,  Min.  pet.  Mitt.,  vol.  10, 1888,  p.  161. 

*  Bull.  U.  S.  Geol.  Survey  No.  167, 1900,  p.  26;  Am.  Jour.  Sci.,  4th  ser.,  vol.  8, 1899,  p.  Ul.  Also  In  BuU. 
U.  S.  Geol.  Survey  No.  125, 1896. 

>  Am.  Jour.  Sol.,  4th  ser.,  vol.  7, 1899,  p.  97;  vol.  10, 1900,  p.  19. 
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and  diorite.  It  is  also  abundant  in  mica  schists,  claj  slates,  and 
other  similar  matrices.  It  forms  in  some  cases  at  the  contact  between 
schists  and  granite,  and  may  be  abundant  enough  to  characterize  an 
occurrence  as  a  tourmaline  homstone.  In  igneous  rocks  it  seems  to 
have  been  produced  by  fumarole  action,  and  not  as  a  direct  separation 
from  the  magma.  H.  B.  Patton  *  regards  the  tourmaline  of  certain 
schists  in  Colorado  as  having  been  formed  at  the  expense  of  the  bio- 
tite  contained  in  the  pegmatites  adjoining  the  contact  zone. 

Tourmaline  alters  to  mica,  chlorite,  and  cookeite.  Upon  fusion, 
according  to  C.  Doelter,'  tourmaline  yields  olivine  and  spinel. 

BERTIj. 

Hexagonal.  Normal  composition,  AljGlsSioOjg.  Molecular  weight, 
539.9.  Specific  gravity,  2.7.  Molecular  volume,  200.  Colorless, 
white,  more  commonly  green,  sometimes  yellow,  blue,  or  rose.  Hard- 
ness, 7.5  to  8. 

Although  normal  beryl  has  the  composition  given  above,  the  min- 
eral generally  varies  from  it.  S.  L.  Penfield^  has  shown  that  many 
beryls  contain  alkalies,  replacing  glucina,  and  also  some  combined 
water,  up  to  nearly  3  per  cent.  A  beryl  from  Hebron,  Maine,  con- 
tained 3.60  per  cent  of  CsjO.  A  beryl  analyzed  by  J.  S.  De  Benne- 
ville*  carried  2.76  per  cent  of  KjO;  and  F.  C.  Robinson,*  in  another 
example,  found  2.76  per  cent  of  P2O5. 

J.  J.  Ebelmen"  succeeded  in  recrystallizing  beryl  by  fusion  with 
boric  oxide.  P.  HautefeuiUe  and  A.  Perrey'  obtained  it  in  crystals 
by  fusing  a  mixture  of  alumina,  glucina,  and  silica  with  the  same 
flux.  H.  Traube^  precipitated  a  solution  containing  aluminum  sul- 
phate and  glucinum  sulphate  with  sodium  metasilicate,  and  crystal- 
lized the  product  from  fused  boric  oxide  in  the  same  way.  In  both 
of  the  cases  just  cited,  the  beryl  obtained  was  identified  crystaDo- 
graphically  and  by  analysis. 

Beryl  is  a  common  accessory  in  pegmatite  veins.  It  is  also  found 
in  clay  slate  and  mica  schist.  It  alters  into  mica  and  kaolin,  when 
the  removed  glucina  generally  appears  as  a  constituent  of  other 
secondary  minerals,  such  as  bertrandite,  herderite,  or  beryllonite. 
Although  beryl  is  not  commonly  included  by  petrographers  in  their 
lists  of  rock-forming  minerals,  it  seems  entitled  to  recognition  in  a 
chapter  of  this  kind. 

1  Bull.  Oeol.  Soc.  Amerioa,  toI.  10, 1898,  p.  21. 
s  Neufls  Jahrb.,  1897,  pt.  1,  p.  1. 

*  Am.  Jour.  Sol.,  8d  ser.,  vol.  28, 1884,  p.  25;  vol.  30, 1888,  p.  317. 

*  Jour.  Am.  Chem.  Soo.,  vol.  16, 18M,  p.  05. 

A  Jour.  Anal,  and  Appl.  Chem.,  vol.  6, 1892,  p.  610. 

•  AmuUeB  ohim.  phys.,  Sd  ser.,  vol.  22, 1848,  p.  237. 
'  Compt.  Rend.,  vol.  106, 1888,  p.  1800. 

•  NeoflB  Jahrb.,  1894,  pt  1,  p.  87& 
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SERPENTINE,  TALC,  AND    KAOUNTTE. 

Serpentine. — Opticall}'  monoclinic,  but  not  known  in  true  crystals. 
Composition,  H^MgsSijOg.  Molecular  weight,  278.  Specific  grav- 
ity, 2.5  to  2.6.  Molecular  volume,  109.  C!olor  conmionly  green, 
often  yellowish. 

Hydrous  magnesian  silicates  are  easily  prepared  by  various  wet 
reactions,  but  these  syntheses  have  little  or  no  significance  in  the 
interpretation  of  serpentine.^  The  mineral  occurs  in  nature  only  as 
a  secondary  product,  derived  by  hydrous  alteration  from  olivine, 
hornblende,  actinolite,  enstatite,  diopside,  chondrodite,  and  other 
magnesian  minerals.  Large  rock  masses  are  frequently  found  which 
have  become  transformed  into  impure  serpentine.  Gabbro,'  perido- 
tite,'  and  amphibolite*  may  undergo  this  change.*  The  alterative 
process,  however,  does  not  end  here.  Serpentine  itself  may  undergo 
furtlier  alteration,  yielding  brucite,  magnesite,  hydromagnesite,  etc. 
R.  Brauns "  has  described  a  derivative  of  serpentine,  which  he  calls 
webskyite,  H^g^SijOja-GHjO;  and  F.  W.  Clarke'  has  reported  an 
apparent  serpentine  which  proved  upon  analysis  to  be  nearly  60  per 
cent  brucite.  By  solf  ataric  action  serpentine  may  lose  its  magnesia 
in  the  forms  of  sulphate  or  carbonate  and  become  transformed  into  a 
mass  of  quartz  and  opal.^  When  serpentine  is  fused  it  yields  a  mix- 
ture of  ohvine  and  enstatite." 

Talc. — Monoclinic.  Composition,  HjMgjSi^Oi,.  Molecular  weight, 
380.8.  Specific  gravity,  2.7  to  2.8.  Molecular  volume,  138.  Color, 
white  to  green.  The  name  talc  is  commonly  applied  to  the  foliated 
varieties;  the  massive  mineral  is  called  steatite. 

Talc  is  common  as  a  pseudomorphous  mineral,  derived  from  other 
magnesian  species,  often  from  tremolite  or  enstatite.*^  Assuming  the 
change  to  be  brought  about  by  carbonated  water,  the  reactions  may 
be  simply  written  as  follows: 

CaMg3Si,Oi2  +  H3O  +  CO,  =  HjMgjSi.Oi,  +  CaCO,. 
Mg,Si,Oi,  +  H,0  +  CO,  =  H,Mg3Si,0« + MgCO,. 

The  talc  thus  produced  is  not  infrequently  associated  with  marble 
or  dolomite.  The  most  important  occurrence  of  talc,  however,  from 
a  geological  point  of  ^^ew,  is  in  the  form  of  talcose  schist. 

1  See  for  example,  A.  Gages,  Rept.  Brit.  Assoc.,  1863,  p.  203.     Gages's  product  resembled  dewBylite. 

t  See  L.  Finckh,  Zeitschr.  Deutsch.  geoL  Gesell.,  vol.  50, 1S98,  p.  106. 

>  See  G.  H.  Williams,  Am.  Jom*.  Sd.,  3d  ser.,  vol.  34, 1887,  p.  137. 

4  See  J.  B.  Jaquet,  Rec.  Geol.  Survey  New  South  Wales,  vol.  5, 1906,  p.  18. 

6  For  general  discussion  over  the  origin  of  serpentine,  see  G.  F.  Becker,  Mon.  U.  6.  Geol.  Survey,  voL  13, 
1888,  pp.  106  et  seq.;  and  J.  J.  H.  Teall,  British  petrography.    The  literature  is  very  abundant 

•  Neues  Jahrb.,  BeiL  Bd.  6, 1887,  p.  318.  Brauns  diacussBS  the  different  varieties  of  serpentine  ftdly  and 
dtes  much  literature. 

7  BuU.  U.  S.  Geol.  Survey  No.  262, 1906,  p.  69. 

•  See  G.  F.  Becker,  Mon.  U.  S.  Geol.  Survey,  vol.  13, 1888,  pp.  106  et  seq.;  also  A.  Laooix,  Compt  Rend., 
vol.  124, 1897,  p.  513. 

•  Daubrfe;  see  ante,  p.  367,  under  enstatite. 

M  See  C.  H.  Smyth,  School  of  Mines  Quart,  voL  17, 1896,  p.  333,  and  J.  H.  Pratt,  North  Carolina  QeoL 
Survey,  Eoonomlo  Paper  Nadb 


Digitized  by  VnOOQ IC 


BOOK-FOBHING  MINEBALQ.  395 

According  to  F.  A.  Oenth,  talc  may  alter  into  anthophyllite.* 
When  talc  is  ignited,  it  loses  water,  and  one-fourtli  of  the  silica  is 
split  off  in  the  free  state.'  The  residue,  after  removing  the  liberated 
silica,  has  the  composition  MgSiO,. 

A  number  of  other  hydrous  magnesian  silicates  occur  as  secondary 
minerals,  such  as  deweylite,  saponite,  etc.;  but  they  are  geologically 
unimportant. 

KaoLiniU. — ^Monoclinic.  Composition,  H^Al^i^O^.  Molecular 
weight,  259.  Specific  gravity,  2.6.  Molecular  volume,  99.6.  Color, 
white,  often  tinted  by  impurities. 

Known  only  as  a  secondary  mineral,  the  product  of  hydrous  alter- 
ation of  other  species.     Derived  chiefly  from  feldspars. 

Halloysite,  cimolite,  newtonite,  montmorillonite,  pyrophyUite,  and 
allophane  are  other  hydrous  silicates  of  aluminum.  Tliey  need  no 
consideration  here. 

THE   ZEOUTES. 

Under  the  general  term  zeolites  are  included  a  number  of  impor- 
tant minerals,  which,  however,  do  not  strictly  belong  to  the  rock-mak- 
ing class.  They  occur  in  eruptive  rocks  only  as  secondary  products, 
except  in  the  noteworthy  case  of  analcite,  which  has  already  been 
described.     The  more  important  zeolites  are  the  following: 

Heulandite CaAljSifeOjc.SHaO. 

Stilbite CaAlaSi«Oio.6HaO. 

Laumontite CaCl2Si40i2.4HaO. 

Chabazite CaAlaSiAj.eHaO. 

Thomsonite CaAljSi208.2JHaO. 

Scolecite CaAl,SiaO,o.3HjO. 

Natrolite NaaAl2Si80io.2HaO. 

Hydronephelite HNaaAlaSijOia-SHaO. 

To  these  may  be  added  ptilolite,  mordenite,  brewsterite,  epistilbite, 
phillipsite,  gismondite,  laubanite,  gmelinite,  levynite,  faujasite, 
edingtonite,  mesolite,  erionite,  wellsite,  and  perhaps  other  species. 
As  a  rule,  in  the  lime-bearing  zeolites,  a  part  of  the  lime  may  be 
replaced  by  other  bases,  generally  by  soda.  Potassium,  however,  is 
found  in  notable  quantities  in  phillipsite,  harmotome,  edingtonite, 
and  wellsite ;  and  strontium  in  brewsterite  and  wellsite.  The  f ormul» 
given  above  are  general  and  empirical,  nothing  more;  but  they  sug- 
gest some  paragenetic  relations.  Stilbite  and  heulandite  seem,  for 
example,  to  be  derivatives  of  an  unknown  calcium-albite;  and  in  gen- 
eral the  zeolites  appear  to  have  been  formed  from  feldspars  or  feld- 
spathoids.  Anorthite  and  nephelite  are  common  parents  of  zeolitic 
minerals.  Pectolite,  okenite,  gyrolite,  and  apophyUite  •  are  other  sec- 
ondary minerals  whose  mode  of  occurrence  is  like  that  of  the  true 

1  Proc.  Am.  Philos.  Soc.,  voL  20, 1882,  p.  381. 

•  F.  W.  Clarke  and  E.  A.  Schneider,  Bull.  U.  8.  Oeol.  Survey  No.  78, 1891,  p.  13. 

A  On  apopliyllite  as  a  rook-formlng  mineral,  see  F.  Cornu,  Centralbl.  MIn.,  OeoL  u.  PaL,  1907,  p.  239. 
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zeolites;  and  possibly  the  species  prehnite  and  datolite  should  on 
genetic  grounds  be  grouped  with  them.  Mineralogically  these  min- 
erals are  classed  elsewhere;  it  is  only  as  regards  their  mode  of  forma- 
tion that  they  are  mentioned  now. 

Many  synUieses  of  zeolites  and  zeolitic  compounds  are  recorded, 
and  seyeral  species  have  been  recrystallized  from  solution  in  super- 
heated waters.  The  syntheses  were  necessarily  effected  by  hydro- 
chemical  reactions,  either  operating  upon  such  minerals  as  anorthite 
or  nephelite,  or  by  double  decomposition  between  aqueous  solutions. 
H.  Sainte-Claire  Deville,^  for  example,  produced  phillipsite,  levyn- 
ite,  and  gmelinite  by  heating  solutions  of  potassium  silicate  with 
sodium  or  potassiiun  aluminate  to  170^.  C.  Doelter '  prepared  apopb- 
yllite,  okenite,  chabazite,  heulandite,  stilbite,  laumontite,  thomsonite, 
natrolite,  and  scolecite  by  yarious  processes;  and  J.  Lemberg'  has 
shown  that  zeolites  can  be  generated  from  one  another  by  the  action 
at  moderately  high  temperatures  of  suitable  reagents,  such  as  the 
alkaline  carbonates  and  silicates.  The  syntheses  of  analcite  by  De 
Schiilten  and  Friedel  and  Sarasin  have  already  been  described.^  At 
the  hot  springs  of  Plombidres  A.  Daubr6e^  found  zeolites  which  had 
been  produced'  by  the  action  of  the  percolating  waters  upon  the 
cement  and  brick  work  of  the  old  Roman  baths.  Chabazite,  phiilips- 
ite,  apophyllite,  and  gismondite  were  identified,  and  similar  develop- 
ments were  afterwards  discovered  at  other  hot  springs  in  France  and 
Algeria.' 

High  temperatures,  however,  are  not  essential  to  the  formation  of 
zeolites.  Phillipsite  has  been  found  abundantly  in  volcanic  mud 
dredged  up  from  the  bottom  of  the  Pacific  Ocean;  ^  and  A.  Lacroix  • 
discovered  several  of  the  species  imder  conditions  which  showed  a 
recent  origin  from  cold  percolating  waters. 

THE   CARBONATES. 

CdlciU. — ^Rhombohedral.  (Composition,  CaOO,,  Molecular  weight 
100.1.  Specific  gravity,  2.72.  Molecular  volume,  36.8.  Hardness, 
3.     Normally  colorless,  but  often  variously  colored  by  impurities. 

Aragonite. — Orthorhombic.  Composition,  CaCO,,  like  calcit^. 
Specific  gravity,  2.94.  Molecular  volume,  34.  Hardness,  3.5  to  4. 
Color,  white,  but  often  tinted  by  impurities. 

I  Compt.  Rend.,  vol.  54, 1862.  p.  324. 
<  Neues  Jahrb.,  1890,  pt.  1,  p.  118. 

« Zeftschr.  Deutsch.  geol.  Oesell.,  vol.  28,  1870,  p.  510.    On  artificial  soolites  Me  alao  F.  Singer,  Diss., 
Tech.  Hochachule,  BeiUn,  1010. 

*  See  ante,  p.  351. 

ft  ifetudes  syntMtiques  de  gdologle  exp6rimentale,  p.  170. 

•  Idem,  p.  100. 

7  Rept.  Challenger  Exped.,  Narrative,  vol.  1,  pt.  2, 1885,  pp.  774,  815. 

■  Compt  Rend.,  vol.  123,  1806,  p.  761.    The  localltieB  deacribed  are  in  the  PynneesL    Plagkidaae  and 
BoapoUte  mrere  the  parent  mfneralw. 
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DclomUe. — ^Rhombohedral.  Composition,  CaMgCjO,.  Molecular 
weighty  184.5.  Specific  gravity;  2.83.  Molecular  volume,  65.2. 
Hardness,  3.5  to  4.  Normally  colorless,  but  often  tinted  pink  or 
brown. 

MagnesUe, — ^Rhombohedral.  Composition,  MgCOg.  Molecular 
weight,  84.4-  Specific  gravity,  3.0.  Molecular  volxune,  28.1.  Hard- 
ness, 3.5  to  4.5.    CJolor,  white  to  brown. 

Siderite. — ^Rhombohedral.  Composition,  FeCO,.  Moleciilar  weight, 
115.9.  Specific  gravity,  3.88.  Molecular  volume,  29.9.  Hardness, 
3.5  to  4.  Color,  gray  to  brown,  sometimes  white.  Breunnerite  and 
mesitite  are  carbonates  intermediate  in  composition  between  siderite 
and  magnesite. 

All  these  carbonates  occur  in  igneous  rocks  as  secondary  or  altera- 
tion products.  Calcite  is  sometimes  apparently  of  primary  origin, 
but  not  certamly  so.  When  heated  under  ordinary  conditions,  cal- 
cite dissociates  into  CaO  +  CO,;  but  under  great  pressures  it  may  be 
fused  without  decomposition.  It  is  not  impossible,  therefore,  that  it 
may  have  formed  in  some  cases  during  the  solidification  of  a  magma 
at  great  depth.^ 

Calcite  alone,  as  a  ix>ck,  is  represented  by  marble,  limestone,  chalk, 
etc.,  and  is  therefore  a  most  important  mineral.  Dolomite  also  forms 
extensive  rock  masses.  Both  species  will  be  more  fully  considered 
later  in  the  study  of  sedimentary  rocks. 

1  For  examples  of  primary  calcite  In  Igneous  rocks  see  F.  D.  Adams,  Am.  Jour.  Sci.,  3d  ser.,  vol.  48, 18M, 
p.  14;  T.  L.  WaUcer,  Quart.  Jour.  Oeol.  Soc.,  vol.  53, 1807,  p.  55;  T.  H.  Holland,  Mem.  Oeol.  Suryey 
India,  vol.  30, 1901,  p.  197;  O.  Stutxer,  Centralbl.  MIn.,  Geol.  u.  Pal.,  1910,  p.  433;  Rachel  Workman,  GeoL 
Mag.,  1911,  p.  193.  Many  other  examples  are  on  record.  The  ooourrenoes  are  prlndpaUy  in  granite  or 
nepheline  syenite. 
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CHAPTER  XI. 

IGNEOUS  ROCKS. 

PRELIMINARY    CONSIDERATIONS • 

When  a  magma  solidifies  to  form  a  rock,  it  may  become  either  that 
indeterminate  substance  known  as  glass  or  a  mixture  of  definite  min- 
eral species.  Between  these  two  stages  of  development  any  interme- 
diate phase  may  be  produced,  from  a  glass  containing  a  few  individ- 
ualized crystals  or  microlites  to  a  mass  of  crystalline  matter  with 
some  vitreous  remainder. '  The  character  of  the  product  will  depend 
upon  a  variety  of  conditions,  such  as  the  composition  of  the  molten 
material,  the  rate  of  cooling,  and  the  circumstances  imder  which  it 
cools.  If  soUdification  takes  place  at  the  surface  of  the  earth,  as  in 
an  ordinary  volcanic  outflow,  one  set  of  consequences  will  follow;  if 
it  is  effected  under  pressure — that  is,  at  great  depth — the  gaseous 
contents  of  the  magma,  being  unable  to  escape,  will  play  a  part  in  the 
process,  and  determine  the  formation  of  compounds  which  could  not 
otherwise  be  generated.  In  either  case  a  relatively  small  niunber  of 
these  will  form  in  preponderating  quantities.  If  we  consider  the 
igneous  rocks  statistically,  we  shall  find  that  in  the  average  they 
contain  the  following  minerals: 

Feldspars 59. 5 

Hornblende  and  pyroxene 16. 8 

Quartz 12.0 

Biotite 3. 8 

Titanium  minerals 1. 5 

Apatite 6 

94.2 
The  less  abundant  rock-forming  minerals  will  make  up  the  remain- 
ing 5.8  per  cent.*  The  computation  is  by  no  means  exact,  but  it 
serves  to  illustrate  the  relative  importance  of  the  several  groups  or 
species.  Feldspars  predominate,  the  ferromagnesian  minerals  come 
next  in  abundance,  then  quartz,  and  after  that  all  other  species  as 
minor  accessories.  This  statement,  it  must  be  borne  in  mind,  deals 
with  averages  only.  Individual  rocks  may  contain  some  of  the  less 
frequent  minerals  as  principal  constituents,  such  as  olivine  in  the 
peridotites,  nepheline  or  leucite  in  certain  syenites  or  basalts,  and  so 
on.  The  moment  we  begin  to  study  rocks  separately  we  shall  see 
that  they  vary  widely  from  the  mean. 

1  A  somewhat  different  estimate  is  given  by  H.  S.  Washington  in  Prof.  Paper  U.  S.  Geol.  Survey  No.  li, 
1903,  p.  165.    Its  general  purport  is,  however,  mach  the  same  as  mine. 
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Being  mixtures,  the  igneous  rocks  represent  an  almost  infinite 
range  of  composition.  The  minerals  which  are  capable  of  simul- 
taneous generation  from  a  magma  may  be  commingled  in  various 
proportions.  Rocks,  therefore,  are  not  sharply  classifiable  upon  the 
basis  of  their  composition,  for  they  shade  into  one  another  through 
all  possible  gradations,  and  are  separable  by  no  precise  dividing  lines. 
A  mineral  is  a  distinct  stoichiometric  compound;  a  rock,  except  when 
it  happens  to  consist  of  one  mineral  alone,  is  not.  Mineralogically 
a  rock  may  be  quartz,  or  olivine,  or  hornblende,  or  pyroxene,  with 
very  little  impurity;  but  these  are  the  exceptional  cases.  Mixtures 
of  two  or  more  components,  in  variable  proportions,  form  the  rule. 

Certain  mixtures,  however,  are  much  more  common  than  others, 
and  are  represented  by  widely  diffused  and  abundant  rock  types. 
Granite,  for  example,  is  a  mixture  of  quartz  and  feldspar,  with  sub- 
ordinate ferromagnesian  minerals,  and  samples  from  different  parts 
of  the  world  are  surprisingly  similar.*  Absolute  identity  is,  of  course, 
out  of  the  question;  but  the  approximation  to  it  is  close  enough  to 
mark  out  what  we  may  regard  as  a  good  rock  species.  Upon  imi- 
formities  of  this  kind  the  prevalent  classifications  of  the  igneous 
rocks  are  based.  The  more  frequent  mixtures  form  the  familiar 
types,  and  under  them  there  appear  an  indefinite  number  of  varieties, 
representing  minor  differences  of  composition,  intermediate  forms, 
modes  of  occurrence,  textures,  genetic  relationships,  or  even  geologic 
age.  With  some  of  these  criteria  we  have  no  present  concern;  only 
the  chemical  aspects  of  rock  classification  fall  within  the  scope  of  this 
work.  Other  considerations  have  much  weight,  of  course,  but  it  is 
not  the  province  of  the  chemist  to  discuss  them. 

CLA.SSIFICATION, 

From  a  chemical  point  of  view  the  igneous  rocks  may  be  classified 
in  three  different  ways.  First,  on  the  basis  of  their  ultimate  compo- 
sition. Second,  by  their  proximate  units,  the  minerals  which  they 
contain.  The  latter  procedure  is  at  present  most  in  vogue,  but  the 
first  method  has  strong  advocates  and  may  possibly  prevail.  In  the 
third  place  we  can  start  from  the  conception  of  a  magma  as  a  solu- 
tion and  regard  the  eut^ctic  mixtures  as  the  definite  types  with  which 
the  igneous  rocks  shall  be  compared.  Let  us  consider  the  three 
propositions  separately. 

At  first  sight  the  mineralogical  classification,  a  classification  by  the 
compounds  which  a  rock  actually  contains,  would  seem  to  be  the 
simplest  and  most  reasonable.     In  practice,  however,  it  is  beset  with 

1  In  R.  A.  Daly's  paper  on  the  average  composition  of  igneous  rock  types,  Proc.  Am.  Acad.,  vol.  45, 1910» 
p.  211,  the  clustering  of  analyses  around  "center-points"  Is  strongly  emphasized. 
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difficulties.  A  perfectly  fresh,  unaltered,  entirely  crystalline  rock  is 
easy  to  describe  on  this  basis;  but  all  rocks  do  not  fulfill  these  con- 
ditions. In  some  rocks  the  mineralogical  development  is  obscure,  so 
that  essential  constituents  can  not  be  clearly  defined.  In  others  the 
development  is  incomplete,  a  certain  amount  of  undifferentiated  glass 
remaining  to  complicate  the  problem.  We  can  infer  in  such  cases 
what  minerals  should  form  if  the  devitrifying  process  were  ended; 
but  our  inferences  may  not  be  conclusive.  In  some  instances  sup- 
posed glass  has  proved  to  be  analcite,  and  misapprehensions  of  that 
order  are  not  easily  avoided.  This  objection,  of  course,  carries  little 
weight,  for  any  classification  is  liable  to  be  influenced  by  errors  of 
diagnosis.  Only,  other  things  being  equal,  that  classification  is  best 
in  which  the  UabiUties  to  error  are  fewest.  The  fundamental  diffi- 
culty of  all. is  inherent  in  the  nature  of  our  problem;  for  in  dealing 
with  mixtures  it  is  not  easy  to  establish  dividing  lines,  and  to  decide 
on  which  side  of  an  imaginary  boundary  a  given  rock  should  be 
placed.  This  difficulty,  which  chiefly  affects  our  judgment  in  dealing 
with  intermediate  forms,  exists  in  all  rock  classifications.  It  can  only 
be  overcome  by  conventional  devices,  which  must  be  more  or  less 
arbitrary. 

Some  of  the  difficulties  which  obstruct  a  mineralogical  classification 
are  avoided  by  the  purely  chemical  system.  The  latter  rests  upon 
supposedly  good  analyses  of  rocks,  and  the  molecular  ratios  deduced 
from  the  analytical  data  are  the  ultimate  criteria.  Good  analyses  are 
easily  obtained;  their  discussion  involves  no  questionable  hypotheses, 
and  their  classification  is  comparatively  easy.*  But  is  a  classification 
of  analyses  a  classification  of  rocks?  That  Question  needs  to  be 
considered  very  carefully. 

In  the  first  place  a  rock  mass  may  be  a  perfectly  definite  petro- 
graphic  unit  and  yet  not  be  homogeneous.  In  fact  the  presence  of 
separately  distinguishable  minerals  in  it  is  evidence  of  heterogeneity. 
Suppose,  now,  that  two  analysts,  equally  competent,  receive  samples 
of  a  given  rock  taken  from  the  same  quarry  by  two  different  col- 
lectors. In  one  sample  the  phenocrysts  of  a  certain  mineral  are  a 
httle  more  numerous  or  a  little  larger  than  in  the  other.  The  two 
analyses  will  therefore  diverge,  and  the  same  rock,  because  of  their 
dissimilarities,  may  be  classified  under  two  distinct  headings.  Evi- 
dently, in  such  a  case,  something  more  than  analysis  is  needed  in 
order  to  define  the  nature  of  the  substance  under  examination. 
Chemically  at  least  the  nature  of  the  substance  is  the  essential  thing 
to  be  determined ;  and  therefore  both  chemical  and  mineralogical  evi- 
dence must  be  taken  into  account  together.  According  to  its  nature 
the  substance  is  to  be  classified. 

1  Such  aolassiflcation  has  been  proposed  by  H.  Warth,  Oeol.  Mag.,  1906,  p.  181,  and  etaboratod  In  FiQC 
Boy.  Soc.  Edinbui^,  vol.  28, 1907,  p.  85. 
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The  interdependence  of  the  two  schemes  of  classification  can  be 
brought  out  in  still  another  way.  It  is  a  commonplace  of  chemistry 
that  two  or  even  many  substances  may  have  al^olutely  the  same 
percentage  composition  and  yet  be  very  different  in  their  molecular 
structure  and  physical  properties.  Methyl  oxide,  for  instance,  is  a 
gas;  ethyl  alcohol  is  a  Hquid;  and  yet  both  compounds  are  accu- 
rately represented  by  the  same  empirical  formula,  CaH^O.  Nor  is 
this  an  exceptional  case,  for  organic  chemistry  takes  cognizance  of 
similar  examples  by  the  thousand.  The  differences  are  ascribed  to 
different  arrangements  of  the  atoms  within  the  molecule,  and  the 
substances  which  exhrbit  this  empirical  identity  are  said  to  be  isomeric. 

Similar  instances,  although  not  so  sharply  defined,  and  by  no 
means  so  clearly  interpreted,  are  found  in  mineralogy.  The  pyroxenes 
and  amphiboles,  for  example,  have  in  general  the  same  molecular 
ratios,  while  enstatite  and  anthophyUite  are  alike  in  ultimate  com- 
position. Amphiboles,  by  fusion  alone,  are  transformable  into  pyrox- 
enes, and  the  reverse  change  takes  place  when  pyroxene  is  altered  into 
uraUt^.  Two  rocks,  then,  alike  in  composition  as  shown  by  analysis, 
and  magmatically  identical,  may  be  quite  different  mineralogically, 
the  one  containing  amphibole  and  the  other  pyroxene.^  Analytical 
data  will  lead  us  to  class  them  together;  mineralogical  considerations 
place  them  apart.  This  is  a  simple  case,  but  as  rocks  become  more 
complex,  the  chances  of  pseudoidentity  increase,  and  mixtures  that 
are  very  unhke  may,  as  interpreted  by  analysis  alone,  appear  to  be 
the  same.  Even  when  the  analyses  show  empirical  differences,  the 
molecular  ratios  may  become  identical,  and  therefore  deceptive. 
Mere  analysis,  then,  does  not  furnish  a  complete  basis  for  rock  classi- 
fication. It  takes  us  one  step  toward  the  goal,  but  other  steps  must 
follow.  The  chemical  constitution  of  a  rock,  as  indicated  by  its 
proximate  ingredients,  is  fully  as  important  a  factor  in  its  classi- 
fication as  its  ultimate  composition. 

The  classification  of  igneous  rocks  on  the  basis  of  eutectic  mixtures, 
advocated  by  G.  F.  Becker,*  is  of  a  different  order  from  either  of  the 
other  systems.  Rocks,  considered  in  the  mass,  are  variable  comming- 
lings  of  minerals;  but  the  eutectics,  being  definite  mixtures,  may  be 
taken  as  the  standard  types.  From  this  point  of  view,  the  ground- 
mass  of  a  rock  becomes  its  most  characteristic  feature,  and  the  pheno- 
crysts  are  only  the  accidental  excesses  of  one  constituent  or  another 
over  the  eutectic  ratio .  The  importance  of  this  principle  has  been  already 
discussed  in  a  previous  chapter,"  and  its  appUcation  to  petrography 
is  foreshadowed  in  the  writings  of  Guthrie,  Lagorio,  Teall,  Lane,  and 

>For  example,  H.  Andesner  (Neaes  Jahrb.,  Bell.  Bd.,  vol.  30, 1010,  p.  467)  fused  ahomblendite  ooDtainIng 
principally  hornblende,  and  some  zolsite,  quartz,  rutlle,  and  apatite.  The  product  had  the  character  of 
a  basalt,  with  microscopic  crystals  of  magnetite,  augite,  and  plagioclase. 

s  Twenty-arst  Ann.  Kept.  U.  S.  Qeol.  Surrey,  pt.  3, 1901,  p.  510.  Scleooe,  vol.  20,  1904,  p.  550.  Pub. 
Oaniegfe  Inst  Washington,  No.  31. 

*  See  ante,  Chapter  IX,  pp.  286-290. 

101381*»~Bull.  491—11 2e 
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Vogt.^  That  magmas  and  the  products  of  their  solidification  must 
be  studied  on  physicochemical  lines  is  generally  admitted,  and  a 
eutectic  classification  would  seem  to  follow  naturally  from  that  kind 
of  investigation.  At  present,  however,  such  a  classification  is  only 
a  matter  of  theory;  and.  its  effectiveness  can  not  be  tested  imtil  a 
reasonable  number  of  eutectics  have  been  identified  and  described. 
Teall,  Lane,  and  Vogt  all  agree  in  thinking  that  micropegmatite  is  a 
eutectic  mixture  of  quartz  and  feldspar,  and  Vogt  has  gone  still 
further  in  the  development  of  probabilities.  In  a  recent  memoir '  he 
has  sought  to  show  that  a  large  number  of  eruptive  rocks  fall  into  two 
classes,  which  he  terms  '^anchi-eutektische"  and  ^'anchi-monomine- 
ralische; "  that  is,  nearly  eutectic  and  nearly  composed  of  one  mineral 
alone.  Under  the  latter  heading  fall  those  anorthosites,  pyroxenites, 
peridotites,  etc.,  which  happen  to  consist  of  single  minerals  to  the 
extent  of  90  per  cent  or  more.  The  nearly  eutectics  he  illustrates 
chiefly  by  the  micropegmatites.  The  suggested  eutectic>s,  however, 
are  not  yet  fully  established ;  and  the  proposed  classification  can  not 
be  attempted  until  much  more  experimental  work  has  been  done. 
Its  difficulties  will  be  chiefly  manifest  in  dealing  with  multicomponent 
systems;  and  to  anything  beyond  a  three-component  group  of  min- 
erals  its  appUcation  may  be  impracticable.  Its  units,  it  must  be 
observed,  are  those  of  the  mineralogical  system,  with  which  it  is  much 
more  nearly  allied  than  with  the  classification  by  radicles  or  oxides. 
The  classification  by  analyses  deals  with  the  latter;  the  mineralogical 
method  with  the  compounds  wliich  actually  appear  to  the  eye.  To 
a  considerable  extent  the  tliree  systems  lead  to  the  same  grouping  of 
rocks,  and  it  remains  to  be  seen  whether  the  study  of  the  eutectics 
may  not  bring  both  physical  and  chemical  data  still  more  into  har- 
mony. In  a  complete  classification  the  systems  should  converge,  each 
one  to  the  reinforcement  of  the  others.  The  prevalence  of  a  few 
clearly  marked  rock  types  may  perhaps  be  explained  when  the 
eutectic  mixtures  are  known. 

Now,  recognizing  the  fact  that  all  classifications  of  the  igneous 
rocks  are  at  present  more  or  less  arbitrary,  let  us  consider  the  two 
available  systems  together.  We  may  also  take  into  account  a  very 
rough,  provisional  classification  of  the  rocks,  which  serves  a  certain 
descriptive  purpose  in  helping  us  to  avoid  verbiage.     I  refer  to  the 

1  p.  Outhrle,  PhU.  Mag.,  4th  ser.,  vul.  49,  1875,  p.  20.  A.  Lagorio,  MIn.  pet.  Mitt.,  vol.  8,  1887,  p.  421. 
ToBll,  British  petrography,  1888,  pp.  39e--402.  A.  C.  Lane,  Jour.  Oeol.,  vol.  12, 1904,  p.  83.  J.  H.  L.  Vogt, 
Die  SUikatschmelzldsungen,  pt.  1, 1003,  pp.  101-107;  pt.  2, 1904,  pp.  113-128;  and  Mln.  pet  Mitt.,  vol.  26, 
1906,  p.  361.  Later  discussions  of  the  subject  are  by  H.  E.  Johannson,  Oeol.  FOren.  FOrhandl.,  vol.  27, 1905, 
p.  119;  S.  Zemduzny  and  F.  Loewinson-Lessing,  Oeol.  Centralbl.,  vol.  8, 1906,  p.  393;  and  A.  Bygdfin,  Bull. 
Geol.  Inst.  Upsala,  vol.  7,  p.  1, 1006.  Some  diflicultles  in  the  way  of  an  eutectic  classification  have  been 
clearly  pointed  out  by  W.  Cross,  in  Quart.  Jour.  Geol.  Soc.,  vol.  66, 1910,  pp.  485-488. 

s  Norsk  Geol.  Tid»kr.  vol.  1,  No.  2,  1905;  and  Vidensk.  Selskabets  Skrifter,  Math.-nat.  Klasse,  1908, 
No.  10.  Vogt's  nomenclature  suggests  that  the  igneous  rocks  might  be  briefly  described  by  the  adjectives 
unicomponent,  bicomponent,  tricomponent,  and  possibly  multicomponent,  with  reference,  obviously,  to 
their  principal  constituents  and  regarding  small  amounts  of  accessory  minerals  as  impurities.  In  such  a 
dasaiflcatlon  It  would  be  necessary  to  regard  isomorphous  mixtures,  like  the  ptagloeliMM,  as  ilDcie  oom- 
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division  of  rocks  into  two  classes,  namely,  the  "basic"  and  the  "acid," 
to  which,  if  it  were  valid,  a  third  *^ neutral"  group  should  be  added. 
These  terms,  as  used  by  petrographers,  have  little  more  than  collo- 
quial significance,  and  serve  to  indicate  whether  a  rock  contains  much 
or  little  silica.  They  are,  however,  objectionable  and  possibly  mis- 
leading, for  the  two  terms  as  used  in  chemistry  have  a  more  precise 
and  quite  dissimilar  significance.  Their  fallaciousness  can  be  illus- 
trated by  considering  the  composition  of  the  two  fundamental  olivines, 
forsterite  and  fayaUte,  Mg3Si04  and  Fe3Si04. 


Composition  of  forsterite  andfayalite. 

Forsterite. 

FayaUte. 

SiOa 

42.8 
57.2 

29.5 

M^O           

FeO 

70.5 

iOO.O 

100.0 

Here  are  two  definite  orthosihcates  of  the  same  simple  type  which 
replace  each  other  isomorphoualy.  Chemically  they  are  both  neutral 
salts,  and  yet  one  contains  13.3  per  cent  more  silica  than  the  other. 
The  terms  acid  and  basic  are  here  obviously  inappUcable,  and  the 
case  cited  is  but  one  of  many.  It  is  desirable,  then,  that  the  two 
terms  should  be,  generally  speaking,  dropped  from  petrographic 
usage  and  replaced  by  others  which  do  not  conflict  with  good  chemical 
nomenclature.  Acidic  and  Idsylic  might  be  better;  but  a  closer  sub- 
division would  be  effective  by  using  the  self-explanatory  expressions 
persilicic,  mediosilidCj  and  suhsilicic.  Conventionally  these  terms 
might  represent  silica  percentages  of  more  than  60,  between  50  and  60, 
and  below  50.  A  more  precise  definition  is  undesirable.  Another 
alternative  is  offered  by  the  words  salicj  sdlfemic,  and  femic,  which 
appear  in  a  classification  of  rocks  to  be  considered  presently.  A  few 
rocks,  consisting  mainly  of  corundum  or  magnetite — that  is,  of  basic 
oxides — ^may  be  properly  termed  basic.  These  are  the  only  important 
exceptions  to  the  rule  here  laid  down.  A  quartz  rock,  obviously, 
would  be  in  the  highest  degree  persilicic. 

In  the  volume  upon  the  ''Quantitative  classification  of  igneous 
rocks,"^  by  W.  Cross,  J.  P.  Iddings,  L.  V.  Pirsson,  and  H.  S.  Wash- 
ington, tho  first-named  author  has  given  a  very  full,  critical  summary 
of  the  different  systems  of  rock  classification  which  had  been  seriously 
proposed.  To  discuss  all  of  these  systems,  with  their  nonchemical 
features,  would  be  impracticable  in  a  work  on  geochemistry,  and  also 

>  Chicago,  University  of  Chicago  Press,  1903. 
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superflifous,  for  the  details  are  easily  found  elsewhere.*  It  will  be 
enough  for  present  purposes  to  examine  the  scheme  of  arrange- 
ment offered  by  the  authors  of  the  book  just  cited  and  to  see  how 
nearly  it  corresponds  with  the  evidence  offered  by  mineralogy.  It 
is  the  most  complete  scheme  of  its  kind  that  has  as  yet  been  sug- 
gested and  the  one  most  thoroughly  worked  out;  it  therefore  deserves 
a  very  careful  consideration. 

The  quantitative  classification  starts  from  the  chemical  analysis  of 
a  rock,  and  begins  with  a  division  of  the  magmas  into  two  groups, 
the  8(ilic  and  the  femic.  The  rock-forming  minerals  are  similarly 
divided  into  two  principal  classes;  the  one,  as  its  name  indicates, 
being  characterized  by  compounds  of  ^iUca  and  oZumina,  and  the 
others  by /^rro-magnesian  substances.  Between  the  two  groups  of 
minerals  there  is  an  intermediate  alferric  group,  which  is  given 
subordinate  value  in  the  classification.  The  saUc  minerals,  including 
zircon  as  an  accessory,  are  as  follows.  (The  symbols  used  for  pur- 
poses of  notation  accompany  the  names  of  the  species.) 

Quartz,  SiO, Q. 

Zircon,  ZrOa.SiOj Z. 

Corundum,  AI2O3 C. 

Orthockse,  K^O. ALjOa-eSiOj or. 

Albite,  NaaO.ALjOj.eSiOa ab. 

AnortMte,  CaO. Al203.2Si03 an.. 

Leucite,  K^O. AL,03.4Si03 Ic/ 

Nephelite,  NaaO. Al203.2Si03 ne. 

Kaliophilite,  KjO. Al30,.2SiOa kp. 

Sodalite,  3(Na30.Al,0,.2Si02).2NaCl bo. 

Noeelite,  2(NaaO.Al20,.2Si02).NaaS04. ..  no.. 

Mineralogically,  muscovite,  analcite,  hauynite,  and^  canciinite 
should  appear  in  this  list;  but  they  are  omitted  in  order  to  simplify 
calculations.  Muscovite,  for  instance,  in  computing  the  mineral  com- 
position of  a  rock,  is  conventionally  regarded  as  if  it  were  a  mixture 
of  orthoclase  and  corundum.  Analcite  is  treated  in  a  similar  man- 
ner and  represented  by  a  mixture  ef  albite,  nephelite,  and  water. 
One  consequence  of  this  procedure  is  that  the  normative  composition 
of  a  rock,  as  calculated  from  the  minerals  given  in  the  list,  often 
varies  from  its  actual  or  modal  composition.  A  rock  containing 
quartz,  orthoclase,  and  muscovite  would  be  represented  by  a  norm  of 
quartz,  orthoclase,  and  corundum,  with  the  water  of  the  muscovite 
left  entirely  out  of  consideration.    The  conventional  composition  of  a 

1  Among  the  modem  classiflcatlons  the  following  are  especially  important:  H.  Rosenbosoh,  Blemente 
der  Oestelnslehre,  1896,  p.  66.  J.  J.  H.  Teall,  British  petrography,  1888,  pp.  70-77.  F.  LoewinsoD-Learing, 
Compt.  rend.  Vn.  Cong.  gfol.  Intemat.,  1897,  p.  193.  A.  Osami,  liin.  pet.  Mitt.,  toI.  19, 1900,  p.  351;  yd. 
20, 1901,  p.  399;  yd.  21, 1902,  p.  365;  vol.  22, 1903,  pp.  322, 403.  Osann's  system  Is  distlncUy  chemical;  the 
others  are  mineralogical.  See  also  the ''  Kem-theorie ''  of  Rosenbusch  (liin.  pet.  Mitt.,  yoI.  11, 1900,  p.  144), 
which  is  a  chemical  classification  of  magmas,  and  the  discussion  of  it  by  W.  C.  BrGgger,  Die  EropUvgesteins 
des  Krlstlaniagebietes,  pt.  3, 1886,  p.  302.  A  paper  by  E.  Sommerfeldt  (Centralbl.  M in.,  Geol.  a.  Pal.,  1907. 
p.  2)  relates  to  a  part  of  the  Rosenbosoh  theory.  Recent  papers  on  dassiflcation  are  by  F.  H.  Hatdi,  ScL 
Frognss,  Oct.,  1906;  A.  Schwantke,  Centnlbl.  lOn.,  Ged.  a.  Pal.,  1910,  p.  109;  and  W.  Cross,  Quart.  Jooi: 
Ged.  Soc.,  yd.  66, 1010,  p.  470. 

*  From  leooite  and  nephelite. 


F. 

FeldspaiB. 


L. 

Lenads,^  or  feldspathoids. 
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Tock^  its  norm,  may  be  quite  unlike  its  actual  compositioii  or,  in  the 
nomenclature  of  the  new  system,  its  mode.  This  method  of  computa- 
tion, then,  does  not  profess  to  represent  mineral  compositions  exactly; 
and  there  is  therefore  danger  that  in  certain  cases  it  may  be  mislead- 
ing— that  is,  if  its  avowed  limitations  are  not  kept  constantly  in 
mind.  In  rocks  like  the  mixture  cited  above  corundum  does  not 
normally  occur,  as  may  be  seen  from  the  experiments  by  Morozewicz 
described  in  the  preceding  chapter.  The  intentional  variation  from 
reality  is  simply  an  evasion  of  the  difficulties  which  often  arise  in  cal- 
culating from  the  analysis  of  a  rock  its  mineral  composition.  As  a 
mathematical  device  it  is  perhaps  legitimate,  but  it  must  not  be  mis- 
interpreted. 

The  group  of  femic  minerals,  as  its  name  indicates,  is  dominantly 
ferromagnesian,  but  not  exclusively  so.  The  species  recognized  in  the 
classification  as  standard  are  as  follows: 

Acmite,  NaaO.FeaOj.4Si02 ac. 

Sodi\im  metasilicate,  NajO-SiO, ns. 

Potassium  metasilicate,  K^O.SiOj ks. 

Diopside,  CaO.(MgFe)0.2Si02 di. 

WoUaatonite,  CaCSiOj wo. 

Hyperethene,  (MgFe)0.Si03 hy. 

Olivine,  2(MgFe)O.Si03 ol. 

Akermanite,  4Ca0.3Si02 am 

Magnetite,  FeO.FeaOj ...mt. 

Chromite,  FeO.CraO, cm 

Hematite,  FejOa hm. 

Ilmenite,  FeO.TiOa il. 

Titanite,  CaO.TiOa.SiOj tn. 

Perofskite,  CaO.TiOa pf. 

Rutile,  TiOa m. 

Apatite,  3(3CaO.P,06).CaFa ap. 

Fluori te ,  CaFa f r. 

Calcite,  CaO.COa cc. 

Pyrite,  FeSa pr. 

Native  metala'and  other  metallic  oxides  and  sulphides. 

Here,  as  with  the  salic  minerals;  certain  conventions  have  been 
adopted.  The  two  metasilicates  of  sodium  and  potassium  do  not  exist 
as  independent  mineral  species,  but  appear  as  possible  components  of 
certain  pyroxenes  and  amphiboles.  The  two  last-named  groups,  more- 
over, are  not  separately  identified  in  the  table,  but  are  represented  by 
the  minerals  embraced  under  the  general  symbol  P.  The  aluminous 
ferromagnesian  and  salic  minerals,  the  alferric  compounds  biotite, 
garnet,  tourmaline,  melilite,  spinel,  and  the  aluminous  pyroxenes  and 
amphiboles  are  not  taken  into  account  as  normative  or  standard 
species.  In  computing  the  norm  of  a  rock  they  are  treated  as  mix- 
tures of  other  molecules  by  devices  like  those  adopted  in  the  salic 
division.  From  the  norm  the  mode  can  be  approximately  calculated 
by  methods  which  are  fully  discussed  in  the  *' Quantitative  classifi- 
cation." An  example  of  the  differences  which  thus  appear  may  be 
cited  from  the  discussion  of  Butte  granite,  on  pages  223-225  of  that 


.0. 


.M. 


Digitized  by  VjOOQ IC 


406 


THE  DATA  OF  OEOCHEMISTBY. 


work.  Under  norm  is  given  the  composition  in  standard  or  conven- 
tional minerals  and  under  mode  the  percentages  of  the  species 
actually  present  in  the  rock. 

Composition  ofButU  graniU. 

Vom. 

Quarto 19.38 

Orthoclase 25. 02 

Albite 23.58 

Anorthite 18. 07 

Diopside 67 

Hypersthene 6.78 

Ma^etite : 3. 01 

Ilmenite 1.22 

Pyrite 24 

Apatite 31 

Etc 99 


66.67 

7,45 

4.23 

.55 

Mode. 

QuartsB 22. 

Ortboclase 18: 36 

Albite 23.06 

Anorthite 16.  G8 

Biotite 10. 92 

Hornblende 3.56 

Magnetite 1. 86 

Ilmenite 46 

Pyrite 24 

Apatite 31 

Etc 85 


58.09 


14.48 


2.32 


.55 


99.  27  99. 15 

The  divergence  between  convention  and  reality  is  evident  at  a 
glance.  In  many  coses,  however,  the  norm  and  mode  of  a  rock  are 
practically  identical,  and  then  the  standard  computation  is  more  sat- 
isfactory. The  normative  and  actual  minerals  may  or  may  not  be  the 
same..  Some  discrepancies,  however,  exist,  to  which  much  weight 
can  not  be  given.  In  calculating  the  percentage  of  a  mineral  from  the 
proportions  of  oxides  shown  by  analysis  there  is  a  strong  tendency 
toward  the  multiplication  of  errors.  Alumina,  for  instance,  is  often 
uncertain,  at  least  in  ordinary  analyses  of  fair  average  quaUty,  by 
as  much  as  one-half  of  1  per  cent.  This  amount  corresponds  to  an 
error  in  orthoclase,  if  all  the  alumina  goes  to  that  mineral,  of  2.7  per 
cent,  and  the  variation  entrains  others,  especially  in  the  estimation 
of  the  residual  quartz.  The  computed  mineral  composition  of  a  rock 
is  incorrect  by  multiples  of  the  errors  existing  in  the  analysis,  and 
these  may  be,  in  fact  are,  sometimes  large. 

The  normative  or  standard  minerals,  then,  so  far  as  the  make-up  of  a 
rock  ig  concerned,  are  partly  real  and  partly  conventional.  They  are, 
however,  quantitative  in  application  and  give  uniformity  to  the  dis- 
cussion of  rocks.    Upon  them  the  quantitative  classification  is  founded. 

First,  all  igneous  rocks  are  divided  into  five  classes,  which  are 
fixed  within  certain  arbitrary  limits  by  the  ratios  between  the  salic 
and  the  femic  minerals.     These  classes  are  as  follows: 


I.  Feraalane:  Extremely  salic "femT'^'T 

II.  Dosalane:  Dominantly  salic , 


sal    ^7      _5_ 


fern 
sal 


III.  Salfemane:  Equally  salic  and  femic fern  '^"3~"^^ 


IV.  Dofemane :  Dominantly  femic ~lem  "^ 

V.  Perfemane:  Extremely  femic 


5^7 


sal       J^ 
fem"^  7 
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That  is,  the  field  between  an  entirely  salic  rock  and  one  entirely 
femic  is  divided  into  five  parts,  each  representing  a  definite  range  of 
variation.  A  rock  containing  more  than  seven-eighths  of  salic  min- 
erals to  one-eighth  femic  is  in  the  class  persalane;  one  with  less  than 
seven-eighths  salic  to  more  than  three-eighths  femic  falls  under 
dosalane,  and  so  on.  A  granite,  for  example,  containing  over  87.5 
per  cent  of  quartz  and  feldspar  is  placed  in  Class  I;  a  peridotite 
with  over  87.5  per  cent  of  femic  minerals  belongs  in  Class  V.  Many 
basalts,  gabbros,  diorites,  etc.,  contain  salic  and  femic  compounds  in 
nearly  equal  proportions,  and  are  therefore  in  Class  III.  From  the 
norm  of  a  rock  its  class  can  be  determined  at  once,  and  in  many  cases 
a  mere  inspection  of  the  analysis  is  sufficient.  The  two  extreme 
classes  occupy  each  one-eighth  of  the  field;  the  other  classes  divide 
the  remaining  six-eighths  between  them. 

The  division  of  classes  into  subclasses  is  based  upon  a  previous 
division  among  the  standard  minerals  themselves.  Thus  the  saUc 
minerals  are  grouped  as  quartz,  Q;  feldspar,  F;  lenads,  or  feld- 
spathoids,  L;  corundum,  C,  and  zircon,  Z.  Q,  F,  and  L  are  placed 
together  as  one  subclass;  C  and  Z  as  another.  In  the  femic  series 
we  have,  first,  pyroxenes,/  P;  olivine  and  &kermanite,  O:  with  the 
group  of  iron  ores  and  titanium  minerals,  M;  and,  second,  the  acces- 
sories apatite,  fluorite,  pyrite,  e^'^ ,  represented  by  A.  In  Classes  I 
to  III  the  subdivision  is  efTectec  through  the  ratio  QFL  :  CZ  by  the 
same  fivefold  process,  one-eighth,  two-eighths,  and  so  on,  as  in  the 
formation  of  classes  themselves.  In  Classes  IV  and  V,  the  dofemic 
and  perfemic,  the  ratio  POM  :  A  is  used  in  precisely  the  same  way. 
There  are  therefore  twenty-five  subclasses,  but  the  vast  majority  of 
igneous  rocks  belong  to  the  first  subclass  in  each  class.  These  are 
indicated  by  the  expressions — 

QFL     7      ,POM    7 
-Cz->Yand-^>y 

the  minerals  thus  given  prominence  being  those  which  make  up  the 
greater  part  of  the  lithosphere.  Rocks  in  which  C,  Z,  or  A  aboimd 
are  not  common,  and  their  distribution  or  volume  is  extremely 
limited. 

After  the  subclasses  come  the  orders,  which  are  formed  according 
to  the  proportions,  in  the  rocks,  of  the  preponderating  minerals.  In 
Classes  I  to  III  the  salic  minerals  are  used  as  a  basis  for  subdivision, 
and  the  ratios  connecting  Q,  F,  and  L  are  alone  considered.  Quartz 
and  the  lenads,  however,  are  chemically  antithetic,  and  do  not  occur 
together;  and  this  leads  to  a  doubling  of  the  ordinary  fivefold  divi- 
sion of  a  class,  with  one  term  dropped  out.  That  is,  each  class  is 
divided  into  nine  orders;  if  there  were  ten,  the  fifth  and  sixth  would 
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practically,  although  not  absolutely,  repeat  each  other.    These  orders 
are  as  follows: 

Q        7 

1.  Perquanc:  Quartz  extreme '>—- 

f  1 

Q         7        5 

2.  Doquaric:  Quartz  domiuant — -— < — >— 

F  1        3 

Q  5        3 

3.  Quarfelic:  Equal  quartz  and  feldspar < — > 

F  3        5 

Q  3        1 

4.  Quardofelic:  Feldspar  dominant — -— < — > 

F  5        7 

Qor  L  1 

6.  Perfelic:  Feldspar  extreme < — 

F  7 

L  3        1 

6.  Lendofelic:  Feldspar  dominan' < — > 

F  5        7 

L  5        3 

7.  Lenfelic:  Equal  feldspar  and  lenad < — >— 

F  3        6 

L  7        6 

8.  Dolenic:  Lenad  dominant < — > 

F         1       3 
L         7 

9.  Perlenic:  Lenad  extreme > — 

F  1 

In  Classes  IV  and  V  the  f emic  ratio  P  +  O  :  M  is  used  to  designate 

the  orders.    They  are: 

P+0       7 

1.  Perpolic:  Silicate  extreme > 

M  1 

P+0        7       6 

2.  Dopolio:  Silicate  dominant < — >— 

M  13 

P+0        5       3 

3.  Polmitic:  Silicate  and  nonsillcate  equal < — > 

M  3        5 

P+0        3       1 

4.  Domitic:  Nonsillcate  dominant — — < — > 

M  5        7 

P+0       U 

5.  Permitic:  Nonsillcate  extreme < — 

M  7 

In  orders  1  to  3  there  is  also  a  precisely  similar  fivefold  division 
into  sections,  which  indicate  the  proportions  between  pyroxenes  and 
the  olivine  subgroup.  In  orders  4  and  5  a  like  subdivision  into  sub- 
orders is  based  upon  the  ratio  H  :  T,  hematite  plus  magnetite  on  the 
one  hand  and  the  titanium  minerals  ilmenite,  titanite,  perofskite, 
and  rutile  on  the  other.  It  is  not  necessary  for  present  purposes  to 
carry  these  subdivisions  out  in  detail,  for  the  ratios  are  expi^essed  by 
precisely  the  same  fractions  as  appear  in  the  classes  and  orders. 

Up  to  this  point  the  quantitative  classification  has  been  mineral- 
ogical,  and  expressed  in  terms  of  the  standard  or  normative  minerals. 
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The  division  of  orders  into  rangs,  however,  proceeds  on  chemical 
lines,  but  is  still  fivefold  as  before.  In  Classes  I  to  III,  which  are 
characterized  by  feldspars  and  lenads,  the  molecular  ratio  of  salic 
KaO  +  NajO  :  sidic  CaO  is  the  determining  factor.  In  Classes  IV 
and  V  the  molecular  ratio  of  femic  CaO+  (MgFe)  O :  femic  alkalies  is 
considered.  By  salic  CaO  is  meant  the  lime  in  salic  minerals,  such 
as  anorthite;  femic  lime  is  that  in  diopside,  wollastonite,  etc.  Salic 
alkaUes  are  f oimd  in  feldspars  and  lenads;  femic  alkaUes  occur  in 
acmite  and  certain  other  pyroxenes  and  amphiboles.  In  the  par- 
tition of  CLctwcJ,  minerals,  such  as  the  micas,  between  the  two  norma- 
tive groups,  the  potash  of  muscovite  wiU  go  to  the  salic  side,  while 
that  of  biotite  is  regarded  as  femic.  Now,  uniting  K^O  and  Na^O 
under  the  general  symbol  of  RjO,  the  rangs  imder  the  orders  of 
Classes  I  to  III  develop  thxis: 

RjO*       7 

1.  Peialkalic > 

CaO         1 

RaO  7        5 

2.  Domalkalic < — >— 

OaO         1        3 

RjO         5       3 

3.  Alkalicalcic < — >— 

CaO         3       5 
RjO         3        1 

4.  Docalcic < — ;;>_. 

CaO         5        7 

RaO         1 

5.  Percalcic < — 

CaO         7 

The  nomenclature  here  would  seem  to  be  self-explanatory,  but  in 
Classes  IV  and  V  a  less  obvious  device  is  proposed,  namely,  to  indi- 
cate magnesium,  iron,  and  Hme  the  word  mirlic  is  suggested.  Unit- 
ing MgO,  FeO,  and  CaO  imder  the  symbol  RO  we  now  have  in  the 

distinctively  femic  classes  these  rangs: 

RO        7 

1.  Permirlic >— 

R,0         1 
RO  7       5 

2.  Domirlic < — > 

RaO         1        3 
RO  5       3 

3.  Alkalimirlic - < — >— • 

R^O         3       5 
RO  3        1 

4.  Domalkalic < — > — 

RaO  5        7 

RO  1 

6.  Peralkalic < — 

RaO  7 

The  femic  rangs  are  again  subjected  to  a  fivefold  subdivision  into 
sections,  depending  upon  the  ratio  (MgFe)  O :  CaO;  and  they  are  also 
divided  into  subrangs  which  indicate  the  ratio  between  magnesia 
and  ferrous  oxide.    So  also,  in  Classes  I  to  lU  there  are  subrangs 
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based  upon  the  alkalies  alone,  and  these  are  called,  respectively,  per- 
potassic,  dopotassic,  sodipotdssic,  dosodic,  and  persodic.  These  sub- 
rangs  are  still  further  divisible  in  such  manner  as  to  show  the  ratios 
between  the  lenad  minerals  leucite  and  nephelite,  and  sodalite  and 
noselite,  and  either  of  these  pairs  may  be  subdivided  in  the  same  way. 
In  some  of  these  cases  a  threefold  division  is  employed  instead  of  the 
usual  method.  In  Classes  II,  III,  and  IV  the  rangs  are  agam 
divided  into  grads,  which  serve  to  classify  the  subordinate  minerals- 
In  Classes  II  and  III  the  subordinate  femic  group  is  divided  accord- 
ing to  the  ratio  P-fO:M,  just  as  in  forming  the  orders  of  Classes 
IV  and  V.  In  Class  IV  the  subordinate  salic  minerals  serve  to 
designate  five  grads,  depending  upon  the  relations  between  quartz, 
feldspars,  and  lenads.  In  Class  III  there  is  also  a  threefold  discrim- 
ination between  pyroxene  and  olivine,  forming  the  sections  prepyricj 
pyrolic,  and  preolic.  Furthermore,  precisely  as  rangs  are  formed 
within  orders,  so  subgrads  are  formed  within  grads.  That  is,  the 
ratios  RO  :  R3O;  R3O  :  CaO;  (MgFe)  O  :  CaO;  and  MgO  :  FeO  are 
used  to  express  between  subordinate  mineral?  the  same  relations  that 
hold  in  forming  the  larger  divisions  of  the  classification. 

The  quantitative  classification,  then,  takes  pairs  of  factors,  and 
divides  each  pair,  with  a  few  limitations  only,  into  five  terms, 
expressive  of  different  ratios.  This  process,  obviously,  can  be  car- 
ried out  to  any  desired  degree  of  minuteness;  but  for  most  practical 
purposes  four  subdivisions  are  generally  enough.  These  may  be 
stated  as  classes,  orders,  rangs,  and  subrangs;  the  subclasses,  sub- 
orders, grads,  etc.,  being  less  useful  in  actual  work.  In  order  to 
express  the  composition  of  a  rock,  or,  more  precisely,  of  a  magma, 
a  simple  notation  has  been  devised,  which  makes  use  of  numerals  to 
indicate  the  several  subdivisions.  Thus  the  symbol  II.5.2.3  indicates 
that  the  magma  which  it  represents  belongs  in  Class  II,  dosalane; 
order  5,  perfelic;  rang  2,  domalkalic;  and  subrang  3,  sodipotassic* 
That  such  a  system  is  convenient  we  can  see  at  a  glance;  but  its 
Umitations,  due  to  the  distinction  between  normative  and  actual 
minerals,  must  never  be  overlooked.  Analyses  are  readily  classified 
and  summarized  by  the  system;  as  regards  minerals  it  is  confessedly 
incomplete.  The  important  alferric  minerals  muscovite,  biotite, 
augite,  and  hornblende  fall  outside  of  the  classification,  and  have  to 
be  expressed  by  means  of  a  recalculation  from  a  norm  into  a  mode. 
It  is  an  artificial  classification  of  great  provisional  value;  but  its 
ultimate  standing  is  yet  to  be  determined  by  the  severe  tests  of 
experience.  Even  if  it  should  be  finally  adopted  by  all  petrologists, 
some  form  of  classification  like  that  now  in  vogue  would  have  to  be 

1  For  the  detailed  developmont  of  this  notation,  which  can  be  extended  to  grads  and  subgrads,  see  H.S. 
Washington,  Prof.  Paper  U.S.  Geol.  Survey  No.  28, 1904,  pp.  ia-15.  On  the  calculaUoii  of  norms,  see  G.  L 
Plnlay,  Jour.  Geology,  vol.  18, 1910,  p.  58. 
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retained  with  it.  Good  analyses  can  not  be  obtained  for  every  rock 
which  the  geologist  is  called  upon  to  determine,  and  in  maay  cases 
he  must  be  content  with  the  results  of  a  microscopic  examination.  He 
can  then  say  at  once  that  a  certain  rock  consists  of  alkali  feldspar, 
quartz,  and  subordinate  femic  minerals,  and  so  define  it  as  a  granite 
or  rhyoUte.  To  accurately  name  its  subrang  is  a  more  troublesome 
matter,  and  impracticable  without  analytical  data.*  In  short,  the 
quantitative  system  can  only  be  applied  to  the  classification  of  rocks 
which  have  been  quantitatively  studied,  but  then  it  yields  results  of 
unquestionable  utility.  It  brings  to  light  magmatic  analogies  which 
might  not  be  recognized  without  its  aid,  and  so  assists  ia  the  com- 
parison of  magmas  and  in  the  study  of  their  differentiation.  From 
the  appUcation  of  the  classification  to  the  study  of  rocks,  one  highly 
beneficent  result  has  already  followed.  The  two  memoirs  of  H.  S. 
Washington,'  in  which  he  has  collected  and  classified  all  the  trust- 
worthy rock  analyses  which  had  been  recorded  between  1869  and  1900, 
are  of  the  highest  value  and  go  far  to  justify  the  system. 

COMPOSITION    OF   ROCKS. 

Now,  passing  on  from  the  general  statements  relative  to  classifica- 
tions, we  may  consider  the  actual  composition  of  rocks  as  revealed 
by  chemical  analysis.  In  order  to  do  this  most  advantageously,  and 
to  compare  classifications,  the  ordinary  mineralogical  grouping  will 
be  followed,  but  the  rocks  within  each  group  will  be  arranged  in  the 
order  of  the  quantitative  system,  and  the  brief  description  of  each  one 
will  precede  the  analyses.  To  the  descriptions  the  magmatic  symbols 
and  magmatic  names  are  appended,  and  after  each  table  the  compo- 
sition of  the  normSf  as  found  in  Washington's  tables,  will  be  given. 
We  shall  thus  be  able  to  see  how  nearly  the  two  classifications  coin- 
cide, and  so  be  better  fitted  to  judge  of  their  comparative  merits.  As 
a  rule,  the  analyses  are  those  which  have  been  made  in  the  laboratory 
of  the  United  States  Geological  Survey,  and  are  cited  from  the  col- 
lection pubUshed  in  Bulletin  No.  419.  Only  those  are  selected  which 
have  been  characterized  by  Washington  as  excellent.  In  a  few  cases 
analyses  from  other  sources  must  be  used,  but  due  credit  will  be 
given.  Since  rocks  are  aggregates  of  minerals,  all  sorts  of  interme- 
diate variations  are  possible,  but  in  a  work  of  this  general  character 
such  minor  details  of  classification  must  be  ignored.  Only  the  larger 
features  of  the  subject  can  be  taken  into  account. 

1  The  Deed  of  rock  mimes  for  field  use  is  fully  reoogniced  by  the  authors  of  the  quantitative  system. 

*  Prof.  Papers  U.  S.  Qeol.  Survey  Nos.  14  and  28.  For  analyses  made  in  the  laboratories  of  the  Survey, 
see  also  Bull.  No.  419.  For  an  extended  application  of  the  quantitative  classification,  see  Washington's 
Roman  oomagmatio  region,  Pub.  No.  51  of  the  Carnegie  Institution,  1906.  For  reviews  and  criticisms  of 
the  new  system,  see  A.  Michel  Ldvy,  Bull.  Carte  g6ol.  France,  No.  92,  1903;  A.  H[arker],  Oeol.  Mag. 
19Q8,  p.  173;  J.  W.  Evans,  Science  Progress,  vol.  1, 1906,  p.  259;  £.  B.  Mathews,  Am.  Geologist,  vol.  31, 
1903,  p.  390;  and  L.  MOoh,  CentralbL  Ilin.,  Qeol.  u.  Pal.,  1903,  p.  677. 
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THE  BHTOUTB-OBJ^  ix js  OBOUP. 

In  Class  I  of  the  quantitative  classification,  order  1,  perquaric,  is 
represented  by  rocks  which  consist  mainly  of  quartz,  such  as  quartz 
veins  and  segregations  of  igneous  origin.  In  order  2,  doquaric,  Wash- 
ington places  a  few  rocks  which  contain  from  53  to  69  per  cent  of 
quartz,  but  none  of  them  is  particularly  important.  It  is  in  order  3, 
quarfelic,  that  the  noteworthy  rocks  begin  to  appear,  and  a  large 
number  of  them  belong  in  the  familar  group  of  rhyolites  and  gran- 
ites.    With  this  group  it  is  convenient  to  begin. 

In  the  broadest  sense,  granite  may  be  defined  as  a  holocrystalline, 
plutonic  rock,  consisting  chiefly  of  quartz  and  an  alkali  feldspar,  the 
latter  being  commonly  orthoclase  or  microcline.  A  soda  granite  is  one 
containing  a  soda  feldspar,  preferably  anorthoclase.  With  these 
dominant  minerals  there  may  be,  and  usually  are,  subordinate  species, 
such  as  muscovite,  biotite,  hornblende,  etc.  Hence  the  varieties  mus- 
covite  granite,  biotite  granite  or  granitite,  hornblende  granite,  tourma- 
line granite,  and  the  like.  When  only  quartz  and  feldspar  are  pres- 
ent the  rock  is  called  aplite,  although  it  must  be  observed  that  this 
term  is  often  used  in  other  senses.^  RhyoUte  is  the  eruptive  equiva- 
lent of  granite  and  has  the  same  chemical  composition.  The  min- 
erals which  develop  individually  in  it  are  also  broadly  the  same, 
quartz  and  alkali  feldspar  largely  predominating.  Rhyolite,  how- 
ever, very  commonly  contains  more  or  less  undifferentiated  glass,  and 
obsidian  is  a  wholly  vitreous  variety.  The  quartz  porphyries,  which 
are  intermediate  between  granites  and  rhyolites,  are  old,  devitrified 
forms  of  the  latter.  Nevadite,  liparite,  and  quartz  trachyte  are 
synonyms  for  rhyolite.  The  differences  between  granite  and  rhyolite 
are  structural  and  genetic;  chemically  and  magmatically  they  are  the 
same.  This  essential  identity  of  composition  appears  in  the  subjoined 
tables  of  analyses.    First  in  order  come  the  rhyolites. 

AnalyMes  ofrhyolitu, 

A.  From  Baona  ^sta  Peak,  Amador  Coonty,  Oallfonila.  Analyrfs  by  W.  F.  HUlBbrand.  Deacxlbed 
by  H.  W.  Turner  as  containing  aanldlne,  quarti,  and  biotite  In  a  glaaty  groundmaas.  M agmatic  symbol, 
L3.1.2.    Mttgddmrff09e. 

B.  From  near  WlUow  Lake,  Phimaa  County,  CaUfoniia.  Analyse  by  HiUebrand.  Described  by  J.  8. 
DlUer  as  containing  phenocrysts  of  quarts  and  feldspar.  In  a  groundmass  of  tbe  same  materiah.  Symbol, 
L3.1.3.    AUukou. 

C  Obsidian,  Obsidian  CUfl,  Yellowstone  National  Park.  Analyrfs  by  J.  E.  Wbitfleld.  Described  by 
Arnold  Hague  and  J.  P.  Iddlngs.  A  glass  oontalnlng  mlcroUtes  of  auglte  and  ferric  ozSde,  witb  traces  of 
quarts  and  feldspar.    Symbol,  1.3.1.3.    AUukote. 

D.  From  Madison  Plateau,  Yellowstone  National  Park.  Analyrfs  by  Wbitfleld.  Not  described.  8ym- 
bol,  1.3.1.4. 

1  On  account  of  Uds  ambiguity  In  the  use  of  tbe  word  aplite,  J.  E.  Spurr  has  proposed  the  name  ''alasklte" 
for  locks  of  this  character.  For  the  ooiTesponding  eruptive  or  finegrained  porphyritic  rocks  the  term  *'  tor^ 
drimte "  is  offered.  Am.  Geologist,  toI.  2S,  1900,  p.  229.  On  the  formation  of  granite  see  H.  Le  ChateUer, 
Annalesdes  mines,  8th  ser.,  toL  18, 1888,  p.  2SS.  On  the  origin  of  pegmatite  see  J.  B.  Hastings,  Trans.  Am. 
Inst.  IftaL  Eng.,  Tol.  39,  1909,  p.  10«;  E.  8.  Bastin,  Jour.  Gookigy,  voL  18, 1910,  p.  297;  and  A.  Harker, 
Natural  history  of  Igneous  rodn,  pb  298. 
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E.  From  the  Hyde  Park  dik«,BattedlBtilot,  Montana.  Analysis  by  H.N.  Stokes.  Contains,  aooonUng 
to  W.  H.  Weed,  sanldine,  quarts,  ptagioclase,  and  blotite,  in  a  groondmasB  of  quarts  ard  feldspar.  Symbol, 
L3.2.3.     TAamote, 

F.  From  "Elephant's  Back,"  YeUowstone  National  Park.  Analysis  by  Whitfield.  Reported  by  J.  P. 
IddingB  to  contain  quarts  and  sanldine,  with  a  little  aoglte  and  magnetite,  in  a  glassy  groundmass.  Symbol, 
1.3.2.3.     Tehamote. 

O.  From  Haystack  Mountain,  Aroostook  County,  Maine.  Analysis  by  Hillebrand.  Described  by  H.  E. 
Gregory.  Contains  quartz,  albite,  and  orthoclase,  with  titanlte  and  accessory  chlorite  and  kaolin.  Symbol, 
L4.1.3.    Liparote. 

H.  From  Crater  Lake,  Oregon.  Analysis  by  Stokes.  Described  by  H.  B.  Patton.  Contains  plagioclase, 
hornblende,  hyperBthene,  and  magnetito,  in  a  glassy  groundmass  crowded  with  microlltes  of  feldspar  and 
augite.    Symbol,  1.4.2.4.    LatMenott. 
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The  following  analyses  represent  quartz  porphyry: 

Analyses  of  quartz  porphyry. 

A.  From  near  Blowing  Rock,  Watauga  County,  North  GaroUna.  Analysis  by  W.  F.  HlUebrand.  Re- 
ported by  A.  Keith  to  contain  quartz  and  orthoclase,  with  subordinate  seridte,  chlorite,  and  bloUte.  liag- 
matic  symbol,  1.3.1.2.     Magdeburgote. 

B.  From  the  Modoc  mine,  Butte  district,  Montana.  Analysis  by  Hlllebrand.  Contains,  aooordlng  to 
W.  H.  Weed,  quartz,  orthodase,  and  plagioclase  In  a  groundmass  of  quartz  and  feldspar.  Symbol,  L4^.3. 
Toaeanote, 

C.  From  Prospect  Mountain,  LeadvlUe  district,  Colorado.  Analysis  by  L.  O.  Eakins.  DeKribed  by 
W.  Cross.  Contains  orthoclase,  plagioclase,  quartz,  blotite,  apatite,  magnetite,  and  zircon.  Symbol, 
1.4.2.3.     Toteanose, 

D.  From  the  Swansea  mine,  Tfaitic  district,  Utah.  Analysis  by  H.  N.  Stokes.  Besorlbed  by  O.  W. 
Tower  and  G.  O.  Smith.  Contains  feldspar,  quartz,  magnetite,  apatite,  secondary  pyrlte,  and  a  little 
ohlorite  and  biotite.    Symbol,  1.4.2.3.     Toteanote. 

E.  From  Orissly  Mountains,  Plumas  County,  Califtiniia.  Analysis  by  Hillebrand.  Contains,  aooord* 
ing  to  H.  W.  Turner,  quartz,  feldspar,  and  pjrrite,  fai  a  fine  groundmass.    Symbol,  1.4.2.3.     rosoanose. 
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The  subjoined  analyses  of  granites  are  all  by  W.  F.  Hillebrand:* 

Ancdyses  of  granites. 

A.  From  CuiTant  Creek  Canyon,  near  Pikes  Peak,  Colorado.  Described  byE.  B.  Mathews.  Contains 
mksrocline,  qnartz,  musooylte,  and  serlcltlo  aggregates  replacing  plagioclase  and  a  part  of  the  microcllne. 
Magmatic  symbol,  1.3.1.2.    Magdtburgoae. 

B.  Biotite  granite,  Sentinel  Point,  Pikes  Peak,  Colorado.  Described  by  Mathews.  Contains  micro- 
dine,  microcUne-perthite,  qaartz,  biotite,  a  little  oligoclase,  and  accessory  fluorite,  apatite,  siroon,  sphene, 
allanite,  and  mrgnetite.    Symbol,  1.3. 1 .3.    A  laskote. 

C.  From  Corrant  Creek  Canyon,  Pikes  Peak,  Colorado.  Described  by  Mathews.  Contains  perthltio 
microcllne,  quartz,  biotite,  muscovite,  altered  plagioclaae,  and  flakes  of  limonite.    Symbol,  1.4.1.2.   Omeoae, 

D.  Biotite  granite,  Motmt  Ascutney,  Vermont.  Described  by  R.  S.  Daly.  Contains  quartz,  orthoclase, 
plagioclase,  biotite,  magnetite,  sphene,  apatite,  and  zircon.    Symbol,  1.4.1.3.    Liparose. 

E.  Soda  granite,  Pigeon  Point,  Minnesota.  Described  by  W.  S.  Bayley.  Contains  feldspar,  quartz, 
chlorite,  some  muscovite,  rutile,  leucoxene,  hematite,  and  apatite,  and  sometimes  secondary  calcite. 
Symbol,  1.4.1.3.    Liparose. 

F.  Oranitite,  near  Florissant,  Colorado.  Described  by  Mathews.  Contains  microcllne,  alblte,  quartz, 
and  bioUte.    Symbol,  1.4.1.4.    KJaOerudote. 

Q.  Oranlte,  Big  Thnber  Creek,  Crazy  Mountains,  Montana.  Reported  by  J.  E.  WollT  as  containing 
quartz,  orthoclase,  oligoclase,  and  biotite.    Symbol,  1.4.2.3.     Toacanose. 

H.  Aplite,  Yuba  Gap,  Sierra  County,  California.  Described  by  H.  W.  Turner.  Contains  orthoclase, 
quartz,  plagioclase,  a  little  microcllne,  brown  mica,  and  iron  ore.    Symbol,  1.4.2.3.     Toaeanose. 
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All  of  the  rocks  here  cited  belong  in  the  first  subclass  of  Class  I 
and  lie  between  the  limits  indicated  by  the  symbols  1.3.1.2  and 
1.4.2.4.  Some  granites  appear  in  Washington's  tables  under  Class 
II,  but  they  are  few  in  number  and  represent,  probably,  intermediate 
gradations  toward  the  syenites.  So  far  as  the  foregoing  analyses  are 
concerned,  they  show  that  up  to  this  point  the  quantitative  and 
mineralogical  classification  coincide  fairly  well  and  that  the  norms 
can  not  vary  very  much  from  the  modes.  The  normative  corimdum  * 
probably  represents  the  micas,  either  muscovite  or  biotite,  or  both,  so 
that  the  actual  orthoclase  of  these  rocks  must  be  lower  than  is  shown 
in  the  norms.  The  latter  show  with  sufficient  emphasis  that  quartz 
and  alkali  feldspars  are  the  most  important  minerals  in  the  granite- 
rhyolite  group  and  that  the  rocks  differ  chiefly  in  the  varying  pro- 
portions of  quartz,  orthoclase  or  microcline,  and  albite  or  anorthoclase. 
The  presence  of  much  muscovite  in  a  granite,  however,  would  increase 
the  divergence  between  norm  and  mode,  and  even  throw  the  rock 
into  some  other  order  than  those  shown  by  the  limiting  symbols  just 
given. 

THB  TBACHYTE-SYBNITE  GBOXn?. 

The  trachyte-syenite  series  of  rocks  differs  from  the  rhyolite-granite 
series  in  being  free,  or  nearly  so,  from  quartz.  The  trachytes,  like 
the  rhyolites,  are  eruptive  rocks ;  the  syenites  resemble  granite  in  their 
plutonic  origin.  Between  trachyte  and  syenite  there  are  intermediate 
forms,  analogous  to  the  quartz  porphyries.  All  of  these  rocks  contain 
principally  alkali  feldspars,  with  subordinate  femic  minerals,  and 
often  alferric  species  such  as  hornblende  or  mica.  These  minor  con- 
stituents are  recognized  in  nomenclature  by  such  terms  as  biotite 
trachyte,  mica  syenite,  hornblende  syenite,  etc.  There  are  also  many 
varietal  names,  which  are  based  on  minor  distinctions.  The  nephe- 
line  syenites  will  be  considered  separately.  The  following  analyses 
represent  typical  examples  within  the  series  as  defined  here: 

AnalyHS  of  trachyU'SyeniU  rocks. 

A.  Nordmarklte,  Mount  Ascutney,  Vermont,  Analysis  by  W.  F.  Hillebrand;  description  by  R.  B. 
Daly.  Contains  orthoclase,  plagioclase,  quarts,  hornblende,  magnetite,  apatite,  and  droon,  with  very 
little  biotite,  titanite,  diopside,  and  allanite.    Magmatic  symbol,  1.5.1.3.    PhUgrose. 

B.  Quartz  syenite  porphyry,  Gray  Butte,  Beaipaw  Mountains,  Montana.  Analysis  by  H.  N.  Stokes. 
Described  by  W.  H.  Weed  and  L.  V.  Pirsson.  Contains  anorthoclase,  microlltes  of  plagioclase,  SBgirite, 
aUgite,  quarts,  and  apatite,  with  an  occasional  slroon  and  traces  of  biotite.    Symbol,  1.5.1.4.    Nordmarkote. 

C.  Biotite  trachyte,  Dike  Mountain,  Yellowstone  National  Park.  Analysis  by  Hillebrand.  Reported 
by  Arnold  Hague  and  T.  A.  Jaggar  as  containing  plagioclase,  orthoclase,  biotite,  magnetite^  and  chlorite. 
Symbol,  1.5.1.4.    Nordmarkaae, 

D.  Soda  syenite  porphyry,  Moccasin  Creek,  Tuolumne  County,  California.  Analysis  by  Stokes. 
Described  by  H.  W.  Turner.  Consists  mainly  of  albite,  with  possibly  ngirite.  Symbol,  1.5.1.5.  Tuo- 
lumnoae. 

£.  Soda  syenite,  Douglas  Island,  Alaska.  Analysis  by  Hillebrand.  Described  by  O.  F.  Becdcer.  Con- 
tains mostly  albite,  with  secondary  quartz,  oaicite,  and  pyrite.    Symbol,  1.5.1 .5.    Tuolumnote, 

F,  Biotite  trachyte,  Dike  Mountain,  Yellowstone  National  Park.  Analysis  by  Hillebrand.  Reported 
by  Hague  and  Jaggar  to  contain  orthoclase,  plagioclase,  biotite,  and  chlorite.   Symbol,  1.5.2.3.    PulaOime. 

O.  Augite  syenite  porphyry,  Copper  Creek  basin,  Yellowstone  National  Park.  Analysis  by  HIHebrand. 
Contains,  according  to  Hague  and  Jaggar,  augite,  biotite,  orthoclase,  a  little  hombloide,  and  qoarti.  Sym- 
bol, L5.2.4.   Laurvikose. 


'  Or  undistributed  alumina. 
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H.  Angite  syenite,  Tumback  Cieek,  Tuolumne  County,  California.  Analysis  by  Stokes.  Reported  by 
Tomer  to  contain  orthoclase  and  auglte,  with  less  plagioclase  and  quartz.    Symbol,  II.5.1.2.    Hightooodote. 

I.  Syenite,  Yogo  Peak,  Little  Belt  Mountains,  Montana.  Aqalysia  by  Hillebrand.  Described  by  Weed 
and  Pirsson.  Contains  orthoclase,  oligodase,  quarts,  apatite,'  titanite,  iron  ores,  pyroxene,  hornblende 
and  biotite,  with  traces  of  decomposition  products.    Symbol,  II.5.2.3.    Momonote. 

J.  Syenite,  La  Plata  Mountains,  Colorado.  Analysis  by  Stokes.  Reported  by  W .  Cross  to  contain  much 
aUcall  feldspar,  some  oUgoclase,  auglte,  biotite,-and  hornblende,  with  a  little  titanite,  magnetite,  and  apatite. 
Symbol,  n.5.2.3.    Monzcnoge. 

K.  Syenite,  Crazy  Mountains,  Montana.  Analysis  by  HUlebrand.  Reported  by  J.  £.  Wolfl  to  contain 
anorthoclase,  hornblende,  auglte,  sphene,  apatite,  and  magnetite.    Symbol,  11.5.2.4.    Akerose. 
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AntdyBet  of  tradiyte-^yeniu  roch — Continued. 
Vormi. 
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The  rocks  of  this  group,  being  deficient  in  quartz,  tend  to  run 
lower  in  silica  than  the  granites  and  rhyolites.  Their  magmatic 
range  is  between  1.5.1.3  and  II.5.2.4;  so  that,  despite  their  miner- 
alogical  similarities,  they  are  divided  between  two  classes,  but  fall 
within  each  class  into  the  same  order,  the  perfelic.  With  decrease 
of  quartz,  at  one  end  of  the  series,  they  shade  into  rocks  in  which 
the  femic  minerals  are  no  longer  subordinate.  Among  these  femic 
rocks  are  fotmd  varieties  which  have  been  named  minette,  kersantite, 
lamprophyre,  and  shonkinite.  Some  of  these  terms  are  vaguely  used, 
and  are  very  often  applied  to  rocks  of  a  transitional  character  which 
contain  considerable  amounts  of  soda-lime  feldspars.  The  subjoined 
analyses  represent  some  of  these  femic  syenites: 
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Analyses  offemic  syenites, 

A.  Soda  minette,  Brathagen,  Laagendal,  Norway.  Analysis  by  V.  Schmelck.  Described  by  W.  C. 
BrOgger  (Die  Emptivgestelne  des  KrlstlaDiagebletes,  yoL  3,  1808,  p.  130).  Contains,  in  approximate 
percentages,  54  soda  feldspar,  29  lepidomelane,  13  segtrine^ugite,  2)  apatite,  and  1  sphene.  Magmatic 
symbol,  n.6.2.4.    Aheroae, 

B.  Soda  mlnette,  Ha5,  Langesond  Fjord,  Norway.  Analysis  by  Sohmelck,  description  by  Br5gger 
(Die  Eruptivgesteine  des  Kristianlagebietes,  vol.  3, 1898,  p.  139).  Contains  about  fill  per  cent  soda  feld- 
spar, 26.5  lepldomelane,  16}  dlopside,  2}  eacb  of  apatite  and  sphene.    Symbol,  n.6.1.4.    Lavrdalose. 

C.  Syenitic  lamprophyre.  Two  Buttes,  Prowers  County,  Colorado.  Analysis  by  W.  F.  Hillebrand. 
Contains,  according  to  W.  Cross,  alkali  feldspar,  diopside,  blotlte,  magnetite,  and  olivine.  Symbol, 
in.5.2.2.    Prowertote, 

D.  Sbonkinite,  Beaver  Creek,  Beaipaw  Mountains,  Montana.  Analysis  by  H.  N.  Stokes.  Described 
by  W.  n.  Weed  and  L.  V.  Pirsson.  Contains  anorthodase,  dlopside,  biotite,  iron  ores,  ana  apatite,  with 
a  very  little  olivine  and  nephelite.    Sjrmbol,  III.5.1.3. 

E.  Shonkinite,  Yogo  Peak,  Little  Belt  Mountains,  Montana.  Analysis  by  Hillebrand.  Described  by 
Weed  and  Pirsson.  Contains  augite  and  orthoclase,  with  biotite,  iron  ore,  andesine,  apatite,  olivine,  and 
a  trace  of  kaolin.    Symbol,  IIL6.2.3.    SJumkinose, 
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A  comparison  of  the  norms  under  A  and  B  with  the  modes  as 
given  by  Brogger  will  show  how  widely  the  two  diverge.  These  two 
rocks  are  in  Class  II;  the  others,  on  account  of  their  higher  propor- 
tion of  f emic  minerals,  fall  in  Class  III.  All  five  of  the  rocks  contain 
micas,  which  accounts  for  some  of  the  differences  between  the  mag- 
matic  and  the  mineralogical  composition.  In  A  and  B,  also,  sphene 
is  reported,  while  in  the  norms  the  titanium  is  reckoned  entirely  as 
ilmenite. 

NSPHEIJTB  BOCKS. 

In  the  norms  of  the  foregoing  rocks  small  quantities  of  nephelite 
appear.  These  mark  a  transition  from  the  syenites  and  trachytes 
proper,  to  the  phonolites  and  nepheline  syenites,  in  which  the  lenad 
minerals  replace  the  alkali  feldspars  to  a  greater  or  less  extent. 
Taking  the  nepheUte  rocks  first  in  order,  we  find  an  eruptive  and  a 
deep-seated  group,  just  as  with  the  trachyte-syenite  series.  Quartz 
is  excluded  from  these  rocks,  for  if  it  were  introduced  in  excess  into 
the  magma  it  would  convert  the  lenads  into  feldspars,  nephelite  into 
albite,  and  leucite  into  orthoclase.  In  phonolite  we  have  commonly 
orthoclase,  nepheUte,  and  pyroxene;  tinguaite  is  a  varietal  name. 
Some  rocks  richer  in  femic  minerals  than  the  phonoUtes  have  been 
classed  with  the  basaltic  basanites,  but  they  contain  so  little  soda- 
lime  feldspar  that  it  is  well  to  include  them  in  the  following  table, 
as  aUied  to  phonoUte  chemically.  The  subjoined  data  relate  to  mem- 
bers of  the  eruptive  series. 

Analyses  of  eruptive  nephelite  rocks. 

A.  Phonolite,  Soafhboro,  MasBachiuetts.  Analysis  by  H.  N.  Stokes.  Collected  by  B.  K.  Bmenon 
but  not  described.   Hagmatlc  83nnboI,  1.6.1.4.    Miaskote. 

B.  Phonolite,  Black  Hills,  South  Dakota.  Analysis  by  W.  F.  HiUebrand.  Described  by  W.  Cidss. 
Contains  orthoclase,  nephelite,  seglrite,  noselite,  sodallte,  sphene,  apatite,  and  slroan;  also  secondary 
zeolites  and  calcite,  but  no  magnetite.    Symbol,  1.6.1.4.    Mkukou. 

C.  Phonolite,  Cripple  Creek,  Colorado.  Analysis  by  Hlliebrand.  Described  by  Cross.  Contains  ortho- 
clase, nephelite,  sodallte,  noselite,  segirite,  etc.    Symbol,  1.6.1.4.    MUukose. 

D.  Phonolite,  Pleasant  Valley,  CoUkx  County,  New  Mezioo.  Analysis  by  Hlliebrand.  Reported  by 
Cross  to  contain  nephelite,  alkali  feldspar,  eegirite,  traces  of  magnetite,  and  a  little  noselite  or  sodallte. 
Symbol.  1.6.1.4.    Miaskoae. 

E.  Tinguaite,  Bear  Creek,  Bearpaw  Moontahis,  Montana.  Analysis  by  Stokes.  Described  by  W.  H. 
Weed  and  L.  V.  Piisson.  Contains  orthoclase,  nephelite,  cancrinite,  augite,  sgirite,  apatite,  a  little  sodsr 
lite,  and  a  doubtful  hornblende.    Symbol,  II.6.1.3.    Juditkose, 

V-  Phonolite,  Uvalde  County,  Texas.  Analysis  by  Hlliebrand.  Reported  by  Cross  to  contain  ortho- 
clase, nephelite,  and  a^girite,  with  a  very  little  hornblende,  augite,  and  magnetite.  Symbol,  n.6.1.4. 
Lawddloae. 

O.  Basanite,  near  Big  Mountahi,  Uvalde  County,  Texas.  Analysis  by  Hlliebrand;  description  by  Cross. 
Contains  alkali  feldspar,  augite,  magnetite,  olivine,  nephelite,  seglrite,  biotite,  and  seoUtic  minerals.  Sym- 
bol. II. 6.2.4.    Essexote. 

H.  Basanite,  Mount  Inge,  Uvalde  County,  Texas.  Analysis  by  Hlliebrand;  description  by  Cross.  Con- 
tains orthoclase,  nephelite,  hornblende,  augite,  8Bgirine«uglte,  olivine,  magnetite,  apatite,  and  a  trace  of 
pyrite.    Symbol,  II.7.1.4.    Lujavrose. 
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The.  folio  wing  table  contains  analyses  of  deep-seated  rocks  of  the 
nephelite  series: 

Andlyges  of  deep-seated  nephelite  rocks. 

A.  EbBobte  syenite,  or  litchfieldite,  Litchfleld,  Maine.    Analysis  by  L.  O.  Eakins.    Described  by  W.  8. 
•  Bayley.    Contaixis  elseolite,  two  feldspars,  and  fepidomelane,  with  accessory  sodalite,  cancrinite,  and 

siroon.    Magmatic  symbol,  1.5.1.4.    Nordmarko»e. 

B.  Elaeollte  syenite,  Beemersvilie,  New  Jersey.  Analysis  by  Eakins.  Described  by  J.  P.  Iddlngs. 
Contains  nephelite,  orthoclase,  sbgirite,  and  bioUte,  with  less  melanite,  titanite,  apatite,  magnetite,  and 
zircon.    Symbol,  1.5.6.3.    BeemeroBe. 

C.  Nephelite  syenite,  BrookviUe,  New  Jersey.  Analysis  by  G.  Steiger.  Described  by  F.  L.  Ransome. 
Contains  allcali  feldspars,  altered  nephelite,  amphlbole,  biotite,  cancrinite,  plagiodase,  musoovite,  segirlne- 
anglte,  apatite,  fluorite,  and  traces  of  magnetite, with  secondary  analcite,  seridte,  and  natrolite  (  ?).  Symbol, 
1.6.2.4.     Vkzzenote. 

D.  Elseolite  syenite,  Red  HiU,  Ifoultonboro,  New  Hampshire.  Analysis  by  W.  F.  HiUebrand;  descrip- 
tion by  Bayley.  Contains  elseolite,  hornblende,  augite,  biotite,  sodalite,  albite,  and  orthoclase,  with 
accessory  apatite,  sphene,  magnetite,  and  an  occasional  zircon.    Symbol,  II.5.L4.     UmpUkou. 

E.  Nephelite  syenite.  Cripple  Creek,  Colorado.  Analysis  by  HiUebrand.  Described  by  W.  Cross. 
Contains  alkali  feldspars,  nephelite,  sodalite,  augite,  some  segirhie,  hornblende,  biotite,  sphene,  apatite, 
and  magnetite.    Symbol,  n.5.2.4.    Akerose. 

F.  Urtite,  Kola  Peninsula,  Finland.  Analysis  by  N.  Sahlbom.  Described  by  W.  Ramsay,  OedL 
FOren.  FOrhandl.,  vol.  18,  p.  463,  ldO&  Contains,  in  percentages,  nephelite,  85.7;  pyroxene,  mostly  fegirite^ 
12.0;  and  apatite,  2.0.    Symbol,  n.9.1.4.     Urtose. 

O.  IJollte,  Hvaara,  Finland.  Analysis  by  A.  ZUllacus.  Described  by  W.  Hackman,  Bull.  Comm.  g^L 
Finland,  No.  11.  1900.  Contains,  In  average  percentages,  nephelite,  61.6;  pyroxene,  39.2;  apatite,  4.3; 
titanite,  2.1;  and  Ivaarite,  0.7.    Symbol,  n.9.1.4.     Urtose. 

H.  Therallte,  Crazy  Mountains,  Montana.  Analysis  by  HiUebrand.  Contains,  according  to  J.  E.  Wolfl^ 
augite,  a^girite,  biotite,  sodalite,  nephelite,  feldspar,  apatite,  magnetite,  and  titanite.  Symbol,  111.7.1.^ 
Maliffno9€. 
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A  comparison  of  these  norms  with  the  modes  indicated  in  the  de- 
scriptions of  the  rocks  shows  great  divergencies.  The  normative  and 
actual  minerals  are  only  in  part  the  same.  All  of  the  rocks,  however, 
consist  dominantly  of  alkali  feldspar  and  nephelite,  with  varying 
accessories.  In  the  Brookville  syenite  the  normative  anorthite  shows 
a  gradation  toward  the  plagioclase  rocks.  The  urtite  and  ijolite  rep- 
resent the  highest  proportions  of  nephelite;  and  in  the  theralite  we 
have  the  f emic  minerals  forming  nearly  one-half  of  the  rock.  Taken 
all  together,  the  nephelite  rocks,  eruptive  and  plu  tonic,  range  from 
1.5.1.4  to  III.7.1.4.  The  mineralogical  variations  are  great  enough 
to  justify  a  much  more  minute  subdivision  in  classification  than  they 
are  given  here.  The  many  varietal  names  that  have  been  given  the 
nepheline  syenites  follow  from  a  recognition  of  their  differences. 
Ditroite,  foyaite,  laurdalite,  Utchfieldite,  urtite,  and  ijoUte  are  exam- 
ples of  this  varied  nomenclature.* 

1 A  very  full  description  of  the  Norwegian  nepheline  syemtes  is  given  by  W.  C.  BrOgger  in  his  work  Die 
EruptivgQsteine  des  Kristlanlagebietes,  especially  in  part  3  (1808).  Laurdalite,  heumite,  nepheline  por- 
phyry, foyaite,  and  hedrumlte  are  the  nephelite  roclcs  described  in  this  memoir.  A  remarlcable  roclc 
loimd  in  Dungannon  Township,  Ontario,  has  been  described  by  F.  D.  Adams,  Am.  Jour.  Sci.,  4th  ser., 
vol.  17, 1904,  p.  269.  It  contains  72.2  per  cent  of  nephelite,  with  15.09  of  hornblende  and  5.14  of  oancrinite. 
Some  minor  oonstttuents  are  also  present.  This  rock  Adams  has  named  monmouthite  and  its  norm  dlfTers 
widely  firom  its  mode.  On  the  origin  of  "alkaline''  rocks  see  H.  I.  Jensen,  Proc.  Linn.  Soc  New  South 
Wales,  vol.  33, 1908,  p.  401,  and  R.  A.  Daly,  Bull.  OeoL  Soc  America,  yoL  31, 1910,  p  87. 
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LBUOITJC  BOCKS. 

The  leucite-bearing  rocks  are  much  less  common  than  those  carry- 
ing nepheUte,  and,  like  the  latter,  have  been  designated  by  various 
names.  The  following  examples  among  those  containing  little  or  no 
soda-lime  feldspar  will  suffice  to  show  their  composition: 

Analyus  o/leueite  rocks, 

A.  PaeodoleuoitModallte  tinguaite,  Bcarpttw  Mountains,  Montana.  Analysis  by  H.  N.  Stokes. 
Described  by  W.  H.  Weed  and  L.  V.  Pirason.  Contains  orthodasB,  nepheUte,  sodaUte,  nosalite,  seeirite, 
diopside,  and  fluorlte.  Magmatio  symbol,  II.7.1.3.  Janeirote.  Although  leucite  is  not  reported  hece.  it 
appean  abundantly  in  the  norm. 

B.  Arkite,  or  leucite  syenite.  Magnet  Cove,  Arkansas.  Described  and  analysed  by  H.  8.  Washington, 
Jour.  Geology,  vol.  9,  1901,  p.  616.  Contains,  in  percentages,  orthodase,  3.9;  leucite,  36.9;  nephelite,  25^; 
Sgirite,  8.4;  diopside,  10.8;  garnet,  14.5.    Symbol,  II.9.1.8.    Arkantose. 

C.  Wyomingite,  Boar's  Tusk,  Leucite  Hills,  Wyoming.  Analysis  by  W.  F.  Hillebrand.  Described 
by  W.Cross.    Contains  phlogopite,  leucite,  diopside,  and  apatite.    Symbol,  m.6.1.1.     Wfominffou. 

D.  Leucitite,  Bearpaw  Mountains,  Montana.  Analysis  by  Stokes.  Described  by  Weed  and  Piisson 
as  an  olivina-free  leucite  basalt.  Contains  leucite,  augite,  iron  oxides,  rarely  biotite,  and  a  little  glassy 
base.    Symbol,  m.8.1.2.    Chotote. 

E.  Leucitite,  Alban  Hills,  Italy.  Described  and  analyzed  by  Washington,  Am.  Jour.  Sci.,  4th  ser., 
vol.  9,  p.  53, 1900.  Contains  leucite,  nephelite,  melilite,  diopside,  magnetite,  a  trace  of  biotite,  and  scarody 
any  apatite.    Symbol,  IIL8.2.2.    Albanoae. 

F.  Madupite,  Leucite  Hills,  Wyoming.  Anal]rsis  by  Hillebrand.  Described  by  Cross.  Contains 
diopside  and  phlogopite,  with  perobkite  and  magnetite,  in  a  glassy  base  of  nearly  the  composition  of  leucite. 
Symbol,  m.9.1.2.    Madupoae, 

Q.  Missourite,  Higbwood  Moontalns,  Montana.  Analyiad  by  B.  B.  Hurlbut.  Described  by  Weed 
and  Piisson  in  Bull.  U.  B.  Oeol.  Survey  No.  237, 1906.  Contains  leucite,  augite,  biotite,  olivine,  apatite, 
Iron  ore,  some  seolites,  and  analcite.  Symbol,  IV.1.1.2.  In  this  rock,  as  the  symbol  indicates,  femie 
minerals  are  dominant. 
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It  is  worthy  of  note  that  there  are  many  rocks  specifically  desig- 
nated as  leucite-bearing  which,  as  interpreted  by  Washington,  reveal 
no  leucite  in  the  norms.^  It  is  also  to  be  observed  that  the  leucite 
rocks  are  all  effusive  and  never  deep  seated;  at  least  no  plutonic 
member  of  the  group  is  known.  In  an  abyssal  rock,  which  has  con- 
solidated under  pressure,  water  is  retained;  and  in  such  cases,  when 
magnesium  and  potassium  available  for  the  formation  of  olivine  and 
leucite  are  present,  biotite  is  produced  instead.  Under  ordinary  cir- 
cumstances the  fusion  of  biotite  yields  olivine,  leucite,  some  glass, 
and  a  little  spinel.^  By  fusing  biotite  and  microcline  together,  < 
Fouqufi  and  L6vy  *  obtained  a  mixture  of  leucite,  oKvine,  and  mag- 
netite, together  with  a  mineral  resembling  meUlite,  which,  however, 
could  not  be  that  species.  A  magma,  then,  which  would  form 
biotite  under  pressure,  will  lose  water  if  it  solidifies  at  the  surface 
of  the  earth,  and  may  generate  oUvine  and  leucite. 

The  other  lenad  minerals,  sodalite,  noselite,  and  hauynite,  are  also 
noteworthy  constituents  of  certain  rare  rocks,  which  we  need  not 
consider  in  detail.  Sodahte  syenite,  hatiynophyre,  and  nosean  sani- 
dinite  are  names  of  rocks  in  which  these  minerals  are  conspicuous.^ 

One  sodalite  syenite,  however,  is  included  in  the  next  table  of 
analyses,  for  the  reason  that  it  also  contains  analcite,  a  rock-making 
mineral  whose  significance  has  been  realized  only  within  recent  years. 

>  On  the  formatioQ  of  leucite  In  igneoos  rotdcs,  ne  H.  8.  WaAJngloD,  Jam.  Geology,  vol.  15, 1907,  pp.  257, 
357.    A]M  In  his  Roman  oomagmatlc  region,  Pub.  No.  51  of  the  CaraegiB  Institution,  Washington,  1906. 

s  See  H.  BftckstrOm,  Oeol.  F0ren.  F5rhandl.,  vol.  18, 1806,  p.  155. 

•  Synthdse  des  minfirauz  et  des  roohes,  p.  77. 

«  For  analyses  see  Washington's  Tables,  Prof.  Paper  U.  8.  Oeol.  Survey  No.  14, 1003,  pp.  201,  215,  303, 
805,  340,  351. 
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AHAIXTTE  BOCKS. 

The  occurrence  of  analcite  as  a  primary  mineral  was  first  recog- 
nized by  W.  Lindgren/  who  described  certain  rocks  from  Montana 
as  analcite  basalts.  In  them  the  analcite  played  a  part  like  that 
usually  taken  by  the  feldspars.  Since  then  the  mineral  has  been 
identified  in  a  considerable  number  of  other  rocks,'  and  W.  Cross  • 
has  found  it  to  be  commonly  present  in  the  phonoUtes  of  Cripple 
Creek.  According  to  L.  V.  Pirsson/  the  supposed  "glass  base"  of 
monchiqulte  is  really  analcite.  This  rock  was  originally  described 
by  M.  Hunter  and  H.  Rosenbusch*  as  consisting  of  olivine,  with 
either  amphibole,  pyroxene,  or  biotite,  or  all  three,  in  a  glassy  ground- 
mass;  but  the  composition  of  the  latter  is  that  of  analcite,  and  like 
analcite  it  gelatinizes  with  weak  acids.  In  a  magma  having  the 
general  composition  of  a  nepheline  rock,  the  presence  or  absence 
of  water  is  an  important  factor.  If  water  is  retained,  analcite  is 
likely  to  be  formed;  if  lost,  then  nepheline  is  generated.  Analcite, 
however,  is  more  nearly  akin,  structurally,  to  leucite  than  to  nephe- 
lite,  and  between  the  leucite  and  analcite  rocks  there  are  strong 
resemblances.  The  following  analyses  represent  the  last-named  rock 
family: 

Analyses  of  analcite  rocks. 

A.  Sodalito  syenite,  Square  Butte,  Highwood  Mountains,  Montana.  Analysis  by  W.  H.  MelriUe. 
Described  by  W.  Lindgren,  Am.  Jour.  Sci.,  3d  ser.,  yol.  45, 1803,  p.  286.  Contains,  in  percentages,  ortho- 
clase,  50;  albite,  16;  hornblende,  23;  sodallte,  8;  analcite,  3.    MagmatJc  symbol  1.5.2.3.    Ptdaduue. 

B.  Analcite  tinguaite,  Manchester,  Massachusetts.  Analyzed  and  described  by  IT.  S.  Washington,  Am. 
Jour.  Sci.,  4th  ser.,  vol.  6, 1898,  p.  182.  Contains,  in  percentages,  analcite,  37.4;  albite,  20.9;  nephellte,  10.9 
ortbociase,  17.3;  ecgirlte,  10.2;  pyroxene,  3.3.    Symbol  1.6.1.4.    AfUukote. 

C.  Ileronite,  Heron  Bay,  Laice  Superior.  Analysis  by  H.  W.  Charlton.  Described  by  A.  P.  Coleman, 
Jour.  Geology,  vol.  7, 1899,  p.  431.  Contains,  in  percentages,  analcite,  47.0;  orthoclaae,  28.24;  labradorite, 
13.0;  ffigirite,  4.04;  limonlte,  3.59;  calcite,  1.96.    Symbol,  1.6.1.4.    2iia$1cMe. 

D.  Monchiqulte,  Little  Beit  Mountains,  Montana.  Analysis  by  H.  N.  Stokes.  Described  by  W.  H. 
Weed  and  L.  V.  Pirsson.  Contains  oHyine,  angite,  biotite,  analcite,  and  apatite,  with  traces  of  serpentine 
and  chlorite.  Symbol,  III.6.1.4.  No  subrang  name  assigned.  Called  analcite  basalt  in  Washington's 
tables. 

E.  Monchiqulte,  Oabo  Frio,  Brsdl.  Described  by  Hunter  and  Rosenbusch,  Min.  pet.  Mitt.,  vol.  11, 
1890,  p.  445.  Analysis  by  M.  Hunter.  The  type  of  monchiqulte,  as  described  above.  Symbol,  in.6.2.4. 
Monehiqtiote. 

F.  Monchiqulte,  Big  Baldy,  Little  Belt  Mountains,  Montana.  Analysis  by  W.  F.  HOlebrand.  De- 
scribed by  Weed  and  Pirsson.  Contains  pyroxene,  a  few  serpentinlxed  olivines,  iron  ore,  and  apatite,  in  a 
base  of  analcite.    Symbol,  III.6.2.4.    Monehiquose. 

Q.  Monchiqulte,  Highwood  Mountains,  Montana.  Analysis  by  H.  W.  Foots.  Described  by  Weed  and 
Pirsson.  Contains  augito,  olivine,  biotite,  iron  ore,  apatite,  and  analcite,  with  some  serpentine  and  a  little 
kaolin.    Symbol,  III.6.2.4.    Monchiquote. 

11.  Analcite  basalt,  near  Cripple  Creek,  C-olorado.  Analysis  by  HUlebrand.  Described  by  W.  Cross. 
Contains  auRite,  olivine,  analcite,  alkali  feldspars,  biotite,  and  apatite.    Symbol,  m.d.2.4.    Monckiqw>sc. 

1  Proc.  California  Acad.  Sci.,  2d  ser.,  vol.  3, 1891,  p.  51. 

s  See  citetions  under  analcite  in  Chapter  X ,  ante,  pp.  361, 352. 

t  Sixteenth  Ann.  Rept.  U.  S.  Geol.  Survey,  pt.  2, 1896,  p.  32. 

«  Jour.  Geology,  vol.  4, 1806,  p.  679. 

•  Min.  pet.  Mitt.,  vol.  11, 1890,  p.  454. 
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In  these  norms  analcite  is  represented  by  normative  nephelite;  and 
biotite,  in  part,  by  olivine.  The  anorthite  in  some  of  them  indicates 
a  shading  toward  the  plagioclase  rocks. 
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THB  MONZONITB  GBOTTP. 

The  rhyolite-granite  series  of  rocks,  and  the  trachyte-syenite  series 
also,  are  defined  by  the  predommance  in  them  of  alkali  feldspars,  and 
commonly  of  orthoclase.  The  andesite-<iiorite  series,  on  the  other 
hand,  is  characterized  by  plagioclase  feldspars;  but  between  these 
rocks  and  those  already  described  there  are  all  sorts  of  gradations. 
Between  the  orthoclase  and  plagioclase  rocks,  therefore,  considera- 
tions of  convenience  have  led  to  the  formation  of  an  intermediate 
group,  whose  granitoid  members  are  known  as  monzonites.  Quartz 
monzonite  corresponds  to  granite,  monzonite  to  syenite,  and  so  on. 
The  effusive  equivalents,  intermediate  between  trachyte  and  andesite, 
have  been  named  latites.  All  of  these  rocks  carry  orthoclase  or 
anorthoclase  with  plagioclase  in  approximately  equal  amounts,  with 
or  without  quartz,  and  with  smaller  amounts  of  the  ferromagnesian 
silicates.  The  next  table  of  analyses  represents  members  of  this 
intermediate  group. 

Analyses  ofmomonUes  and  latUes. 

A.  Quarto  moiuonite,  HaUey,  Idaho.  Analysis  by  W.  F.  HlUebrand.  nescribed  by  W.  LIndgran. 
Contains  quartz,  orthoclase,  mlcrocline,  oiigoclase,  biotlte,  apatite,  tltanite,  and  magnetite.  Magmatio 
symbol,  1.4.2.3.     Toteanote. 

B.  Quarto  monzonite,  Telluride  quadran^^e,  Colorado.  Analysis  by  H.  N.  Stokes.  Described  by  W. 
Cross.  Contains  orthoclase  and  plagioclase  In  nearly  equal  amounts,  quarto,  augite,  hornblende,  biotlte, 
magnetite,  and  apatite.    Symbol,  1.4.2.3.    ToteanMe. 

C.  Blotlte-augite  latlte,  near  Clover  Meadow,  Tuolumne  County,  California.  Analysis  by  HlUebrand. 
Described  by  F.  L.  Ransome.  Contains  plagioclase,  biotlte,  augite,  magnetite,  apatite,  and  glass.  Symbol, 
1.4.2.3.     Totcanoae. 

D.  Monzonite,  Tlntic  district,  Utah.  Analysis  by  Stokes.  Described  by  G.  W.  Towor  and  G.  O.  Smith.^ 
Contains  orthoclase,  plagioclase,  quarto,  hornblende,  biotlte,  magnetite,  apatite,  zircon,  and  titanite,  with  a 
little  chlorite  and  ^idote.    Symbol,  II.4.3.3.    Harzoie. 

E.  Monzonite  (yogoite),  Yogo  Peak,  Little  Belt  Mountains,  Montana.  Analysis  by  HiilebraDd.  De-' 
scribed  by  W.  H.  Weed  and  L.  V.  Plrsson.  Contains  orthoclase,  ollgoolase,  pyroxene,  hornblende,  biotlte,^ 
apatite,  titanite,  iron  ore,  and  a  little  kaolin.    Symbol,  n.5.2.S.    MoiuoTiote. 

F.  Auglto  latite,  Dardanelie  flow,  Tudumne  County,  CalUbmla.  Analysis  by  Stokes.  Described  by 
Ransome.  Contains  plagioclase,  augite,  iron  ore,  some  olivhie,  apatite,  and  brown  glass.  Symbol,  U.5.2.3. 
Monzono9e. 

O.  Augite  latite.  Table  Mountain,  Tuolumne  County,  California.  Analysis  by  HlUebrand.  Described 
by  Ransome.    Contains  labradorite,  oUvine,  augite,  and  magnetite.    Symbol,  II.5.3.3.    Shothonaae. 

H.  Monzonite,  La  Plata  Mountains,  Colorado.  Analysis  by  Stokes.  Described  by  Cross.  Contafais 
orthoclase  and  plagioclase  in  nearly  equal  amounts,  augite,  hornblende,  quarto,  titanite,  magnetite,  and, 
apatite.    Symbol,  U.5.3.4.    Andose. 
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THE  ANDESITB-DIOBITE  SBBIES. 

From  the  monzonite  group  to  the  dacites  and  quartz  diorites  the 
gradation  is  very  slight.  These  rocks,  which  mark  the  persilicic  end 
of  the  andesite-diorite  series,  are  characterised  by  quartz,  with  plagio- 
clase  as  the  prevailing  feldspar,  and  with  subordinate  amounts  of 
femic  minerals.  The  dacites  are  eruptive  rocks;  the  quartz  diorites 
are  their  granitoid  or  plutonic  equivalents.  They  correspond  to  rhyo- 
lite  and  granite  in  the  orthoclase  series,  and  between  dacite  and 
quartz  diorite  there  are  porphyritic  forms  analogous  to  the  quartz 
porphjries.  For  dacites  and  quartz  diorites  a  single  group  of 
analyses  must  suffice,  as  follows: 

Analyses  of  dacites  and  quartz  diorites. 

A.  Dacite  Bear  Creek  Falls  Shasta  County,  California.  Analysis  by  R.  B.  Rlggs.  Described  by  J.  S. 
DUler.  Contains  plagioclase,  with  a  little  sanidine,  hornblende,  qnartz,  magnetite,  some  pyroxene  Jixsli^ 
sions,  and  glass.    Magmatio  symbol,  1.4.2.4.    Ltu8aui9e. 

B.  Quarts  dlorlte,'near  Enterprise,  Butte  County,  California.  Analysis  by  W.  F.  Hillebrand*  Reported 
by  H.  W.  Turner  to  contain  plagiodase,  potash  feldspar,  quarts,  hornblende,  mica,  and  accessories. 
Symbol,  1.4.2.4.    Lauenoae. 

C.  Dacite,  Sepulcher  Mountain,  Yellowstone  National  Park.  Analysis  by  J.  E.  Whitfield.  Described 
by  J.  P.  IddlQgs.    Contains  plagloclase,  quartz,  blotlte,  and  hornblende.    Symbol,  1.4.3.4.     YeUowtUmose, 

D.  Quarts  diorite.  Pigeon  Point,  Minnesota.  Analysb  by  Hillebrand.  Described  by  W.  S.  Bayley. 
Contains  feldspar,  quartz,  hornblende,  chlorite,  magnetite,  apatite,  and  rutlle.  Symbol,  II.4.2.3. 
Adamellose. 

E.  Quartz-mica  diorite,  near  Milton,  Sierra  County,  California.  Analysis  by  Hillebrand.  Described 
by  Turner.    Containes  plagloclase,  quartz,  hornblende,  brown  mica,  iron  ore,  and  apatite.   Hanoge. 

F.  Quartz-mlea  diorite.  Electric  Peak,  Yellowstone  National  Park.  Analysis  by  Whitfield.  Described 
by  Iddings.  Contains  plagloclase,  orthoclase,  quartz,  blotite,  hornblende,  auglte,  and  hypersthene. 
Symbol,  II.  4.3. 4.     Tonaloae. 

Q.  Quartz-mica  diorite,  Yaqul  Creek,  Mariposa  County,  California.  Analysis  by  G.  Stelger.  Described 
by  Turner.  Contains  plagloclase,  quartz,  blotite,  hornblende,  a  little  p3rroxene,  iron  ore,  and  apatlto. 
Symbol,  II.  4.3.4.     Tonalose, 

H.  Quartzrmlcarhomblende  diorite.  Stone  Run,  Cecil  County,  Maryland.  Analysis  by  Hillebrand. 
Described  by  A.  G.  Leonard.  Contains  hornblende,  blotite,  quartz,  plagloclase,  alittle  orthoclase,  zircon, 
apatite,  tltanlte,  and  magnetite,  with  secondary  chlorite  and  epldote.    Symbol,  II. 4. 4.3.    Bandose. 
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tn 

.4 

With  these  rocks  it  must  be  borne  in  mind  that  normative  ortho- 
clase  in  part  represents  biotite.  The  actual  orthoclase,  therefore,  will 
be  less  in  amount  than  appears  in  the  norms. 

Dacite  is  a  quartz  andesite;  and  the  andesites  which  are  poor  or 
lacking  in  quartz  form  a  group  of  rocks  parallel  with  the  trachytes. 
They  contain  plagioclase  as  a  principal  constituent,  with  subordinate 
biotite,  hornblende,  or  pyroxene.  Six  analyses  of  andesites  are  given 
in  the  next  table. 
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Analyses  ofandesUes. 

A.  From  Pllces  Peak,  Colorado.  Axuaysis  by  W.  F.  HUlebrand.  According  to  W.  Cross,  It  contains 
plagioclase,  orthoclase  (7)»  augite,  Iddlngsite,  hypeisthene,  flakes  of  Ilmonlte,  and  a  little  trldymlte* 
Magmatic  sjrmbol,  L6.2.3.    Pulatkoae, 

B.  From  Silver  Cliff,  Colorado.  Analysis  by  L.  O.  Eakins.  Described  by  Cross.  Contains  plagiodase, 
orthoclase,  aagite,  biotlte,  hornblende,  qoarts,  magnetite,  and  apatite.    Symbol,  11.5.2.4.    Akerote. 

C.  Augite  andesite,  Dike  Mountain,  Yellowstone  National  Park.  Analysis  by  Hillebrand.  Acoording 
to  Arnold  Hagae  and  T.  A  Jaggar  it  contains  plagloclase,  augite,  apatite,  magnetite,  and  seipentinised 
olivhie.    Symbol,  II.5.3.3.    Shoshofuue, 

D.  Augito-bronzite  andesite,  Unga  Island  Alaska.  Analysis  by  HOlebrand.  Described  by  Q.  F. 
Beclcer.  Contains  plagloclase,  aagite,  broncite,  a  little  glass,  and  some  indeterminate  materiaL  Symbol* 
n.5.3.4.    Ando9e. 

E.  Hypersthene  andesite,  Franklin  Hill,  Plmnas  County,  California.  Analysis  by  Hillebrand. 
Reported  by  H.  W.  Tomer  to  contain  plagloclase,  rhombic  p3rrozene,  augite,  and  magnetite.  Symbol, 
II.5.4.3.    Hettose, 

F.  Augite  andesite,  near  Electric  Peak,  Yellowstone  National  Park.  Analysis  by  HUlebrand. 
Described  by  J.  P.  Iddings.  Contains  plagloclase,  malacolite,  actlnollte,  and  magnetite.  Symbol, 
III.5.3.3.    KentaUenase. 
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ITorms. 
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Diorite  is  the  piutonic  equivalent  of  andesite.  It  is  commonly 
defined  as  a  granitoid  rock  consisting  chiefly  of  plagioclase,  with 
either  biotite  or  hornblende,  or  both;  but  many  diorites  carry  pyrox- 
ene also,  and  shade  into  the  gabbros.  In  fact,  as  the  femic  minerals 
become  more  prominent  in  rocks  the  problems  of  classification 
become  more  complex,  and  the  results  are  less  satisfactory  than  with 
the  similar  mixtures  of  feldspar  and  quartz.  A  variety  of  diorite  is 
called  ^'camptonite."  Tonalite  and  kersantite  are  other  varieties. 
The  following  analyses  represent  the  diorite  group: 

Analyses  of  diorites. 

A.  Diorite,  Moant  Ascutney,  Vermont.  Analysis  by  W.  F.  HiUebrand.  Described  by  R.  A.  Daly. 
Contains  hornblende,  augite,  biotite,  plagioclase,  titanlferous  magnetite,  titanite,  zircon,  and  quartz. 
Magmatic  symbol,  II.5.2.3.    Momonose. 

B .  Diorite  porphyry,  La  Plata  Mountains,  Colorado.  Analysis  by  HiUebrand.  Described  by  W.  Cross. 
Contains  hornblende,  plagioclase,  orthoclase,  qutrtx,  titanite,  apatite,  and  magnetite,  with  secondary 
epidote,  chlorite,  and  calcite.    Symbol,  II.5.2.4   Akense. 

C.  Diorite,  Crazy  Mountains,  Montana.  Analysis  by  HiUebrand.  According  to  J.  E.  WoUF  it  contains 
biotite,  labiadorite.  augite,  orthoclase,  quarts,  magnetite,  apatite,  and  hornblende.  Symbol,  II.5.3.3. 
8hoshono$e. 

D .  Tonalite,  South  Leverett,  Massachusetts.  Analysis  by  L.  G .  EaUhs.  Described  by  B .  K.  Emerson. 
Contains  feldspar,  hornblende,  and  epidotic  quartz  veins.    Symbol,  n.5.3.4.    Andoae. 

£.  Diorite,  South  Honcut  Creek,  Butte  County,  CaUlbmia.  Analysis  by  HUlebrand.  Reported  by 
H.  W.  Turner  to  contain  feldspar,  hornblende,  and  a  little  chlorite.    Symbol,  II.5.3.5.    Seerbaehose. 

F.  Camptonite,  La  Plata  Mountains,  Colorado.  Analysis  by  HiUebrand.  Reported  by  Cross  to  contain 
hornblende,  augite,  plagioclase,  orthoclase,  magnetite,  apatite,  and  some  secondary  calclte.  Symbol, 
ni.5.3.3.    Kenuaienose, 

Q.  Camptonite,  Mount  Ascutney,  Vermont.  Analysis  by  HiUebrand.  Described  by  Daly.  Contains 
plagioclase,  hornblende,  a  little  augite,  olivine,  magnetite,  and  apatite.   Symbol,  III.5.3.4.    CampUmose. 

H.  Diorite,  Hump  Mountain,  Mitchell  County,  North  Carolina.  Analysis  by  HUlebrand.  Reported 
by  A.  Keith  to  contain  plagioclase,  orthoclase,  hornblende,  quarts,  biotite,  magnetite,  and  garnet.  Symbol, 
m.5.4.3.    Attvergnote, 
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THE  BASALTS. 

The  basalts  form  an  ill-defined  group  of  lavas  which  vary  from  the 
andesites  in  containing  a  larger  proportion  of  the  femic  minerals. 
PlagioclasC;  pyroxene,  often  olivine,  and  magnetite  are  the  principal 
minerals  of  basalt,  but  many  variations  of  it  are  known.  Some 
basalts  are  free  from  olivine,  other  examples  contain  such  minerals  as 
leucite,  nephelite,  melilite,  etc.  Hornblende  basalts  are  known,  but 
they  are  rare.  In  a  few  basalts  quartz  has  been  identified,  but  its 
presence  is  anomalous  and  not  well  explained.*  The  following 
analyses  relate  to  basalt,  as  the  unqualified  term  is  commonly  used: 

Analyses  of  basalts. 

A.  Basalt,  early  flow,  Table  Mountain,  Colorado.  Analysis  by  L.  O.  Eakins.  Described  by  W.  Cross. 
Contains  aug^te,  olivine,  plagiodase,  probably  ortboclase,  magnetite,  apatite,  and  a  little  blotite.  Mag- 
matic  symbol,  II.fi.3.3.    ShoehvnoBe, 

B.  Basalt,  Saddle  Moontaln,  Pikes  Peak,  Colorado.  Analysis  by  W.  F.  Hillebrand.  Described  by 
Cross.  Contains  augite,  olivine,  plagioolaae,  orthodase,  magnetite,  blotite,  and  apatite.  Symbol,  n.5.3.4. 
AndoBe, 

C.  Quartz  basalt,  Cinder  Coae,  near  Lasaan  Peak,  California.  Analysis  by  Hillebrand.  Described  by 
J.  S.  Diller.  Contains  plagiodase,  pyroxene  (mostly  hypentbene),  olivine,  quartz,  magnetite,  augite 
sparingly,  and  much  unindividoalized  base*    Sjrmbol,  II.5.3.4.    Andne. 

D.  Basalt,  San  Joaquin  River,  Madera  County,  Calllbmia.  Analysis  by  Hillebrand.  Reported  by 
H.  W.  Turner  to  contain  pyroxene,  partly  augito,  plagiodase,  olivine,  and  iron  ores.  Symbol,  n.&3.4. 
Ando»e. 

E.  Basalt,  McCloud  River,  near  Mount  Shasta,  Calllbmia.  AniUysis  by  H.  N.  Stokes.  Not  described. 
Symbol,  II.5.4.3.    Heuote. 

F.  Basalt,  San  Rafiiei  flow,  Colfax  County,  New  Mexico.  Analysis  by  Hillebrand.  According  to 
Cross  it  contains  plagiodase,  augite,  olivine,  much  Iddingsite,  magnetite,  and  apatite.  Symbol,  III.5.3.4. 
Camptonote. 

O.  Basalt,  Pine  Hill,  South  Britain,  Connecticut.  Analysis  by  Hillebrand.  Described  by  W.  H. 
Hobbs.   Contains  plagiodase,  augite,  olivine,  and  magnetite.    Symbol,  111.5.4.3.    Auvergnote, 

1  See  J.  S.  Diller,  Bull.  U.  S.  Oeol.  Survey  No.  79, 1891. 
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The  following  table  contains  analyses  of  a  number  of  exceptional 
rocks,  which  are  classed  with  the  basalts,  but  vary  from  them  in  hav- 
ing the  feldspar  more  or  less  replaced  by  leucite,  nephelite,  or  meU- 
lite.  The  unique  venanzite  is  placed  here,  as  being  more  nearly  akiu 
to  this  group  of -rocks  than  to  any  other.  The  analcite  basalts  given 
in  a  previous  table  properly  belong  here  ako,  and  so  perhaps  do  some 
of  the  rocks  described  in  connection  with  the  tables  on  pages  420-427. 
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THE  DATA  OF   GEOCHEMISTRY. 


Analyses  of  basaltic  rocks. 

A.  Kulalte,  Kula,  Lydla,  AslaMinor.  Described  and  analyied  by  H.  S.  Washington,  Jour.  Geology ,  vol.  8, 
1900,  p.  613.  Contains,  in  percentages,  anorthite,  17.9;  alblte,  8.4;  orthoclase,  23.4;  nephellte,  20.4;  diopside, 
12.8;  ollyine,  10.7;  magnetite,  3.8;  apatite,  1 .8.  The  diopside  is  derived  from  hornblende.  Magmatio  sym- 
bol, II.6.2.4.    Euexose. 

B.  Leucite  kulaite,  Kula.  Described  and  analysed  by  Washington,  loc.  cit.  Contains,  in  percentages, 
anorthite,  17.9;  albite,  23.6;  leucite,  17.4;  nephelite,  12.8;  diopside,  13.8;  olivine,  9.5;  magnetite,  3.7.  Sym- 
bol, II.6.2.4.    Essexose. 

C.  Basalt,  Pinto  Mountain,  Uvalde  County,  Texas.  Analysis  by  W.  F.  HiUebrand.  Described  by  W. 
Cross.  Contains  olivine,  auglte,plagioclase,  magnetite,  apatite,  and  a  very  little  alkali  feldspar.  Symbol, 
III.6.3.4.    Limburffoae. 

D.  Leucite  basalt,  Highwood  Mountains,  Montana.  Analysis  by  H.  W.  Foote.  Described  by  W.  H. 
Weed  and  L.  V.  Pirsson.  Contains  augite,  olivine,  biotite,  some  leucite,  analcite,  iron  ore,  and  apatite. 
Symbol,  III.7.2.3.    No  subrang  name  given. 

£ .  Venanzite  or  euctolite,  San  Venanzo,  Umbria,  Italy.  Described  by  H.  Rosenbusch,  Sitsungsb.  Akad. 
Berlin,  1800,  pt.  1,  p.  111.  Contains  olivine,  melilite,  leucite,  biotite,  magnetite,  some  seolites,  and  a  trace 
of  nephelite.    Symbols,  iy,P.1.2.    Venamose. 

F.  Nephelite  basalt,  Tom  Munn's  Hill,  Uvalde  County^  Texas.  Analysis  by  HiUebrand.  Described  by 
Cross.    Contains  olivine,  augite,  nephelite,  magnetite,  and  apatite.    Symbol,  IV,2>.1.2.     XJvaUote, 

O.  Nephelite  basalt.  Black  Mountain,  Uvalde  County,  Texas.  Analysis  by  HiUebrand.  Described  by 
Cross.    Contains  oUvine,  augite,  nephelite,  magnetite,  and  apatite.    Symbol,  IV,2*.l .2.    Viniioae. 

H.  Nephelite-meUlite  basalt,  near  Uvalde,  Texas.  Analysis  by  HiUebrand.  Described  by  Cross.  Con- 
tains nephelite,  meUlite,  oUvine,  augite,  apatite,  and  magnetite.    Symbol,  iy,2>.1.2.    OaneloBe^ 
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The  appearance  of  normative  kaliophilite  in  analysis  E  is  very 
striking.  The  absence  of  normative  leucite  from  the  *  4eucite  kulaite" 
is  also  noticeable. 


DIABASE. 


Intermediate  in  texture  between  basalt  and  the  granitoid  gabbros 
are  the  diabases,  which  like  basalt,  are  principally  composed  of  pla- 
gioclase,  angite,  magnetite,  and  sometimes  olivine.  Their  range  of 
composition  is  fairly  well  shown  in  the  next  table. 
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Analyses  of  diabase. 

A.  Turnpike  Creek,  Kittitas  County,  Washington.  Analysis  by  W.  F.  Hillebrand.  Reported  by  G.  O. 
Smith  to  contain  plagiocla9e,augite,  olivine, magnetite,  and  apatite.    ICagmatic symbol,  IL4.3.4.    Tonaloie. 

B.  Grass  Valley,  Nevada  County,  California.  Analysis  by  H.  N.  Stokes.  Described  by  W.  Lindgren. 
Contains  feldspar,  pyroxene,  hornblende,  ilmenite,  pjrrrhotite,  pyrite,  and  chlorite,  with  probably  a  little 
quartz.    Symbol,  II.4.4.3.    Bandoae. 

C.  Shoshone  Canyon,  Yellowstone  National  Park.  Analysis  by  Hillebrand.  Contains,  aooording  to 
Arnold  Hague  and  T.  A.  Jaggar,  plagiodase,  augite,  and  chlorite.    Symbol,  II.5.3.4.    Andote. 

D.  Aroostook  FaUs,  Maine.  Analysis  by  Hillebrand.  Description  by  H.  E.  Gregory.  Contains  pla- 
giodase, pyroxene,  P3rrite,  apatite,  chlorite,  and  a  little  calcite.    Symbol,  II.5.3.5.    Beerbadtose, 

E.  Diabase  porphyry,  near  Milton,  Sierra  County,  California.  Analysis  by  Hillebrand.  Described  by 
H.  W.  Turner.    Contains  plagiodase,  augite,  and  hornblende.    Symbol,  III.5.3.4.    Omptonon, 

F.  Mount  Ascutney,  Vermont  Analysis  by  Hillebrand.  Described  by  R.  A.  Daly.  Contains  plagi- 
odase,  augite,  and  magnetite.    Symbol,  III.5.4.3.    AuoergnoK. 
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THB  aABBBOS. 

The  gabbros,  which  are  the  granitoid  equivalents  of  the  basalts 
and  diabases,  consist  mainly  of  plagioclase  and  pyroxene,  with  vari- 
ous admixtures  of  other  minerals.  At  one  end  of  the  series  we  have 
anorthosite,  or  labradorite  rock,  which  is  almost  entirely  composed 
of  feldspar;  at  the  other  end  the  plagioclase  diminishes  in  amount, 
and  the  rocks  approach  the  pyroxenites.  Normal  gabbro  contains 
monoclioic  pyroxene;  in  norite,  rhombic  pyroxene,  usually  hyper- 
sthene,  appears.  The  gabbro  family  is  a  large  one,  with  many  varie- 
ties of  rock,  and  only  a  few  examples  of  it  are  covered  by  the  subjoined 

table. 

ArudyMS  o/gabbros. 

A.  Anorthosite,  If  onhegan  Island,  Maine.  Analysed  and  described  by  E.  C.  B.  Lord,  Am.  QeolojEist, 
vol.  26,  p.  340, 1900.    Nearly  pore  plagioclase.    Magmatic  symbol,  1.5.6.    Obnadau, 

B.  Oabbro,  near  Emigrant  Gap,  Placer  Comity,  California.  Analysis  by  W.  F.  Hillebrand.  Described 
by  W.  Lindjpnn.  Contains  biotite,  hypecsthene,  diallage,  plagioclase,  and  orthoolase.  Symbol,  II.5.3.4. 
Andose. 

C.  Oabbro,  Emigrant  Gap,  Oalifomia.  Analysis  by  Hillebrand.  Described  by  Lindgxen.  Contains 
hypefsthene,  diallage,  plagioclase,  and  orthoolase.    ^mbol,  III.43.4.     Vaaiote. 

D.  Norite,  Elizabethtown,  Essex  Comity,  New  York.  Analysis  by  Hillebrand.  Described  by  J.  F. 
Kemp.  Contadns  labradorite,  hsrpeisthBiie,  garnets,  attgite,  hornblende,  biotite,  magnetite,  and  apatite. 
Symbol,  m.5.3.4.    Oamptonote, 

E.  Bronzite  norite,  Crystal  Falls,  Michigan.  Analysis  by  O.  Steiger.  Described  by  J.  M.  Qements 
and  H.  L.  Smyth.    Contains  bronsite,  hornblende,  and  labradorite.    Sj^mbol,  IU.5A3.    Auoergnon. 

F.  Oli-vine  gabbro.  Birch  LAke,  Minnesota.  Analysis  by  H.  N.  Stokes.  Contains  a  large  proportion 
of  diallage  and  olivine.    Symbol,  III.5.4.3.    Auvergnose, 

G.  Hypersthene  gabbro,  WetheredviUe,  Maryland.  Analysis  by  Hillebrand.  Described  by  G.  H. 
Williams.  Contains  hypersthene,  diallage,  plagioelaae,  magnetite,  and  apatite.  Symbol,  in.5.5.  Seda- 
bekttte. 

H.  Hypersthene  gabbro,  Gunflint  Lake,  Minneso<».  Analysis  by  Stokes.  Dasofibed  by  W.  S.  Bayley. 
Contains  hypersthene,  biotite,  diallage,  magnetite,  and  plagioclase.    Symbol,  IV.1.1.2.    Oookosf, 
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THE  DATA  OF  GBOCHEMISTBY. 

Analyses  ofgabbros — Continued. 
Vozmt. 
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These  figures,  with  a  range  from  persalane  to  dofemane,  from 
1.5.6  to  IV.  1.1. 2,  are  enough  to  show  the  vagueness  of  the  terms 
gabbro  and  norite.  Although  it  is  difficult  to  see  why  B  and  C 
should  be  separated,  being  placed  in  different  classes,  orders,  and 
rangs,  the  quantitative  system  brings  out  the  general  diversity  of 
character  better  than  the  ordinary  mineralogical  classification.  It 
separates  things  which,  with  the  exception  above  noted,  are  essen- 
tially distinct. 

FBMIO  BOCKS. 

From  the  feldspathic  gabbros  rocks  pass  by  insensible  gradations 
into  varieties  which  are  wholly  femic,  or  nearly  so,  the  pyroxenites, 
homblendites,  and  peridotites.  These  rocks  may  contain  pyroxene 
alone,  hornblende  alone,  or  olivine  alone,  or  may  be  mixtures  of  such 
minerals.  Small  quantities  of  plagioclase  may  remain  as  minor 
impurities;  but  they  count  for  little  in  classification.  Dunite  is 
nearly  pure  olivine;  saxonite  contains  enstatite  and  olivine;  picrite 
is  a  mixture  of  augite  and  olivine.  In  cortlandtite  we  have  horn- 
blende and  olivine;  in  wehrlite,  diallage  and  olivine;  in  Iherzolite, 
diopside,  a  rhombic  pyroxene,  and  olivine.  Websterite  contains 
bronzite  and  diopside,  and  so  forms  the  pj  roxenite  end  of  the  series. 
The  nomenclature  is  varied,  and  the  terms  are  not  rigorously  used. 
Homblendite  is  a  femic  rock  in  which  hornblende  is  the  prevailing 
mineral.*  The  following  table  deals  with  the  rocks  in  which  pyrox- 
enes predominate: 

1  Two  analyses  of  horoblendites  are  giyen  In  'Washington's  tables,  Prof.  Paper  U.  S.  Geol.  Surrey  No.  14, 
1903,  pp.  346, 869. 
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Analyses  of  pyroxenite$, 

A.  CorflBndtlte,  Bdchertown,  Maasachtuetts.  Analysis  by  L.  G.  EaUns.  Described  by  B.  K.  Emerson. 
Contains  hornblende,  pyrozane,  blotite,  olivine,  and  magnetite,    llagmatlc  symbol,  IV.ls.l.l.   BOeheroae. 

B.  Wehrlite»  near  Red  Blufl,  Montana.  Analysis  by  Eakins.  Described  by  0.  P.  Merrill.  Contains 
olivine,  dlallage,  brown  mica,  rarely  plagiodaae,  and  secondary  iron  oxides.    Symbol,  IV.l«.i .2.  Wehrh»e, 

C.  Hornblende  picrite,  North  Meadow  Creek,  Montana.  Analysis  by  Eakins.  Described  by  Merrill. 
Contains  hornblende,  olivine,  pleonaste,  iron  oxides,  and  occasionally  hypersthene.  Symbol,  IV.ls.1.2. 
WehrloBe. 

D.  Pyroxenite,  Baltimore  County,  Maryland.    Analysis  by  J. 
Williams.    Contains  hypersthene  and  diallage.    Symbol,  V.li.1.1, 

£.  Websterite,  Webster,  North  Carolina.    Analysis  by  E.  A. 
Conjslats  of  dlopside  and  bronzite.    Symbol,  V.li.2.1.    Webtterose, 

F.  Websterite,  Oakwood,  Maryland.    Analysis  by  W.  F.  HUlebrand. 
Contains  hypersthene  and  diallage.    Symbol,  V.li.1.2.    Ceeilote. 

O.  LherzoIIte,  Baltimore  County,  Maryland.  Analysis  by  T.  M.  Chatard.  Described  by  Williams.- 
Contains  olivine,  bronzite,  and  dlallage;  the  olivine  partly  secpentinized.    Symbol,  V.l*.l.l.    BaUimoriase, 

H.  Pyroxenite,  Baltimore  County,  Maryland.  Analysis  by  Whitfield.  Described  by  Williams.  Con- 
tains hypersthene  and  diallage.    Symbol,  V.l>.1.2.    BaUimorose, 


E.  Whitfield.    Described  by  O.  H. 

Marieose. 
Schneider.    Described  by  Williams. 


Described  by  A.  O.  Leonaid. 
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The  general  presence  of  chromium  and  nickel  in  these  rocks  is 
noteworthy.  The  wehrlite  (analysis  B)  is  almost  on  the  line  between 
pyroxenites  and  peridotites.  The  formation  of  actual  diallage  from 
the  normative  diopside  in  it  would  give  the  pyroxenes  a  slight  pre- 
dominance   over   the    olivine.    The   following    analyses    represent 

peridotites: 

Analuus  of  peridotUea. 

A.  Cortlandtlte,  Ilch«ster,  Uaryland.  Axudysis  by  W.  F.  HOlebrand.  Described  by  G.  H.  Wmianm. 
Contains  olivine,  pyroxene,  and  hornblende  partly  altered  to  talc.  Magmatlc  symbol,  rv.14.1.1. 
Oortlandlou. 

B.Peridotite,  near  SllYeraifl,  Colorado.  Analysis  by  L.  O.  EaUns.  Described  by  W.  Cross.  Contains 
hornblende,  biotite,  hypenthene,  oliTine,  a  little  plaglodase,  apatite,  pyrrhotite,  and  sUlImanite.  Symbol, 
IV.1U.2.    CntUrote. 

C.  Peridotite,  near  Opin  Lake,  Michigan.  Analysis  by  Hlllebrand.  Described  by  C.  R.  Van  Hlse 
and  W.  S.  Bayley.    Contains  diallage,  olivine,  magnetite,  and  plagiodase.    Symbol,  TVJ2^.1J2, 

D.  Mica  peridotite,  Qrittenden  County,  Kentucky.  Analysis  by  HOlebrand.  Described  by  J.  S.  Dffler. 
Contains  biotite,  serpentine,  and  perofsldte,  with  less  apatite,  musoovite,  magnetite,  caldte,  chlorite,  and 
other  secondary  products.    Symbol,  IV.24.1.2.    Subrang  of  QuadUue, 

E.  Saxonite,  Douglas  County,  Oregon.  Analysis  by  F.  W.  Clarke.  Described  Vy  J.  8.  DiUer  and  F.  W. 
Clarke.    Contains  olivine  and  enstatite,  with  a  little  magnetite  vdA  chromite.    Symbol,  V.lM.l. 

F.  Dunlte,  Corundum  Hill,  North  OsroUna.  Analyas  and  description  by  T.  M.  Chatard.  OontsliiB 
olivine,  with  a  little  chromite.    Symbol,  V.IM.!.    Dunm, 

O.  Peridotite,  Tolameen  River,  British  Columbia.  Analysis  by  HiDebrand.  Described  by  J.  F.  Koo^. 
Contains  olivine  and  serpentine,  with  magnetite,  magMsito,  and  calotte.    Symbol,  V.  1M.1.   DuiMst. 
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In  the  peridotites  a  certain  amount  of  serpentinization  is  almost 
always  observed.  This  is  shown  in  the  analyses  by  the  unusually 
large  percentages  of  water.  The  latter  is  neglected  in  calculating  the 
normS;  and  so  normative  hypersthene  appears,  which  an  absolutely 
unaltered  rock  would  not  show-  That  is,  serpentine,  instead  of  rep- 
resenting the  parent  oUvine,  is  equivalent  to  hypersthene  plus  oUvine, 
and  the  norms  become  misleading.  A  rock  consisting  originally  of 
pure  olivine  might  find  its  place  in  any  one  of  several  different  rangs 
or  subrange,  according  to  the  amoimt  of  alteration  which  it  has 
undergone.  Two  samples  from  the  same  rock  mass  might  vary  in 
this  manner.  Theoretically,  no  doubt,  the  quantitative  classification 
applies  only  to  fresh  material;  practically  it  is  appUed  to  altered 
peridotites,  like  those  cited  above,  which  all  appear  iu  Washington's 
tables.  A  very  remarkable  peridotite,  from  East  Union,  Maine, 
described  by  E.  S.  Bastin,^  contains  22.5  per  cent  of  sulphides, 
mainly  pyrrhotite.     Magmatic  name,  lermondose. 

BASIC  BOCKS. 

A  few  igneous  rocks  exist  which  seem  to  form  an  exceptional  group 
by  themselves.  They  consist  largely,  or  even  mainly,  of  free  basic 
oxides,  such  as  conmdum  or  magnetite;  and  many  transitional  mix- 
tures Ue  between  them  and  the  ordinary  sihcate  rocks.  With  these 
oxides  it  is  convenient  to  group  certain  titaniferous  rocks,  which 
otherwise  might  form  a  class  by  themselves.  The  following  analyses 
represent  a  few  rocks  of  this  truly  hasic  character,  with  examples  of 
the  transitional  forms. 

I  Jour.  Geology,  vol.  16, 1908,  p.  124. 
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Analysea  of  bcuie  and  tUantferaus  rocks. 

A.  Goracdam  pegmatite,  Ural  Moiintaios,  Siberia.  Described  and  analysed  by  J.  ICoroiewicz,  Mln. 
pet  Mitt.,  vol.  18,  p.  219,  1806.  Contains  oorundom  and  orthoclase,  with  aoccMory  rutile,  apatite,  and 
sircon.    Magmaticsymbol,  P.5.1.3.     Uraloae, 

B.  Kyschtymite,  Borsowka,  Ural  Mountains.  Described  and  analysed  by  MoroEewicz,  op.  cit.,  p.  212. 
Contains  corundum,  with  a  little  spinel,  anorthite,  biotite,  and  siroon.    Symbol,  Ii.5.5.    JEyacfclyiww. 

C.  Bmenlte  norlte,  SoRgendal,  Norway.  Described  and  analysed  by  C.  F.  Kolderup,  Bergens  Miaeima 
Aarbog,  1896,  p.  165.  Contains,  in  approximate  percentages,  ilmenite,  37.5;  hypersthene,  40.1;  anorthite, 
11;  albite,  8.7;  orthoclase,  0.9.    Symbol,  IV.3M.3.    Bergenon. 

D.  Titaniferous  iron  ore,  Lincoln  Pond.  Essex  County,  New  York.  Analysis  by  W.  F.  HiUebruid. 
Described  by  J.  F.  Kemp.    Symbol,  IV. <U. 4.    AdirvniMkUue. 

E.  Titaniferous  iron  ore,  Elisabethtown,  New  York.  Analysis  by  Hillebrand.  Described  by  Kemp. 
Symbol,  IV.4M.4.     ChampUxiniase. 

F.  Magnetite  spinellite,  Routlvaara,  Finland.  Analysed  and  described  by  W.  Petersson,  Geol.  Feran. 
FOrhandl.,  vol.  15,  p.  49, 1893.    Symbol,  V.51.1.4.    No  magmatic  name  assigned. 
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The  cumberlandite^  of  Cumberland,  Rhode  Island,  a  peridotite  rich 
in  titaniferous  magnetite,  also  belongs  in  this  group;  and  many  other 
similar  mixtures  are  known.  A  magnetite  syenite  porphyry  (Krw- 
nose),  described  by  P.  Geijer,'  contains  63.8  per  cent  of  albite,  with 
38.7  of  magnetite,  and  minor  accessories.  A  unique  dike  rock,  found 
in  Nelson  County,  Yii^inia,^  consists  almost  entirely  of  apatite  and 
rutile,  or  of  apatite  and  ilmenite.  One  sample  of  this  nelsonite  con- 
tained 57.9  per  cent  of  rutile  and  38.3  of  apatite.  The  New  York 
(Adirondack)  ores,*  of  which  analyses  are  given  above,  are  found  in 
close  association  with  norites  or  gabbros.  Rocks  of  this  class  could 
hardly  be  associated  with  persilicic  masses,  such  as  granites  or  sye- 
nites. They  represent  a  marked  deficiency  of  silica  in  the  magmas 
from  which  they  came. 

LIMITING    CONDITIONS. 

Although  the  igneous  rocks,  as  the  analyses  and  descriptions  show, 
represent  a  great  variety  of  mineral  mixtures,  their  proximate  con- 
stitution is  subject  to  distinct  limitations.  In  the  preceding  chapter 
upon  rock-forming  minerals,  some  of  these  limitations  were  indicated, 
and  it  was  shown  that  certain  species  can  appear  only  under  certain 
definite  conditions.  The  experiments  of  Morozewicz  upon  the  sepa- 
ration of  corundum,  iolite,  etc.,  from  magmas  are  cases  in  point. 
It  may  be  well,  however,  to  reiterate  some  of  the  observations  which 
have  already  been  made  or  suggested,  in  order  to  properly  emphasize 
these  important  considerations.  For  this  purpose  we  need  only  take 
into  account  the  more  conspicuous  magmatic  minerals,  and  neglect 
the  rarer  species. 

Since  nearly  all  igneous  rocks  are  formed  chiefly  of  silicates,  a 
partial  table  of  rock-forming  minerals,  arranged  by  bases  with  refer- 
ence to  maximum  and  minimum  silica,  will  be  convenient.  The 
minerals  to  be  thus  considered  are  the  following: 


Rock-forming  minerals 

• 

Base. 

Maxlmom  silica. 

Potaaffiwni  r  - . , . 

Orthoclflse,  KAlSi^Og 

Leucite,  KAJSiA- 
Nephelite,  NaAlSiO.. 
Anorthite,  CaALjSisOg." 
Forsterite,  Mg2Si04\ni,N«-«^ 
FayaUte,  ^FeMo,  T^^^^^' 
Magnetite,  F€^04. 
Corundum,  ALtOj. 

Sodium  -  ^--^ 

Albite,  NaAlSijOa 

Calcium               

Diopeide,  CaMeSioO. 

Magneeium 

Enstatite,  MgSiO, 

Pyroxene,  FeSiOa 

Ferric  iron 

Acmite.  FeNaSioO- 

AliiTnintim 

Albite,  NaAlSigOg 

a  Melllite,  a  basic  silicate,  is  here  left  purposely  out  of  account,  and  so,  too,  Is  &kennanlte. 

t  See  B.  L.  Johnson  and  C.  H.  Warren,  Am.  Jour.  Scl.,  4th  ser.,  vol.  25, 1906,  p.  1,  for  description  and 
analysis  of  the  Cumberland  rock. 

>  Geol.  Klnma  district,  Stockhohn,  1010,  p.  eo. 

«  Described  by  T.  L.  Watson  and  S.  Taber,  Bull.  U.  S.  Geol.  Survey  No.  430, 1910,  p.  206. 

*  Recent  memoirs  on  the  Adirondack  ores  are  by  J.  F.  Kemp,  Nineteenth  Ann.  Rept.  U.  S.  Geol.  Survey, 
pt.  3, 1899,  p.  383;  and  Bulls.  New  York  State  Museum,  No.  119, 1908,  No.  138, 1910.  Also  D.  H.  Newland, 
Econ.  Geology,  vol.  2,  p.  763.  An  imi>ortant  paper  on  the  Scandinavian  ores,  by  H.  Sjogren,  is  tax  Traqs. 
Am.  Inst  Min.  Eng.,  voL  37, 1007,  p.  809. 
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Intermediate  minerals,  such  as  analcite,  biotite,  muscovite,  etc., 
that  contain  water,  can  form  only  tinder  pressures  or  conditions  of 
viscosity  which  prevent  the  water  from  expulsion. 

The  two  oxides  in  the  foregoing  list  can  only  appear  in  notable 
amounts  when  the  iron  or  alumina  is  largely  in  excess  of  the  silica. 
The  latter  will  go  to  the  formation  of  silicates  until  it  is  saturated, 
and  after  that  any  superfluous  oxide  can  be  deposited.  This  state- 
ment, however,  demands  qualification.  Free  siUca  and  magnetite 
can  coexist  in  igneous  rocks  to  a  very  limited  extent,  but  not  as  prin- 
cipal constituents.  The  conditions  of  their  coexistence  are  uncertain, 
but  are  possibly  due  to  dissociation  in  the  molten  magma.  It  is  con- 
ceivable that  the  latter  may  soUdify  under  circumstances  of  viscosity 
which  prevent  some  of  the  separated  ions  from  uniting,  so  that  a  little 
quartz  and  a  little  magnetite  may  be  present,  side  by  side,  in  the  same 
rock.  This  explanation,  however,  is  merely  speculative  and  requires 
proof.  The  exception  does  not  invalidate  the  broad  general  state- 
ment that  the  two  species  are  essentially  incompatible.  Much  mag- 
netite and  much  quartz  do  not  occur  together  in  rocks  of  igneous 
origia. 

Similar  incompatibilities  are  shown  elsewhere  in  the  table.  Leucite 
and  silica  will  form  orthoclase;  nephelite  and  silica  yield  albite;  a 
member  of  the  oHvine  family  with  silica  will  be  converted  into 
pyroxene,  and  so  on.  With  an  excess  of  silica  over  that  required  to 
generate  compounds  which  appear  in  the  minimum  colxmm,  higher 
silicates  will  be  produced;  and  as  silica  is  abimdant  in  the  lithosphere 
the  maximum  is  most  often  reached.  Feldspars  and  pyroxenes  are 
much  more  common  than  lenad  minerals  or  oUvine.  The  occasional 
concurrence  of  quartz  and  oUvine  in  some  basalts  and  gabbros  may 
perhaps  be  due  to  the  same  dissociation  as  that  su^ested  by  tbe 
coexistence  of  quartz  and  magnetite.  The  general  tendency  in  a  cool- 
ing magma  is  toward  the  generation  of  satiu-ated  compounds.  When 
siUca  exceeds  the  amount  which  can  be  taken  up  by  the  bases,  the 
excess  appears  as  quartz,  tridymite,  or  opal,  or  else  it  becomes  an 
undifferentiated  portion  of  a  residual  glass. 

With  adequate  siUca,  then,  the  nimiber  of  compounds  which  a 
magma  can  yield  is  small.  The  persilicic  rocks,  therefore,  are  rela- 
tively simple  in  their  mineralogical  constitution,  and  in  the  quanti- 
tative classification  their  modes  do  not  differ  very  greatly  from  their 
norms,  except  with  respect  to  the  micas,  hornblendes,  and  augite. 
But  as  silica  diminishes  in  amount  the  mineralogical  complexity  of 
a  rock  is  likely  to  increase,  for  the  reason  that  a  larger  range  of 
imions  has  become  possible.  For  each  base  a  number  of  compounds 
are  capable  of  formation  and  the  same  magma,  solidifying  under 
different  conditions,  may  yield  very  dissimilar  products*  Jn  other 
words,  we  encounter  the  well-known  fact  that  two  rocks  may  have 
the  same  ultimate  composition  and  yet  contain  different  mineral 
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species.  The  difficulty  of  apportioning  the  several  bases  to  the  sev- 
eral minerab  in  a  rock  is  familiar  to  everyone  who  has  tried  to 
discuss  any  large  number  of  rock  analyses.  Potassium  may  form 
orthoclase,  leucite,  muscovite,  or  biotite;  sodium  may  yield  albite, 
nephelite,  analcite,  alkali  hornblende;  or  acmite;  calcium  appears  in 
pyroxene,  amphibole,  anorthitC;  or  melilite;  magnesium  in  pyroxene, 
amphibole,  olivine,  or  biotite;  iron  in  pyroxene,  amphibole,  olivine, 
acmite,  magnetite,  or  ilmenite;  and  aluminum  in  feldspars,  lenads, 
micas,  amphibole,  pyroxenes,  or  corundum.  The  conditions  of  equi- 
librium have  become  exceedingly  complicated,  and  it  is  only  as  we 
approach  the  subsilicic  magmas  that  simplicity  is  again  restored. 
With  deficient  silica  the  number  of  possibilities  is  lessened  and  such 
simple  rocks  as  the  peridotites  and  pyroxenites  are  formed.  An 
intermediate  magma  may  be  simple  from  lack  of  certain  constitu- 
ents, but  cases  of  that  kind  are  exceptional.  The  mediosiUcic  rocks 
are  as  a  rule  more  complex  mineralogically  than  the  persilicic  or 
subsiUcic  extremes.  The  ends  of  the  petrographic  series,  free  silica, 
or  free  basic  oxides,  are  necessarily  the  simplest  rocks  of  all.  At 
one  end  we  have  segregations  of  quartz;  at  the  other,  corundum 
rocks  or  magnetite.  Rocks  midway  between  these  extremes,  with 
silica  ranging  from  45  to  55  per  cent,  contain  the  greatest  variety  of 
minerals,  for  ortho-,  meta*,  and  tri-silicates  are  then  capable  of 
coexistence.  In  a  rock  containing  silicates  of  all  three  classes,  with 
alumina,  lime,  magnesia,  the  two  alkalies,  and  both  oxides  of  iron 
as  bases,  the  possibihties  of  union  become  very  numerous.  In  the 
magma  itself  the  bases  will  be  apportioned  to  the  several  silicic 
acids  in  accordance  with  the  law  of  mass  action,  each  one  being  gov- 
erned by  the  relative  number  of  its  molecules  in  a  unit  volume  of 
solution.  When  cooling  begins,  the  separation  of  each  mineral  will 
depend  upon  its  fusibility,  its  solubility,  and  its  relation  to  the 
possible  eutectic  ratios;  and  the  solubility  will  fluctuate  with  changes 
in  the  temperature  of  the  mass.  With  each  deposition  of  crystals 
all  of  the  foregoing  conditions  will  change,  for  the  composition  of 
the  residual  fluid  will  have  been  altered.  In  theory,  then,  the 
physical  and  chemical  conditions  of  solidification  are  most  complex, 
except  for  two-component  and  possibly  three-component  systems. 
We  are  therefore  compelled  to  deal  with  the  problem  of  rock  com- 
position empirically  and  to  make  use  of  rules  based  upon  direct 
observation.  These  rules  are  by  no  means  rigorous,  for  although 
the  separation  of  minerals  from  a  cooling  magma  generaUy  follows  a 
stated  order  that  order  often  varies.  In  most  cases  it  is  the  order 
described  by  H.  Rosenbusch,^  as  follows: 

] .  Apatite,  zircon,  spinel,  the  titanates,  and  iron  oree.    Theee  ave  almost  invariably 
the  fizBt  minerals  to  crystallize. 


1  Elemente  der  Gestelnslehre,  1898,  p.  40. 
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2.  The  Mg-Fe,  Mg-Ga,  and  Fe-Oa  silicates,  such  as  olivine,  amphibole,  and  pyroxene. 
Biotite  is  also  placed  in  this  class.  As  a  rule  the  orthosilicates  precede  the  metasili- 
cates;  olivine,  for  example,  separating  before  pyroxene. 

3.  Feldspars  and  lenads  in  the  order  anorthite,  plagioclase,  alkali  feldspars,  nephe- 
lite,  leucite. 

4.  Any  excess  of  quartz. 

The  frequency  with  which  this  order  is  followed  is  probably  a 
consequence  of  the  fact  that  most  rocks  consist  mainly  of  alumo- 
silicates,  and  especially  of  feldspars  and  quartz.  That  is,  they  con- 
tain predominantly  compounds  of  the  same  class,  in  which  the  other 
rock-forming  minerals  are  dissolved.  The  latter  separate  from  solu- 
tion in  the  general  order  of  their  solubility,  the  least  soluble  first; 
but  that  property  varies  with  the  composition  of  the  mixture.  In 
an  isomorphous  series,  like  the  feldspars,  the  least  fusible  tend  to  be 
deposited  earlier  than  the  others,  but  fusibility  is  a  minor  factor  in 
the  process  of  solidification.  Quartz,  which  solidifies  in  most  cases 
at  the  very  end  of  the  series,  is  a  relatively  infusible  substance;  but, 
as  we  have  already  seen,  it  probably  forms  a  eutectic  mixture  with 
the  feldspars  which,  by  virtue  of  its  depressed  melting  point,  is  the 
last  part  of  a  magma  to  congeal.  The  minor  accessories  among  the 
rock-forming  minerab,  which  crystallize  first  although  present  in 
trifling  amounts,  possibly  form  no  eutectics  with  the  feldspars. 
Otherwise  we  should  expect  them  to  remain  in  solution  much  longer. 

PROXIMATE    CALCULATIONS. 

It  is  clear,  from  what  has  been  already  said,  that  it  is  rarely  pos- 
sible to  predict,  with  anything  like  quantitative  accuracy,  what 
minerals  will  form  when  a  magma  of  given  composition  solidifies. 
Partial  and  semiquantitative  forecasts  are  practicable;  we  can  say, 
for  instance,  that  the  proportion  of  orthoclase  will  lie  between 
assignable  limits;  and  if  the  analysis  shows  a  ratio  of  silicon  to 
oxygen  lower  than  SijOg,  or  1 :  2.667,  we  may  be  reasonably  sure  that 
a  calcidable  amount  of  silica  will  remain  uncombined.  Only  in  the 
simplest  cases  can  a  complete  forecast  be  made,  and  they  are 
exceptional. 

Suppose,  however,  that  instead  of  a  magma  or  an  analysis  repre- 
senting a  magma  and  nothing  more  we  attempt  to  discuss  the  com- 
position of  a  rock  in  which  the  separate  minerals  have  been  identified 
by  the  microscope.  In  other  words,  suppose  we  have  the  bulk 
analysis  of  a  rock  and  also  its  petrographic  description;  how  far  can 
we  compute  its  proximate  composition?  To  this  question  no  single 
answer  can  be  given;  in  some  cases  the  computation  is  easy,  in  others 
it  is  impossible.  The  conventional  "norms"  of  the  quantitative 
classification  can  always  be  calculated,  but  the  actual  composition 
may  be  quite  another  thing.  It  is  the  latter  which  concerns  us  now. 
Let  us  take  some  concrete  examples  for  discussion. 
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Two  rocks  of  relatively  simple  composition  are  the  following,  for 
which  data  are  given  in  Survey  Bulletin  419,  and  also  in  Washing- 
ton's tables. 

A.  OnnitMyenitepoxphyiy,  Little  Rooky  Moontalxu,  Montana.  AnalyslsbyH.  N.Stokes.  Deacribed 
by  W.  H.  Weed  and  L.  V.  Plrsson.  Contains  orthoclaae,  quarts,  oligoclase,  musoovite,  and  iron  oxides. 
Liparo$e. 

B.  Blotlte  granite,  £1  Capitan,  Yosemite  Valley.  Analysis  by  W.  Valentine.  Described  by  H.  W. 
Turner.  Contains  alkaU  feldspar,  plagioolase,  quarts,  blotlte,  titanlte,  apatite,  and  iron  oxides.  The 
analsrsis  shows  that  a  trace  of  siroon  is  probably  present  also.    Toteanote. 


Analyses. 

Norms. 

A 

D 

A 

B 

SiOa 

68.65 

18.31 

.56 

.08 

71.08 

15.90 

.62 

1.31 
.15 
.54 

2.60 
.02 
.04 

3.54 

4.08 

**".'36" 

.22 

08 

.10 

.02 

Q 

20.2 

27.8 

40.9 

5.0 

3.5 

.3 

.2 

.4 

27  8 

ALO, 

or 

23  9 

Fe'o^^^^^^^^^           

ab 

29.9 

FeO.. 

an 

13  1 

MnO 

c 

9 

MffO 

.12 

1.00 

.10 

.13 

4.86 

4.74 

.27 

.83 

.20 

hy 

3.3 

QiUV. 

mt       

9 

SrO 

hm 

BaO 

NftoO ' 

K-6 

H2O- 

H,04- 

TiO, 

ZrOa 

P,0|( 

cf.".:::.. 

.03 

99.88 

100.60 

In  calculating  the  actual  composition  of  these  rocks,  it  is  best  to 
first  eliminate  the  accessories.  ZrO,  is  calculated  as  zircon,  FcjO, 
as  hematite  or  magnetite,  PjOj  and  CI  as  apatite,  and  TiO,  as  ilmenite, 
titanite,  or  rutile,  according  to  the  indications  given  in  the  petro- 
graphic  descriptions.  All  remaining  CaO  is  then  reckoned  as  equiv- 
alent to  anorthite,  and  all  Na^O  as  albite.  In  A  the  trivial  amount 
of  MgO  is  assumed  to  be  in  the  form  MgSiOj,  that  is,  as  pyroxene  or 
amphibole;  in  B  the  magnesia  and  remaining  iron  oxide  are  to  be 
computed  as  biotite,  with  the  normal  formula  Al3(MgFe)2KHSi30i3. 
Upon  comparing  Kfi  with  the  remainder  of  the  AI3O3,  the  latter,  in 
A,  is  found  to  be  in  excess  of  the  amount  required  for  orthoclase. 
That  excess  gives  a  datum  for  the  calculation  of  muscovite;  and 
when  that  is  deducted,  only  quartz  and  orthoclase  remain  to  be  con- 
sidered. The  orthoclase  is  given  by  the  K3O  and  AljOj  still  unap- 
propriated, and  the  remaining  free  silica  represents  the  quartz.  The 
results  of  the  computation  are  shown  below,  the  trifling  amount  of 
MnO  being  consolidated  with  FeO,  and  th6  SrO  and  BaO  with  lime. 
A  little  water  is  left  unaccounted  for,  presumably  as  uncombined 
with  any  silicate. 

101381**— Bull.  491—11 ^29 
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CalcuUUed  wmpasUion  ofrodt$  repruented  in  preceding  tahU, 


Quartz 

Orthoclase. 

Albite 

Anozthite. . 
MuBCOvite . 

Biotite 

MgSiO,.... 

Zircon 

Titanite.... 
Apatite — 
Ilmenite... 


29.64 
19.74 
29.87 
12.28 


6.60 


.30 


Rutile. 
Ma^etite . 
Hematite. . 


.12 
.54 
.24 


.17 
.11 


.93 


.56 


99.56 


99.81 


These  calculations  are  simple  enough,  and  the  results  are  fairly 
accurate.  The  chief  uncertainties  are  with  the  micas,  and  especially 
with  the  biotite  in  B,  for  rock-forming  biotite  is  a  mineral  of  variable 
composition,  and  their  errors  affect  the  computations  with  r^ard  to 
orthoclase  and  quartz.  A  comparison  of  the  last  table  with  that  of 
the  norms  will  show  how  far  the  two  methods  of  calculation  diveige. 

Suppose,  however,  that  we  are  called  upon  to  discuss  the  composi- 
tion of  a  rock  containing  orthoclase,  plagioclase,  biotite,  augite,  oli- 
vine, and  magnetite,  with  the  femic  minerals  present  in  fairly  latge 
proportions.  In  such  a  case  the  alumina  goes  to  form  five  of  the  com- 
ponent minerals,  iron  to  four,  lime  to  two,  magnesia  to  three,  and 
potassium  to  two.  We  now  need  more  data  than  the  bulk  analysis 
and  the  usual  petrographic  description  can  give  us,  and  the  required 
information  may  be  obtained  either  from  chemical  or  from  physical 
sources.  Chemically,  we  may  separate  the  biotite,  augite,  and  olivine 
from  the  rock  and  analyze  each  one  by  itself.  In  that  way  we  can 
learn  something  of  the  distribution  of  the  bases,  and  bo  become  able 
to  calculate  the  composition  of  the  rock.  Or,  olivine  being  soluble 
in  very  dilute  acids,  we  may  dissolve  it  out  from  a  known  weight  of 
rock  and  determine  the  amoimt  of  iron  and  magnesia  which  belong 
to  it.  The  same  procedure  may  be  followed  for  the  determination  of 
nephelite  when  that  mineral  happens  to  be  present.  Physically,  the 
rock  may  be  studied  in  thin  sections  under  the  microscope,  when  the 
areas  occupied  by  the  several  minerals  can  be  measured  with  a 
micrometer.  Given  a  sufficient  number  of  such  measurements,  and, 
the  densities  of  the  minerals  being  known,  the  relative  proportions  of 
the  elements  may  be  calculated,  and  the  results  obtained  can  hA 
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checked  by  the  chemical  analysis.^  A  cruder  process  consists  in 
taking  an  enlarged  photomicrograph  of  the  thin  section,  cutting  the 
areas  representing  the  minerals  out  of  the  paper,  and  then,  by  weigh- 
ing the  latter,  ascertaining  their  relative  proportions.  In  some  cases 
a  rock  powder,  in  known  quantity,  can  be  mechanicaUy  separated  into 
its  mineral  constituents  by  means  of  Thoulet's  or  otiier  heavy  solu- 
tions, and  the  individual  portions  so  determmed  directly.  By  one 
method  or  another  the  problem  of  mineral  composition  can  generally 
be  solved.  Only  when  a  rock  contains  much  glass  or  other  inde- 
terminate matter  is  the  problem  incapable  of  fairly  accurate  solution. 
If  alteration  products  are  present — chLorites,  zeolites,  kaolin,  limonite, 
etc. — the  discussion  of  modes  becomes  very  unsatisfactory,  and  the 
cotoclusions  which  are  then  reached  have  very  slender  value. 

Note. — ^The  composition  of  igneous  rocks  is  often  represented  giaphicaUy  by 
means  of  diAgnms,  and  several  methods  for  doing  this  have  been  devised.  For  an 
exhaustive  memoir  upon  this  subject  see  J.  P.  Iddings,  Prof.  Paper  U.  S.  Geol.  Survey 
No.  18,  1903.  The  diagrams  are  of  considerable  service  to  the  petrographer,  for  they 
bring  chemical  relationships  and  differences  vividly  before  the  eye.  The  triangular 
diagrams  of  Osann,  Min.  pet.  Mitt.,  vol.  19,  1900,  p.  351,  are  much  used.  See  also 
papers  by  F.  Becke,  idem,  vol.  22,  1903,  p.  209;  L.  Finckh,  Monatah.  Deutsch. 
geol.  Gesell.,  1910,  p.  285;  and  B.  G.  Escher,  Centnlbl.  Min.,  Geol.  u.  Pal.,  1911, 
pp.  133, 166. 

1  Thb  meCfaod  te  tally  discussed  in  the  Qtuntitative  classifloatloo,  pt.  3,  pp.  186-330,  together  with  the 
subject  of  calculating  norms  and  modes.  According  to  Ira  A.  Williams,  however  (Am.  Geologist,  vol.  35, 
1906,  p.  84),  the  micrometer  method  is  unsatisfactory.  See  also  A.  Rosiwal,  Verhandl.  K.-k.  geol.  Reichs- 
aDstalt,lS06,p.l48. 
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CHAPTER  XII. 

THE  DECOMPOSITION  OF  ROCKS. 

THE    GENERAIi   PROCESS. 

When  a  rock  is  exposed  to  atmospheric  agencies  it  undergoes  a 
partial  decomposition  and  becomes  gradually  disintegrated.  Some  of 
its  substance  is  dissolved  by  percolating  waters,  themselves  of  atmos- 
pheric origin,  and  is  so  carried  away;  the  remaining  material,  partly 
hydrated  and  partly  imchanged  in  composition,  contains  products 
which  are  easily  separable  from  one  another.  By  flowing  streams 
the  finer  clays  or  silts  are  taken  away  from  the  coarser  and  heavier 
sand  grains,  and  this  process  is  an  important  step  toward  the  ulti- 
mate formation  of  sandstones  and  shales.  Solution,  hydration,  dis- 
integration, and  mechanical  sorting  are  the  successive  stages  of  rock 
decomposition.  I  speak  now  in  general  terms.  The  subsidiary 
agents  of  decomposition  will  be  considered  in  their  proper  connection 
later. 

The  breaking  down  of  a  rock  is  effected  partly  by  mechanical  and 
partly  by  chemical  means.  Mechanical  agencies,  such  as  the  grind- 
ing power  of  glaciers,  the  pounding  of  waves,  erosion  by  streams,  the 
disruptive  effects  of  frost,  or  the  action  of  wind-blown  sand,  tend  to 
separate  the  particles  of  a  rock  and  to  furnish  fresh  surfaces  to  chem- 
ical attack.  Unequal  expansion,  due  to  alternations  of  heat  and  cold, 
also  assist  in  producing  disintegration.*  The  distribution  of  volcanic 
dust  is  still  another  mode  by  which  finely  subdivided  rock  is  ren- 
dered available  for  aqueous  decomposition.  The  latter  depends  for 
its  efficiency  partly  upon  the  water  itself  and  partly  upon  dissolved 
acids,  salts,  or  gases.  Rain  water  falls  upon  the  surface  of  a  rock 
and  sinks  more  or  less  deeply  into  its  pores  and  crevices.  Rain, 
as  we  have  already  seen,^  carries  oxygen  and  carbon  dioxide  in  solu- 
tion, together  Mrith  other  substances  in  varying  proportions.  Water 
and  gas  both  exert  a  solvent  action,  and  the  fluid  which  then  satu- 
rates the  rock  becomes  charged  with  the  products  of  solution.  These 
may  intensify  or  inhibit  further  action,  according  to  circumstances. 
Some  of  the  dissolved  matter,  redeposited,  may  form  a  protecting 
film  and  so  delay  or  prevent  further  solution.  This  retardation, 
however,  is  temporary,  for  mechanical  disintegration  is  accompanied 

>  This  subject  is  folly  discossed  by  J.  C.  BTwaaer,  in  his  paper  upon  the  deoompositkin  of  rooks  in  BrBsO, 
Bull.  Oeol.  Soc.  AmBrtcAf  yoI.  7,  lflQ6»  p.  266. 
s  See  ante,  pp.  48  et  seq. 
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by  a  rubbing  of  the  loosened  particles  together,  and  so  the  coating 
of  insoluble  matter  is  removed. 

Normal  air  contains,  in  round  numbers,  21  per  cent  by  volume  of 
oxygen  and  0.03  of  carbon  dioxide.  In  rain  water  these  active  gases 
are  concentrated,  as  shown  by  the  analyses  of  R.  W.  Bunsen.^  Air 
extracted  from  rain  water  at  different  temperatures  has  the  composi- 
tion by  volume  given  below. 

Composition  of  air  extracted  from  rain  water  at  different  temperatures. 


0* 

5« 

W 

16* 

»• 

Cfeurbon  dioxide 

2.92 
33.88 
63.20 

2.68 
33.97 
63.35 

2.46 
34.05 
63.49 

2.26 
34.12 
63.62 

2.14 

Oxygen 

34.17 

Nifrogeno 

63.69 

100.00 

100.00 

100.00 

100.00 

100.00 

a  Including  argon. 

As  waters  of  this  character  sink  deeper  into  a  rock  mass,  a  portion 
of  their  effectiveness  is  lost,  for  oxygen  and  carbon  dioxide  are  chiefly 
consumed  near  the  surface,  and  their  share  of  the  chemical  effect 
tends  to  become  zero.  The  decrease  in  the  case  of  oxygen  is  clearly 
shown  by  the  experiments  of  B.  Lepsius,'  who  has  analyzed  the  gase- 
ous contents  of  waters  from  three  bore  holes  of  different  depth.  Air 
extracted  from  water  at  12  meters  below  the  surface  contained  24.06 
per  cent  of  oxygen,  at  18  meters,  21.97  per  cent,  and  at  25  meters, 
only  12.90  per  cent.  In  rock  decomposition,  then,  oxidation  is  largely 
a  surface  phenomenon,  and  the  action  of  carbon  dioxide,  so  far  as  it 
is  directly  obtained  from  the  atmosphere,  must  follow  the  same  rule. 
Carbonic  acid,  however,  is  also  derived  from  other  sources,  so  that  its 
effects  are  not  necessarily  limited  to  the  upper  strata.  Its  presence 
in  ground  waters  wiU  be  considered  presently.* 

When  meteoric  waters  act  upon  a  mass  of  rock,  the  effects  produced 
will  depend  upon  the  nature  of  the  minerals  which  they  encounter. 
Let  us  confine  our  attention  for  the  moment  to  the  more  important 
species  of  magmatic  origin,  such  as  the  feldspars,  micas,  pyroxenes, 
amphiboles,  oUvine,  leucite,  nephelite,  and  the  typical  sulphide, 
pyrite.  The  last-named  mineral,  although  found  iu  relatively  small 
proportions,  is  nevertheless  important,  for  by  oxidation  and  hydra- 
tion it  yields  solutions  of  sulphates  having  a  ^distinctly  acid  reaction. 
These  acid  solutions  act  strongly  upon  other  constituents  of  rocks, 

1  Ann.  Cbem.  Phann.,  vol.  83, 1855,  p.  48.    See  also  M.  Baamert,  idem,  vol.  88, 1853,  p.  17. 

>  Ber.  Deutsch.  chem.  Oesell.,  vol.  18, 1885,  p.  2487.  Evidence  of  similar  purport  has  been  reoorded  by 
other  observers. 

a  W.  O.  Levison,  Annals  New  York  Acad.  ScL,  voL  19, 1009,  p.  121,  suggests  that  the  oxygen  liberated 
by  aqnatie  plants  may  assist  in  the  decomposition  of  rook  material. 
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and  intensify  the  activilty  of  the  percolating  waters.  The  sulphates 
contained  in  natural  waters  are  largely  derived  from  this  source,  at 
least  primarily.  The  re-solution  of  secondary  sulphates  is  of  course 
not  to  be  overlooked,  but  it  is  obviously  a  later  phenomenon. 

SOLUBILITT   OF   MINERALS. 

That  nearly  all  minerals  are  more  or  less  attacked  by  water  has 
long  been  known,  and  also  that  carbonated  waters  act  still  more  ener- 
getically. The  experiments  of  W.  B.  and  R.  E.  Rogers/  in  1848, 
establii^ed  these  facts  conclusively.  Many  minerals  were  tested,  and 
all  were  perceptibly  soluble.  From  40  grains  of  hornblende,  digested 
during  forty-eight  hours  in  water  charged  with  carbonic  acid,  0.08 
grain  of  silica,  0.095  of  ferric  oxide,  0.13  of  lime,  and  0.095  of  mag- 
nesia, or  nearly  1  per  cent  in  all,  were  extracted.'  In  the  classical 
investigations  of  A.  Daubr6e '  3  kilograms  of  orthoclase,  agitated 
with  pure  water  for  192  hours  in  a  revolving  iron  cylinder,  yielded  a 
solution  containing  2.52  grams  of  K,0,  with  trifling  amounts  of 
silica  and  alumina.  Two  kilograms  of  the  feldspar,  shaken  for  ten 
days  in  water  saturated  with  carbon  dioxide,  gave  0.270  gram  of  K^O 
with  0.750  of  silica.  A  3  per  cent  solution  of  sodium  chloride  was  a 
much  less  effective  agent  than  water  alone.  Leucite  was  not  so  vig- 
orously attacked  as  orthoclase. 

In  1867  A.  Eenngott  ^  showed  that  many  minerals  gave  an  alka- 
line reaction  when  in  contact  with  moistened  test  paper;  and  in 
1877  R.  Mtdler  ^  published  an  important-  memoir  upon  the  solu- 
bility of  various  species  in  carbonated  water.  The  powdered  sub- 
stances were  digested  in  the  solvent  during  seven  weeks,  and  after 
that  treatment  the  dissolved  portions  were  quantitatively  analyzed. 
The  results  are  summed  up  below.  The  percentages  of  the  several 
constituents  determined  refer  to  the  total  amount  of  each  in  a  given 
mineral;  the  ''sum"  is  the  percentage  of  all  dissolved  matter  in 
terms  of  the  original  substance.  That  is,  under  EaO  1.3527  per  cent 
of  the  total  potash  in  orthoclase  was  dissolved,  while  only  0.328  per 
cent  of  the  entire  mineral  passed  into  solution. 

1  Am.  Joar.  ScL,  2d  ser.,  vol.  6, 1848,  p.  401. 

*  Tbe  tompereture  at  which  the  ezpaliiient  ww  oondocted  was  60*»  prBsaznably  Fahranheit. 

*  Etudes  synthAtlques  de  gfologie  exp6rlxnentale,  pp.  271-275.  See  also  p.  252  for  an  expeiiment  upon 
the  solubUlty  of  sranlte. 

*  Neues  Jahrb.,  1867,  pp.  77. 709. 

» Jahrb.  K.-k.  geol.  Reichaanstalt,  vol.  27,  ICIn.  Mitt,  1877,  p.  25.  Mllltor  gives  a  good  soxmnary  of  previ- 
ous work  upon  the  subject,  and  cites,  in  addition  to  the  memotrB  mentioned  here,  papers  by  Blttricfa, 
naushofer,  Ludwig,  Hoppe-Seyler,  and  others.  A  later  sununary,  by  F.  K.  Cameron  and  J.  M.  Bell,  Is  in 
BuU.  No.  30,  Bureau  of  Soils,  U.  S.  Dept.  Agrlc.,  1905,  p.  12.  P.  Pichard  (Annates  chfan.  phys.,  5th  ser.. 
vol.  15, 1878,  p.  529)  found  that  several  magnesian  silicates  gave  alkaline  reactions  with  litmus  v^aper,  F. 
Sestini  (abstract  in  Zeitschr.  Kryst.  ICin.,  vol.  35, 1902,  p.  511)  made  similar  but  quantltativB  observations 
on  augite,  amphiboto,  and  tremolite.  According  to  F.  Comu  (Mhi.  pet.  ICitt,  vol.  24»  1906,  p.  417;  voL  35, 
1907,  p.  489),  who  tested  many  minerals  with  litmus,  kaolinite,  pyiophyllite,  nontioiilte^  etc,  give  add 
reactions. 
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SiOi. 

AhOt. 

K.O. 

Na«0. 

MgO. 

CaO. 

P«0,. 

FoO. 

Sum. 

Adularia ... 

0.1552 
.237 
.419 

0.1368 

9. 1713 

trace 

1.  3527 
ttace 

trace 
trace 
4.829 
.942 
2.428 

"trace" 
8.733 
1.627 

0.328 

Oligoclase.. 
Hornblende 

2.367 

3.213 
8.528 

.533 
L536 

Magnetite. . 

.307 

"Do 

trace 

1.821 

Apatite 

1.696 
2.168 
1.946 

L417 
L822 
2.12 

1.629 

^Do..... 

2.018 

Do 

1.976 

Olivine 

.873 
.354 

trace 

1.291 
2.649 

2.111 

Serpentine. 

1.211 

The  relative  solubility  of  several  minerals,  chiefly  magnesian 
species,  in  ordinary  water  was  determined  by  E.  W.  Hoffmann  ^  in 
1882.  His  method  of  procedure  consisted  in  allowing  water  to  per- 
colate through  the  powdered  material  for  two  months  and  measur- 
ing the  loss  of  weight;  a  possiblity  of  gain  by  hydration  seems  not 
to  have  been  considered.     The  data  given  are  as  follows: 

RelaHve  solvhUity  of  variotu  minerah  in  water. 


Qrems 
taken. 

Loss  of 
iveight. 

Vemivianite-  - , .  , . 

4.109 
3.353 
3.606 
2.591 
L1245 
.5058 
.9736 

0.064 

Epidote 

.052 

Olivine 

.078 

Chlorite 

.094 

Tiilc 

.105 

Muacovite 

.056 

Biotite 

.035 

The  excessive  solubility  here  shown  for  talc  and  muscovite  is  highly 
questionable.  Hoffmann's  experiments  are  entitled  to  very  little 
weight.  It  has  been  shown  by  Alexander  Johnstone '  that  micas 
exposed  to  the  action  of  pure  and  carbonated  waters  during  an  entire 
year  became  hydrated  and  increased  in  volume.  The  latter  phe- 
nomenon may  account  for  the  easy  weathering  of  micaceous  sand- 
stones. Muscovite  appeared  to  be  insoluble,  but  in  a  solution  of  car- 
bonic acid  the  biotite  lost  magnesia  and  iron.  In  another  communL 
cation*  Johnstone  states  that  olivine  is  slightly  attacked  by  carbo- 
nated water;  and  in  still  another^  he  described  the  action  of  that 
reagent  upon  orthoclase,  oligoclase,  labradorite,  hornblende,  augite, 
etc.    Among  the  feldspars,  orthoclase  was  the  least  and  labradorite 

1  Iiumg.  Diss.,  Leipsig.  1882. 
s  Quart  Jour.  Gkx>l.  8oc,  yoI.  45,  1880,  p.  363. 
*  Proc.  Boy.  Soo.  Bdinburgli,  vol.  15, 1888.  p.  436. 
« Trans.  Edinburgh  Oeol.  Soc.,  vol.  6, 1887,  p.  282. 
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the  most  soluble;  hornblende  and  augite  were  acted  upon  even  more 
rapidly.  These  observations  seem  to  be  in  harmony  with  those  of 
Muller,  whose  figures  show  a  similar  order  of  magnitude  among  the 
determined  solubilities. 

In  recent  years  a  few  data  have  been  published  by  C.  Doelter  ^  rela- 
tive to  anorthite,  nephelite,  and  some  zeolites.  The  nephelite  in  par- 
ticular was  strongly  attacked  by  carbonic  acid.  There  are  also  ex- 
periments by  F.  W.  Clarke*  on  the  alkalinity  of  several  silicates^ 
which  were  followed  by  some  quantitative*  determinations  by  6. 
Steiger.*  Micas,  feldspars,  leucite,  nephelite,  cancrinite,  sodalite, 
spodumene,  scapolite,  and  a  number  of  zeolites  were  studied,  and  in 
every  case  a  distinct  solubility  was  observed.  Apophyllite,  natrolite, 
and  pectolite  gave  remarkably  strong  alkaline  reactions  when  mois- 
tened, but  the  intensity  of  the  coloration  produced  with  indicators  gave 
inaccurate  information  as  to  the  extent  to  which  decomposition  had 
occurred.  Between  the  qualitative  and  the  quantitative  data  there 
were  discrepancies,  which  have  been  cleared  up  only  within  the  last 
few  years.  A.  S.  Cushman,*  in  his  work  upon  rock  powders,  has  shown 
that  when  orthoclase  is  shaken  with  water  an  immediate  extraction  of 
alkaline  salts  takes  place,  but  it  is  only  a  partial  measure  of  the  amoimt 
of  decomposition.  Colloidal  substances,  silica  or  aliuninous  silicates, 
are  formed  at  the  same  time,  which  retain  a  portion  of  the  separated 
alkali,  but  give  it  up  to  electroljrtic  solvents.  For  example,  25  grams 
of  orthoclase  were  shaken  up  with  100  cubic  centimeters  of  distilled 
water.  The  mixture  was  filtered,  and  the  filtrate  on  evaporation 
gave  0.0060  gram  of  residue.  With  a  2  per  cent  solution  of  anuno- 
nium  chloride  a  soluble  residue  of  0.0608  gram  was  obtained.  With 
diabase  25  grams  in  pure  water  yielded  an  extract  of  0.0064  solid 
residue;  with  a  1  per  cent  solution  of  ammonium  chloride  it  gave 
0.1412  gram.  These  gains  do  not  imply  increased  decomposition,  but 
only  a  liberation  of  the  soluble  compounds  which  had  been  entangled 
in  the  colloids  that  were  formed  at  the  same  time.  Any  salt  in  solu- 
tion is  likely  to  affect  in  some  such  manner  the  apparent  solubility 
of  a  rock  or  mineral,  a  conclusion  which  is  in  harmony  with  many 
observations  upon  the  tendency  of  soils  and  clays  to  absorb  salts,  and 
especially  salts  of  potassium,  from  percolating  waters.  As  the  lat- 
ter change  in  composition,  their  decomposing  and  dissolving  capaci- 
ties are  altered;  and  since  the  rocks  differ  in  composition,  no  general 

1  Min.  pet.  Kitt.,  vol.  11, 1890,  p.  319. 

«  Bull.  U.  8.  G«ol.  Survey  No.  167, 1900,  p.  156. 

>  Idem,  p.  150. 

*  U.  8.  Dept.  Agr.,  Bur.  Chemistry,  Bull.  No.  92, 1905,  and  Office  Pub.  Roads,  Circular  No.  38.  See 
also  A.  8.  Cushman  and  P.  Hubbard,  Jour.  Am.  Chem.  8oc.,  vol.  30, 1906,  p.  779,od  the  electrolytic  eztraotloo 
of  potash  from  feldspars.  Other  papers  on  the  solubility  of  rocks  are  by  W.  G.  Levison,  Bull.  New  York 
Hineralogical  Club,  No.  2,  1909;  W.  Funk,  Zeitschr.  angew.  Chemie,  vol.  22, 1909,  p.  145;  J.  Dumont 
Compt.  Rend.,  vol.  149, 1909,  p.  1390;  F.  Henricb,  Zeitschr.  prakt.  Oeok)sie,  1910,  p.  85;  and  F.  Sioha, 
Inaog.  Diss.,  Leipsig,  1891. 
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rule  can  be  laid  down  to  determine  what  the  effects  of  waters  in  any 
partictdar  case  will  be. 

Still,  in  spite  of  difficulties  and  uncertainties^  we  can  trace  the 
course  of  rock  decomposition  along  several  lines.  The  evidence,  both 
as  found  by  experiment  in  the  laboratory  and  by  field  observations, 
shows  that  all  minerals,  certainly  all  of  the  important  ones,  are  attacked 
by  water  and  carbonic  acid.  The  pyroxenes  and  amphiboles  yield 
most  readily  to  waters,  then  follow  the  plagioclase  feldspars,  then 
orthoclase  and  the  micas,  with  muscovite  the  most  resistant  of  all. 
Even  quartz  is  not  quite  insoluble,  and  the  corrosion  of  quartz  pebbles 
in  conglomerates  has  been  noted  by  several  observers.*  Among  the 
commoner  accessories,  apatite  and  pyrite  are  most  easily  decomposed, 
magnetite  is  less  attacked,  and  such  minerals  as  zircon,  corundum, 
chromite,  ilmenite,  etc.,  tend  to  accumulate  with  little  alteration  in 
the  sandy  rock  residues.  These  minerals  are  not  absolutely  incorrodi- 
ble, but  they  are  nearly  so.  Corundum,  for  example,  slowly  imder- 
goes  hydration,*  and  is  converted,  at  least  superficially,  into  gibbsite 
or  diaspore. 

The  effect  of  rain  water  upon  a  rock  must  now  be  divided  into  sev- 
eral phases.  First,  it  partially  dissolves  the  more  soluble  minerals, 
with  liberation  of  colloidal  silica,  and  the  formation  of  carbonates 
containing  lime,  iron,  magnesia,  and  the  alkalies.  The  iron  carbonate 
is  almost  instantly  oxidized,  formipg  a  visible  rusty  coating  or  pre- 
cipitate of  ferric  hydroxide.  The  lime,  magnesia,  and  alkali  salts 
remain  partly  in  solution,  to  be  washed  away,  together  with  much  of 
the  dissolved  silica. 

The  charfiicter  of  the  solution  thus  formed  by  the  decomposition  of 
feldspathic  rocks  has  been  investigated  by  W.  P.  Headden.'  After 
prolonged  treatment  of  orthoclase  mth  water  containing  carbonic 
acid,  he  obtained  a  solution  which,  upon  evaporation,  yielded  a  resi- 
due carrying  over  40  per  cent  of  siUca. 

The  second  phase  of  the  process  is  represented  by  a  hydration  of  the 
tuadissolved  residues.  The  feldspars  are  transformed  into  kaolin,  the 
magnesian  minerals  into  talc  or  serpentine,  the  iron,  as  we  have  seen, 
becomes  essentially  limonite,  and  the  quartz  grains  are  but  little  if  at 
all  changed.  This  double  process  of  solution  and  hydration  is  accom- 
panied by  an  increase  of  volume,  which  may  or  may  not  assist  in 
effecting  disintegration.  On  the  surface,  the  weathered  rock 
crumbles  easily;  but  if  the  alterations  have  taken  place  at  consider- 
able depths,  the  pressure  due  to  expansion  may  hold  all  the  particles 

1  See  C.  W.  Hayes,  Bull.  Oeol.  Soc.  America,  vol.  8, 1897,  p.  213;  M.  L.  Fuller,  Joar.  Qeology,  vol.  10,1902, 
p,  815;  C.  H.  Smyth,  Am.  Jour.  Scl.,  4th  ser.,  vol.  19, 1905,  p.  282.  For  the  solubility  of  quarts  in  solutions 
of  borax  or  of  alkaline  silicates,  see  O.  Spetla,  Jour.  Chem.  Soc.,  vol.  78,  pt.  2, 1900,  p.  505;  vol.  80,  pt.  2, 
1901,  p.  e05.  The  corrosion  of  quartz  is  attributed  by  G.  P.  Merrill  (Rocks,  rock  weathering,  and  soils, 
2d  ed.,  p.  252)  to  alkaline  carbonates  generated  during  the  decomposition  of  feldspars. 

*  B.  J.  Thugutt,  Mineralchemische  Studien,  1901,  p.  104. 

«  Am.  Jour.  Scl.,  4th  ser.,  vol.  16, 1903,  p.  181. 
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in  place,  and  the  rock  will  seem  at  a  first  glance  to  be  unaltered.  Such 
a  rock,  although  apparently  soUd  when  it  is  first  exposed  to  the  air, 
rapidly  falls  to  pieces  and  becomes  a  mass  of  sand  and  clay.  This 
peculiarity  was  noted  by  G.  P.  Merrill  *  in  certain  granites  of  the 
District  of  Columbia,  and  by  O.  A.  Derby '  at  railway  cuttings  in 
Bra2dl.  In  the  latter  case,  the  rocks,  when  first  uncovered,  were  so 
hard  that  they  were  removed  by  blasting;  but  they  soon  underwent  a 
sort  of  slacking  process  and  crumbled  away. 

By  solution,  oxidation,  and  hydration,  then,  a  solid  rock  is  con- 
verted into  an  aggregate  of  loose  material,  which  may  remain  in  place 
as  soil  or  be  removed  by  the  mechanical  agency  of  running  waters. 
As  a  rule  the  chemical  processes  are  incomplete;  some  of  the  minerals 
are  not  entirely  altered,  and  the  loose  products  therefore  exhibit 
many  variations.  In  general  terms,  the  streams  separate  the  dis- 
integrated materials  into  coarser  and  finer  or  lighter  and  heavier 
portions.  The  clayUke  substances  are  generally  light  and  finely 
divided,  and  therefore  remain  longest  in  suspension.  The  heavier 
sands  and  gravels  are  not  carried  so  far,  and  thus  a  separation  is 
eflfected.  In  these  coarser  portions  are  found  quartz,  together  with 
undecomposed  fragments  of  the  various  minerals;  the  lighter  silts 
are  less  variable  in  composition.  Between  silt  and  sand,  however, 
there  are  all  possible  gradations,  and  a  corresponding  diversity  is 
shown  in  the  rocks  that  are  formed  by  their  reconsolidation.  Mud, 
sand,  and  gravel  yield  shales,  sandstones,  and  conglomerates;  but 
there  are  sandy  shales  and  argillaceous  sandstones.  The  separations 
are  sometimes  fairly  complete,  but  they  are  oftener  imperfect.  Swift 
waters  are  more  effective  than  sluggish  ones,  both  as  regards  prompt- 
ness of  action  and  the  thoroughness  of  the  separations.  A  moun- 
tain torrent  becomes  quickly  turbid  and  quickly  clear,  while  a  river 
flowing  through  a  flat  alluvial  country  is  rarely  free  from  discolora- 
tion by  suspended  sediments.  Much  silt  goes  to  the  ocean ;  the  coarser 
sands  and  gravels  subside  near  the  place  of  their  origin.  I  speak 
now  of  stream  deposits,  but  the  sands  of  the  seashore,  which  repre- 
sent disintegration  through  the  action  of  waves,  follow  similar  rules. 
The  gravelly  portions  are  left  highest  on  the  beach,  then  come  the 
sands,  and  the  lighter  particles  are  carried  away  to  be  laid  down  as 
oceanic  ooze. 

But  rain  water  is  not  the  only  chemical  agent  for  effecting  rock 
decomposition.  Below  the  surface  the  ground  water  is  at  work,  and 
that  contains  an  accumulation  of  the  salts  formed  during  the  earlier 
stages  of  the  process.  It  is  poorer  in  oxygen  than  the  surface  waters, 
but  richer  in  other  substances,  and  it  may  contain  a  large  proportion 
of  organic  matter  derived  from  the  decay  of  vegetation.    This 

1  BuU.  Qeol.  8oc  America,  yoL  6, 1805,  p.  321. 

s  Jour.  OfloIoKy,  yoL  4, 1896,  p.  520.    Holland  (Quart.  Joor.  OeoL  Soc.,  toL  69, 1008,  p.  64)  menttoDB  deep 
oatttagi  In  India  where  the  minute  stnictora  of  the  gnelBe  la  retained  on  mztMsee  aa  soft  aa  putty. 
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organic  matter  often  reverses  the  oxidation  which  had  previously 
taken  place,  reducing  ferric  to  ferrous  compounds  and  sulphates  to 
sulphides.  Pyrite,  dissolved  away  from  the  surface  rocks,  may  reap- 
pear as  marcasite  elsewhere.  Furthermore,  the  organic  decomposi- 
tion furnishes  large  amounts  of  carbonic  acid  to  the  ground  water, 
and  so  increases  its  activity.  At  the  surface  ferrous  salts  have 
yielded  the  insoluble  ferric  hydroxide;  in  the  soil,  by  reduction,  the 
solubility  is  partly  restored  and  in  the  form  of  ferrous  bicarbonate 
the  iron  may  be  more  or  less  washed  away.  When  alkaline  car- 
bonates have  been  generated  in  the  ground  water  its  solvent  power  is 
increased,  and  it  then  becomes  an  effective  agent  in  the  solution  and 
redeposition  of  silica.^  The  impregnation  of  any  solution  of  alka^ 
line  salts  by  free  carbonic  acid  yields  a  solvent  of  this  kind.  Ground 
water,  then,  is  in  many  ways  different  from  rain  water.  As  the  latter 
sinks  deeper  and  deeper  into  a  mass  of  rock  or  soil  it  undergoes  pro- 
gressive modifications,  and  some  of  the  changes  which  it  brought 
about  at  the  beginning  of  its  career  may  be  reversed,  while  others  are 
accentuated.  At  certain  depths  the  decomposing  action  of  the  waters 
may  cease  almost  entirely,  when  the  process  of  cementation  begins, 
and  then  new  rocks  are  generated.  The  subject  of  reconsolidation, 
however,  belongs  in  another  chapter. 

In  volcanic  regions  the  gaseous  emanations  play  an  important  part 
in  altering  the  rocks,  and  so,  too,  do  the  acid  solfataric  waters.  In 
previous  chapters  these  gases  and  waters  have  been  sufficiently 
described,  and  their  powerful  solvent  effects  were  noted.'  Hot  waters, 
charged  with  sulphuric  or  hydrochloric  acid,  attack  nearly  all  erup- 
tive rocks,  dissolve  nearly  all  bases,  and  leave  behind,  in  many  cases, 
mere  skeletons  of  silica.  This  thorough  disintegration  of  lavas, 
however,  is  only  local,  and  has  not  the  wide  general  significance  of 
the  gentler,  less  noticeable  effects  produced  by  rain. 

EFFECTS    OF   VEGETATION. 

Vegetation  exerts  a  profound  influence  in  the  decomposition  of 
rocks.  Even  if  plants  did  no  more  than  to  retain  moisture,  making 
the  rock  beneath  them  damp,  their  action  would  be  important;  but 
that  is  only  part  of  the  story.  The  roots  of  plants  penetrate  into 
the  crevices  of  the  rocks,  and  as  they  expand  by  growth,  they  help 
mechanically  in  the  work  of  disintegration."    The  roots,  moreover, 

commonly  contain  organic  acids,  which  act  with  much  vigor  upon 

■   '  \ • 

>  See  E.  W.  HUgaid,  Am.  Jour.  Sd.,  4th  ear.,  vol.  2, 1806,  p.  100.  HUgaid  Busgeets  that  the  Inchutona  of 
carbon  dioxide  found  in  quarts  may  supply  notable  quantities  of  that  subetanoe  to  underiKround  watera. 

flinaddltion  to  previous  references,  see  also  W.  B.  Schmidt,  Mln.  pet.  Mitt,  vol  4, 1882,  p.  1,  on  the  action 
of  sulphurous  add  upon  volcanic  rocks.  The  action  of  hot  solutions,  not  necesearlly  add,  has  been  com- 
pared vlth  the  effects  of  weathering  by  B.  Steldtmann;  Econ.  Geology,  vol.  2, 1008,  p.  381.  An  important 
memoir  on  weathering,  by  K.  D.  QUnka,  is  in  Trav.  Soc.  Imp.  Nat  St  P^terBbourg,  vol.  84, 1906»  p.  1. 
On  the  deoompodtion  of  basalt  see  H.  Strenmne,  Monatsh.  Deutsoh.  geol.  Oesell.,  1910,  p.  180. 

•See  A.  Odlde,  Tezt-book  of  geology,  4th  ed.,  p.  000,  and  O.  P.  ICerrill,  Rocks,  rock  weathering,  and 
■d]B,p.201. 
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mineral  substances.  The  soil  or  decomposed  rock  about  the  roots  of  a 
tree  is  often  bleached  by  the  solution  and  removal  of  its  iron  contents. 
The  studies  of  H.  Carrington  Bolton*  upon  the  solubility  of  min- 
erals in  organic  acids,  and  especially  in  citric  acid,  show  how  power- 
ful this  action  must  be.  This  acid  decomposes  many  silicates,  even  at 
ordinary  temperatures.  Furthermore,  plants  take  large  amounts  of 
mineral  matter  from  the  soil,  which  is  returned  to  it  in  a  different 
condition  after  the  vegetation  dies.  Lichens,  especially,  extract 
substances  directly  from  the  rocks  on  which  they  grow;  grass  and 
grain  crops  absorb  much  potash,  and  so  on.  These  substances  are 
found  in  the  ash  when  vegetable  matter  is  burned,  and  are  easily  de- 
terminable by  analysis.' 

The  number  of  organic  acids  which  find  their  way  into  the  soil, 
from  one  source  or  another,  is  quite  considerable,  and  their  action 
deserves  a  much  more  systematic  investigation  than  it  has  yet  re- 
ceived. In  past  years  great  importance  was  attached  to  the  so-caDed 
"humus  acids,"  the  products  of  vegetable  decay.  These  substances, 
however,  humic,  ulmic,  crenic  and  apocrenic  acids,  are  not  true  acids 
at  all,  but  vague  mixtures  of  colloids  whose  precise  chemical  nature 
is  yet  to  be  determined.  They  have  some  geologic  significance,  and 
H.  Gedroiz '  has  shown  that  their  alkaline  solutions,  percolating 
downward,  and  meeting  lime  salts,  are  precipitated,  forming  the 
impervious  layer  known  as  hardpan.  They  also  act  as  reducing 
agents,  and  so  aid  in  the  formation  of  pyrite  or  marcasite  and  in  the 
deposition  of  iron  carbonates.  Their  alleged  activity  as  solvents  of 
silica  or  as  agents  in  rock  decomposition  is  most  questionable. 
Moor  waters  are  commonly  tujid,  but,  as  K.  Endell*  has  proved,  the 
acidity  is  usually  that  of  carbonic  acid,  whose  value  as  a  solvent  of 
minerals  has  already  been  discussed.  The  humus  substances  are  also 
held  in  solution  by  alkaline  carbonates,  which  readily  dissolve  silica.* 

INFLUENCE   OF   BACTERIA. 

Even  forms  of  life  so  low  as  the  bacteria  seem  to  exert  a  definite 
influence  in  the  decomposition  of  rocks.  A.  Muntz  •  has  foimd  the 
decayed  rocks  of  Alpine  summits,  where  no  other  Uf e  exists,  swarm- 

1  Annals  New  York  Acad.  Sd.,  vol.  1, 1877,  p.  1;  toI.  2, 1880,  p.  1. 

*  On  this  theme  there  are  abundant  data,  which  have  been  collected  princtpaUy  with  reference  to  a^ 
ooltural  problems.  A  long  table  of  ash  analyses  may  be  found  in  Jahresber,  Chemie,  1847-48.  p.  1074.  For 
estimates  of  the  amount  of  mineral  matter  taken  from  the  sou  by  hemp  and  buckwheat,  see  R.  Peter,  Ken- 
tucky Oeol.  Survey,  Chemical  analyses,  vol.  A,  1884,  p.  441. 

•  Chem.  Abstr.,  1009,  p.  2600.    From  Jour.  exp.  Landw.,  vol.  9, 1906,  p.  272. 

*  Neues  Jahrb.«  Bell.  Bd.  31, 1910,  p.  1,  and  Jour,  prakt.  Chemie,  2d  ser.,  vol.  82. 1910,  p.  414. 

ft  See  A.  A.  Julien's  monographic  paper  upon  the  geological  action  of  the  humus  acids,  Proc  Am.  Assoc 
Adv.  Sci.,  1879,  p.  311,  for  a  complete  summary  of  the  earlier  work,  now  mostly  obsolete,  on  this  subject. 
Recent  papers  by  A.  Baumann  and  £.  Qolly,  Mitt.  K.  Bayr.  Moorkulturanstalt,  Heft  3, 1909,  p.  52,  and 
Heft  4, 1910,  p.  131,  are  important,  and  also  two  by  H.  Stremme,  Zeitschr.  prakt.  Oeologle,  1900,  p.  353; 
1910,  p.  389.    The  recent  literature  upon  the  humus  acids  is  very  v6hmiinous. 

•  Annates  chim.  phys.,  6th  ser.,  vol.  11, 1887,  p.  136;  Oompt.  Rend.,  vol.  110, 1800,  p.  137a 
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ing  with  the  nitrifymg  ferment.  The  Umestones  and  micaceous 
schists  of  the  Pic  du  Midi,  in  the  Pyrenees,  and  the  decayed  cal- 
careous schists  of  the  Faulhom,  in  the  Bernese  Oberiand,  offer  good 
examples  of  this  kind.  The  organisms  draw  their  nourishment  from 
the  nitrogen  compounds  brought  down  in  snow  and  rain;  they  con- 
vert the  ammonia  into  nitric  acid,  and  that,^  in  turn,  corrodes  the  cal- 
careous portions  of  the  rocks.  A.  Stutzer  and  R.  Hartleb  ^  have 
observed  a  similar  decomposition  of  cement  by  nitrifying  bacteria. 
The  effects  thus  produced  at  any  one  point  may  be  small,  but  in  the 
aggregate  they  may  become  appreciable.  J.  C.  Branner,^  however, 
has  cast  doubts  upon  the  vaUdity  of  Muntz's  argument,  and  further 
investigation  of  the  subject  seems  to  be  necessary.  That  microbes 
exert  a  great  influence  in  the  soil  is  beyond  question.  Apart  from 
the  effects  produced  by  nitrification,  the  germs  aid  in  bringing 
about  the  decomposition  of  organic  matter,  and  in  that  way  enormous 
quantities  of  carbon  dioxide  are  generated.  Furthermore,  some 
species  decompose  sulphates,'  and  so  modify  the  composition  of  the 
ground  water. 

INFLUENCE    OF   ANIMAL   LIFE. 

The  influence  of  animal  life  in  decomposing  rock&  is  perhaps  sec- 
ondary rather  than  initiative.  An  ordinary  soil  contains  rock-form- 
ing minerals  which  have  been  incompletely  broken  down,  and  animals 
assist  in  completing  the  disintegration.  The  effects  produced  by 
guano  upon  the  rocks  immediately  beneath  it  jaay  be  more  direct,  but 
its  distribution  is  exceedingly  limited.  On  the  other  hand,  bur- 
rowing animals  bring  fresh  soil  to  the  surface  to  be  acted  upon  by 
rain,  or  blown  away  by  winds;  and  ordinary  earthworms  perform 
this  kind  of  labor  upon  a  vast  scale.  In  Brazil,  as  shown  by  J.  E. 
Mills  *  and  J.  C.  Branner,*  the  work  done  by  ants  is  of  the  greatest 
significance.  These  creatures  dig  tunnels  hundreds  of  yards  long  and 
carry  into  their  nests  great  quantities  of  leaves.  Through  their  vital 
processes  they  generate  carbon  dioxide,  and  the  decay  of  the  leaves 
must  develop  much  more.  The  ants  not  only  open  up  the  soil  to  the 
action  of  air  and  water,  they  also  help  to  saturate  it  with  carbonic 
acid,  and  the  solutions  so  produced,  by  the  joint  action  of  rain,  res- 
piration, and  organic  decay,  penetrate  to  considerable  depths  below 
the  surface.  The  decomposition  of  the  underlying  rocks  is  thus  dis- 
.  tinctly  promoted,  and  over  great  areas  of  territory. 

Before  passing  on  to  consider  the  products  of  decomposition,  a 
word  must  be  said  upon  the  destructive  influence  of  man.     By  drain- 

I  Zeitsohr.  angew.  Chemie,  1899,  p.  402. 

•  Am.  Jour.  Sd.,  4th  ser.,  vol.  8, 1897,  p.  438. 

•  See  ante,  p.  102. 

«  Am.  Q6oiogl8t,  TOL  3, 1889,  p.  351. 

•  Boll.  OfloL  Soc.  Amolca,  toL  7, 1896»  p.  256;  vol.  21, 1910,  p.  449. 
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ing;  grading,  irrigating,  fertilizing,  and  cultivating  the  soil,  by  tun- 
neling, quarrying,  and  mining,  the  processes  of  rock  decomposition 
are  promoted  in  many  ways.  New  surfaces  of  rock  are  exposed  to 
the  action  of  air  and  water,  new  solvents  are  introduced  into  the  soil, 
coal  is  withdrawn  from  the  earth  to  be  restored  to  the  atmosphere  as 
carbon  dioxide,  and  by  the  destruction  of  forests  erosion  is  accel- 
erated. The  extent  to  which  man  assists  in  the  decomposition  of 
rocks  may  easily  be  overrated;  but  human  influence  is  one  of  the 
active  agencies  which  can  not  be  ignored. 

PRODUCTS    OP   DECOMPOSITION. 

The  products  of  decomposition  are  commonly  divided  into  two 
great  classes,  the  sedentary  and  the  transported.  The  sedentary 
products  are  those  which  remain  in  place,  such  as  residual  clays;  the 
transported  materials  are  represented  by  glacial  drift,  river  silt,  wind- 
blown dust,  etc.  On  the  one  hand  we  deal  with  substances  derived 
from  a  single  lithologic  imit;  on  the  other  we  have  blended  or  assorted 
materials  from  various  sources.  Corresponding  to  these  differences 
of  origin  there  are  chemical  differences.  First  in  order  let  us  con- 
sider the  sedentary  products. 

When  a  rock  is  decomposed  in  place,  the  changes  produced  are  rela- 
tively simple.  Soluble  constituents  are  leached  away  and,  to  offset 
the  loss,  oxygen,  water,  and  often  carbon  dioxide  are  gained.  Ordi- 
narily the  gains  exceed  the  losses,  both  in  weight  and  in  bulk,  and  the 
change  may  be  either  complete  or  partial.  Every  gradation  is  possible, 
from  incipient  alteration  to  the  most  thorough  decomposition.  The 
character  of  the  products  formed  will  depend  upon  the  composition 
of  the  original  rock,  and  also  upon  the  nature  of  the  decomposing 
agents.  A  normal  granite,  for  example,  will  yield  a  mixtiire  of 
quartz,  kaoUn,  and  scales  of  mica,  commonly  commingled  with 
fragments  of  undecomposed  feldspar;  a  peridotite  is  converted  into 
serpentine;  a  rock  rich  in  iron  is  likely  to  give  much  ferric  hydroxide, 
and  so  on.  The  more  easily  alterable  minerals  naturally  form  the 
more  easily  alterable  rocks,  and  the  residues  which  they  furnish  will 
represent  the  maximum  amount  of  change.  That  change,  further- 
more, will  be  reflected  in  the  composition  of  ihe  percolating  waters, 
which  may  be  rich  in  siHca,  or  carbonates,  or  sulphates,  according  to 
the  nature  of  the  minerals  upon  which  they  operate. 

Many  comparative  analyses  of  rocks  and  their  decomposition  prod- 
ucts are  on  record.*  The  following  analyses,  representing  a  few  typi- 
cal examples,  are  enough  for  present  purposes: 

1  For  8  good  general  diflcuaslon  of  the  data,  see  O.  P.  Mecrill,  Rocks,  rock  weatbering,  and  8qUb»  ppw 
206-240.  -Bee,  also,  papers  by  J.  Lemberg,  Zeltschr.  Deatsch.  geol.  Oesell.,  toL  27, 1876,  p.  681;  yoL  28, 
1876,  p.  610;  vol.  36, 1883,  p.  560.  Otber  groups  of  analyses  tban  those  dted  hare  an  giyeo  by  B.  STalsar, 
Zeltschr.  Deatsch.  geol.  OeseU.,  vol.  66,  Monatab.,  100i»  p.  17;  and  M.  DIttckh,  Zeltachr.  anoii.  GbanK 
vol.  47, 1006,  p.  161. 
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Analy»e»  of  rods  and  their  deeomponHon  products, 

A.  Micftoeoofl  granite,  District  of  Colombia.  Described  by  Merrill,  Boll.  OeoL  800.  Americs,  vol.  6, 
1896,  p.  321.  Oontains  quarts,  black  mica,  iBldspars,  epidote,  apatite,  flakes  of  seridte,  and  a  few  black 
tourmalines  and  iron  ores,  a,  The  ftash  rock;  b,  partly  decomposed  rock;  c,  derived  soil;  d,  fine  silt, 
separated  from  solL   Analyses  a,  b,  c,  by  R.  L.  Packard;  d  by  O.  P.  Merrill. 

B.  Micaceous  gneiss,  Albemarle  County,  Virginia.  Analyses  and  description  by  O.  P.  Merrill,  Bull.  OeoL 
80c.  America,  vol.  8, 1807,  p.  157.  The  rock  contains  orthociase,plagioclase,  black  mica,  zircon,  quartz,  iron 
ores,  apatite,  garnets,  and  a  MoHte.   a,  The  fresh  rock;  b,  the  realdual  soil. 

C.  ElaoUte  syenite,  Fonrche  Mountain,  Arkansas.  Described  by  J.  F.  Williams,  Ann.  Rept.  Geol. 
Survey  Arkansas,  1800,  vol.  2,  pp.  81-82.  a,  The  ftash  rock,  analysis  by  W.  A.  Noyes;  b,  c,  the  decomposed 
rock,  partial  analyses  by  R.  N.  Brackett 

D.  Augite  andesite,  Rockkmd  Ridge,  Washington.  Analyses,  description  and  full  discusdon  by  E.  A. 
Schneider,  Am.  Jour.  ScL,  8d  ser.,  vol.  96, 1888,  p.  236.  According  to  A.  W.  Jackson,  the  rock  contains 
plagioclase,  augite,  apatite,  magnetite,  and  residual  glass,    a.  The  f^esh  rock;  b,  the  derived  soiL 
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E.  Diabase,  Medford,  MaaaaoliUBetta.  Analyses  and  discussion  by  Q.  P.  Merrill,  Bull.  Oeol.  Soe.  Amer- 
ica, vol.  7, 1896,  p.  350.  Aooordittg  to  W.  H.  Hobbs  the  rock  contains  plagiodase,  augite,  biotltc,  pyiite, 
apatite,  magnetite,  Umenlte,  and  some  secondary  products,  a.  The  fresh  rock;  b,  disintegrated  rock:  e, 
fine  silt.  For  data  concerning  a  diabase  from  Chatham,  Virginia,  see  T.  L.Watson,  Am.  Geologist,  voL 
22, 1886,  p.  85.    The  analyses  given  are  not  complete. 

F.  Diorlte,  Albemarle  County,  Virginia.  Described  and  analyzed  by  Q.  P.  Merrill,  Rocks,  rock  weather- 
ing, and  soils,  pp.  224,  225.  Contains  hornblende,  plagioclase,  and  titanic  hx>n.  a,  The  f^esh  rock;  b, 
decomposed  rock. 

0.  Diabase,  Spanish  Ouiana,  Venezuela.  Described  by  Q.  Attwood,  Quart.  Jour.  Oeol.  Boc.,  vol.  S5, 
1879,  p.  586.  Analyses  made  hi  the  Royal  School  of  Mhies,  London,  a.  The  tnati  rock;  b,  weathered  rock; 
c,  hif^y  weathered  rock. 

H.  Diabase,  Island  of  Jersey.  Described  by  P.  Holland  and  B.  Diokson,  Proc.  Liverpool  Geol.  8oc, 
vol.  7, 1892-98,  p.  106.  a,  The  fresh  rock;  b,  decomposed  rock.  Holland  and  Dickson  also  give  data  relative 
to  the  deoompositian  of  a  granite  and  a  sandstone. 

1.  Augite  diorite,  Magnetberg,  southern  Urals.  Described  by  J.  Morozewics,  abstract  in  Zeitschr.  KrysL 
Min.,  vol.  39, 1904,  p.  612.  The  rock  alters,  first  by  leaching,  free  iron  oxides  being  dissolved  and  partly 
redepoeited  in  crevices;  second,  by  ohloritization  of  the  augite  and  production  of  garnet  microlites;  finally 
by  kaolinization  of  the  feldspars,  a.  The  fresh  rock,  specific  gravity  2.988;  b,  first  stage  of  deoompoeitkp, 
specific  gravity  2.918;  c,  second  stage,  specific  gravity  2.604. 
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43.56- 
14.58 
3.84 
7.00 
9.95 
10.78 
1.86 
1.02 

}    3.85 

1.03 

1.93 

.39 

44.93 
16.27 
13.37 

'"e.'io" 

1.84 

2.03 

.84 

\  12.55 

^    1.34 

46.97 
16.16 
10.66 
4.38 
4.56 
9.02 
4.47 
1.26 

50.42 
16.72 
4.32 
2.70 
3.77 
13.36 
4.24 
1.52 

1    2.24 

.07 

47.22 

20.09 

5.51 

Feo!.:::.: 

12.34 
7.41 
9.65 
1.99 
.85 
.17 
3.10 

2.02 

MgO 

CaO. 

NaoO 

Kfi 

HjO- 

H^0+ 

TiOo 

3.46 
2.37 
.14 
.59 
3.39 
7.95 

4.39 
6.93 
2.56 
1.52 

}    8.78 

trace 

CO, 

MnO 

trace 

trace 

trace 

.28 

Mn,0, 

.75 

.68 

.66 

•**'''*l'^S 

« 100. 45 

a  100. 31 

« 100. 18. 

99.79 

99.85 

100.11 

100.04  1    99.68 

1 

a  Including  traces  of  Cu  and  S.    P  absent 
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All  of  these  comparative  groups  tell  essentially  the  same  story. 
Oxidation  of  the  iron  compounds,  assumption  of  water,  and  loss  of 
soluble  bases  by  leaching  are  changes  which  can  be  recognized  at  a 
glance.  The  concentration  of  the  slightly  soluble  alumina  and  ferric 
oxide  in  the  residual  substances  is  also  clearly  apparent.  But  the  true 
magnitude  of  each  alteration  is  not  so  easily  seen.  In  some  cases  the 
changes  appear  to  be  small,  when  actually  they  are  quite  noteworthy. 
The  apparent  gains  in  alumina  are  only  relative,  and  so,  too,  are  all 
the  other  percentage  variations.  In  order  to  determine  the  true  alter- 
ations we  must  eliminate  the  disturbances  due  to  oxidation  and  hydra- 
tion, and  this  may  be  done  either  by  examining  molecular  ratios  or 
by  assuming  that  one  rock  constituent  is  constant  and  comparing  the 
others  with  it.  The  latter  method  is  the  most  used  and  has  been 
applied  by  Merrill  to  the  several  groups  of  analyses  studied  by  him. 
Either  ferric  oxide  or  alumina  is  taken  as  invariable,  and  from  that 
as  a  standard  the  relative  losses  of  the  other  constituents  can  be 
roughly  estimated.  The  process  is  not  rigorously  exact,  but  it  gives 
a  fair  conception  of  what  has  really  occurred.  The  alumina  is  not 
absolutely  insoluble,  but,  relatively  to  the  other  bases,  it  is  very 
nearly  so. 

For  four  of  the  rocks  under  consideration  Merrill  gives  the  follow- 
ing computations.  The  first  table  shows  the  percentage  of  each 
constituent  lost  by  the  origiaal  rock.  The  second  table  gives  the 
percentage  lost  by  each  substance  referred  to  its  total  amount  as 
one  hundred. 

Remits  of  decomposition  of  certain  rocks. 

I.  Peroe&tase  of  rook  lost. 


Granite. 


GneUn. 


Diabase. 


Dlorite. 


SiO« 

AljOg 

FeO,  PeaO,. 

MnO 

MgO 

CaO 

NaoO 

K,6 

P3O5 


10.50 
.46 

standard 


31.90 

standard 

1.30 


.36 
.81 
.77 
.85 
.04 


.80 
4.44 
2.68 
3.55 


8.48 
standard 

2.42 
.32 
.68 

1.83 
.50 
.62 
.08 


17.43 

standard 

3.53 


4.97 

9.20 

2.17 

.21 


13.79 


44.67 


14.93 


37.51 


101381**— Bull.  491—11 30 
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Rendu  of  deeompositum  of  certain  rocks — Continued. 
XL  P«rMBtag«  loM  of  MMh  ooastitnaBt. 


Onnlte. 


OndaB. 


Dtabaae. 


Diorite. 


MnO 
MgO. 
CaO. 
Na-O 
Kfi. 


FeA 


14.88 

3.23 

standard 


52.45 

standard 

14.35 


1.49 
25.21 
28.62 
31.98 
40.00 


74.70 

100.00 

95.03 

83.52 


18.03 
standard 
18.10 
41.57 
21.70 
25.89 
12.83 
29.15 
11.39 


37.31 

standard 

21.03 


97.17 
97.30 
84.87 
38.75 
19.87 


From  these  figures  we  can  see  more  clearly  what  has  happened  to 
each  rock,  but  we  can  not  compare  the  four  columns  witH  one  another. 
There  are  stiU  too  many  variables.  The  rocks  contain  different 
minerals;  they  have  weathered  with  varying  completeness,  and 
they  were  not  exposed  to  the  same  percolating  waters.  Further- 
more,  weathering  is  affected  by  the  texture  of  a  rock,  and  a  compact 
feldspar  will  change  less  readily  than  one  which  is  full  of  crevices. 
Coarseness  or  fineness  is  another  factor  to  be  taken  into  account. 
In  short,  the  quantities  are  incommensurable  and  no  general  rules, 
except  as  to  the  main  tendencies  to  alteration,  can  be  based  upon 
them.  Each  individual  rock  alters  in  accordance  with  the  conditions 
to  which  it  has  been  exposed,  but  the  general  trend  of  the  changes 
is  always  in  the  same  direction.  Lime  is  always  removed,  but  per- 
colating waters  rich  in  carbonic  acid  will  carry  it  away  more  easily 
than  waters  less  heavily  charged.  The  lime-soda  feldspars  decompose 
more  readily  than  orthoclase  or  microcline.  Olivine  will  lose  magnesia 
more  readily  than  enstatite.  The  solubility  of  silica  will  vary  with 
variations  in  the  leaching  agent.  Material  withdrawn  at  one  point 
may  be  redeposited  at  another.  Local  and  temporary  conditions 
meet  us  at  every  turn;  so  that  although  we  can  tell,  in  broad,  general 
terms,  how  a  given  rock  will  change,  we  can  not  predict  the  alteration 
in  its  quantitative  details. 

RATE    OF   DECOMPOSITION. 

The  extent  to  which  rocks  undergo  decomposition  within  a  given 
time  is  largely  dependent  upon  climatic  circumstances.  In  the 
polar  regions,  where  waters  are  frozen  during  a  great  part  of  the 
year,  solution  goes  on  more  slowly  than  in  warmer  climates.  In  the 
Tropics  the  waters  not  only  act  continually,  but  their  energy  is 
increased  by  their  higher  temperatures.  Frost  is  most  effective  as  an 
agent  of  disintegration  in  climates  where  alternations  of  freezing  and 
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thawing  are  most  frequent.  As  E.  W.  Hilgard^  has  well  said, 
''The  chemical  processes  active  in  soil  formation  are  intensified  by 
high  and  retarded  by  low  temperatm'es,  all  other  conditions  being 
equal.''  Disintegration,  however,  as  distinguished  from  decay,  is 
very  active  in  high  latitudes  and  also  in  arid  regions.^  In  both 
cases  the  great  alternations  of  heat  and  cold  promote  disintegration, 
whereas,  for  lack  of  flowing  water,  solution  and  erosion  are  retarded. 
In  an  arid  region  the  diurnal  variations  of  temperature  are  extreme, 
and  inequalities  of  expansion  among  the  minerals  of  a  rock  produce 
their  maximum  effects.  Furthermore,  the  dust  and  sandstorms  of  a 
desert  advance  the  disintegrating  process.  The  rocks  are  ground  to 
powder,  but  much  of  the  d6bris  remains  in  place  and  loses  compara- 
tively little  by  leaching.  In  humid  climates  erosion  and  solution  go 
on  together,  and  an  abundance  of  vegetable  matter,  living  or  dead, 
helps  to  hasten  the  decomposition  of  the  rock-forming  sihcates. 
Between  soils  of  arid  and  moist  climates  there  are  striking  differences 
of  composition,  as  Hilgard  *  has  clearly  shown  by  means  of  the  follow- 
ing averages.  Under  A  is  given  the  average  composition  of  466 
soils  from  the  humid  regions  of  the  Southern  States.  B  represents 
the  average  of  313  soils  from  the  arid  areas  of  California,  Washington, 
and  Montana.    . 


Average  eompontion  of  toils  from  humid  and  arid  regions. 


Inaoluble  in  HCl 

Soluble  SiOj 

^§;-.r.-.::::;:::::::: 
fe°:v.::::::::::::::;;: 

OaO 

NaJO 

Kfi 

!«—;:::::::::::::: 

Water  and  organic  matter 


100. 252 


84.031 

70.566 

4.212 

7.266 

4.296 

7.888 

3.131 

5.752 

.133 

.059 

.225 

1.411 

.108 

1.362 

.091 

.264 

.216 

.729 

.113 

.117 

.052 

.041 

3.644 

4.945 

100.399 


That  a  much  greater  proportion  of  soluble  matter,  unremoved  by 
leaching,  is  present  in  the  arid  regions  is  evident  at  a  glance.  The 
desert  soils,  when  supplied  with  water,  are  exceptionally  fertile, 
because  they  have  retained  in  a  large  measure  the  foods  that  plants 
require. 

1  Report  on  the  relatlona  of  soil  to  ollmate:  BulL  No.  3,  U.  S.  Weather  Bureau,  1892. 
I  See  I.  C.  RujneU,  BulL  Oeol.  Soc.  Amertea,  yoL  1,  laK),  p.  136.    Abo  compare  O.  P.  Merrill,  Rocks, 
look  weathering,  and  soils,  pp.  278, 28S. 
s  Op.  clt,  p.  30. 
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KAOIilN. 

The  chemical  products  of  rock  decomposition  are  extremely  varied, 
as  might  be  naturally  inferred  from  the  mineralogical  complexity 
of  the  original  masses.  In  the  residues  .which  remain  after  leaching 
we  find  free  silica,  either  as  quartz  or  opal,  fragments  of  various 
undecomposed  minerals,  hydroxides,  and  a  number  of  the  rather  indef- 
inite substances  known  as  clays.  Among  the  latter  kaolinite, 
H^AljSiaOg,  and  its  ferric  equivalent,  nontronite,  H^FejSijO,,  are 
perhaps  the  most  important.*  These  species  occur  admixed  with 
one  another  and  also  with  other  hydrous  silicates,  opaline  silica, 
and  hydroxides.  Kaolinite  is  a  very  stable  compound,  but  non- 
tronite is  easily  decomposed,  either  by  acid  or  alkaline  solutions, 
yielding  a  ferric  hydroxide,  limonite,  as  a  final  product  of  aqueous 
action.  According  to  Weinschenk,  mixtures  of  kaolinite  and  non- 
tronite are  sometimes  found,  in  which  the  structure  of  the  original 
gneiss  is  plainly  to  be  discerned.  That  kaolinite  is  the  chief  residual 
product  of  feldspathic  decay  is  the  commonly  accepted  view,  but 
some  writers  hold  that  it  is  not  formed  by  ordinary  weathering. 
According  to  H.  Rosier,'  kaolinite  is  only  produced  by  pneumato- 
lytic  action — that  is,  by  the  operation  of  thermal  waters  and  gaseous 
emanations.  This  theory,  which  applies  to  some  localities,  but  not 
to  all,  has  led  to  much  controversy.  F.  H.  Butler,*  studying  the 
porcelain  clays  of  Cornwall  and  Devon,  ascribes  their  formation  to 
the  action  of  hot,  ascending  waters,  for  he  finds  the  degree  of  kaoliniza- 
tion  to  increase  with  depth,  with  fresher  rocks  near  the  surface. 
E.  Wilst  *  regards  the  kaolin  near  Halle,  Germany,  as  derived  from 
feldspars  by  the  action  of  humus  acids.  That  kaolinization  often 
takes  place  under  moors  due  to  the  carbonated  waters  that  are  there 
present  has  been  urged  by  various  writers ;  for  example  by  O.  Haehnel,* 
J.  E.  Bamitzke,*  F.  Weiss,^  K.  Endell,*  and  others.  H.  Stremme" 
recognizes  the  almost  self-evident  fact  that  any  of  the  suggested  pro- 
cesses may  be  operative,  weathering,  pneumatolytic  action,  and 
kaolinization  by  moor  waters,  but  ascribes  their  eflSciency  in  all 
cases    to    the    chemical    activity   of   carbonic    acid.     Jointly   with 

1  This  equivalency  between  kaolinite  and  nontronite  was  suggested  by  E.  Weinschenk,  Zeltschr.  Kryst 
Min.,  vol.  28, 1897,  p.  150.  A.  Bergeat,  however  (Centralbl.  Min.,  Geol.  u.  Pal.,  1909,  p.  161),  describing 
nontronite  derived  from  wollastonite,  assigns  it  a  diflerent  formula— HsFefSi^Os. 

s  Neues  Jahrb.,  Bell.  Bd.  15, 1902,  p.  231.  ROsler  gives  a  bibliography  relative  to  kaoUnization,  embracing 
90S  titles.  Bee  also  O.  Stutzer,  Zeitschr.  prakt.  Geologie,  1906,  p.  333,  who  accepts  Roster's  view,  and  J.  IL 
van  Bemmelen,  Zeitschr.  anorg.  Chemie,  vol.  66, 1910,  p.  322.  Van  Bemmelen,  however,  does  not  accept 
the  theory  exclusively,  but  admits  that  weathering  may  also  produce  kaolin.  In,  a  recent  paper,  Zeitschr. 
prakt.  Geologie,  1908,  p.  251,  R(Ssler  defends  his  views. 

s  Min.  Mag.,  vol.  15, 1908,  p.  128. 

•  Zeitschr.  prakt.  Geologie,  1907,  p.  19. 

B  Jour,  prakt.  Chemie,  ser.  2,  vol.  78, 1908,  p.  280. 

•  Zeitschr.  prakt.  Geologie,  1909,  p.  457. 
T  Idem,  1910,  p.  353. 

•  Sprechsaal,  Nos.  19, 20, 1910. 

•  Zeitschr.  prakt.  Geotogie,  1906,  pp.  122,  448. 
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C.  GageP  Stremme  describes  one  instance  of  kaolinization  by  the 
waters  of  a  cold  carbonated  spring.  V.  Selle,*  who  has  studied  the 
kaolin  of  Halle^  which  is  derived  from  quartz  porphyry,  traces  it  to 
ordinary  weathering,  first  sericite  and  then  kaolinite  being  formed. 
Here  the  deposit  is  richest  in  kaolin  near  the  surface.  The  abundant 
kaolin- along  the  eastern  side  of  the  southern  Appalachians  is  evi- 
dently due  to  the  weathering  of  pegmatite. 

In  short,  kaolin,  like  many  other  substances,  may  be  formed  by 
any  one  of  several  processes,  in  all  of  which  water,  hot  or  cold,  and 
carbonic  acid  take  part.  No  one  interpretation  can  fit  all  its  occur- 
rences. 

The  other  hydrous  silicates  of  aluminum  and  iron,  such  as  halloysite, 
cimolite,  pyrophyllite,  chloropal,  etc.,  are  of  more  or  less  uncertain 
origin.  Probably  different  crystalline  silicates  yield  different  resi- 
dues of  this  ill-defined  class,  and  any  or  all  of  them  may  exist  in 
residuary  clays.* 

IjAterite  and  bauxite. 

In  tropical  and  subtropical  regions  the  processes  of  rock  decay 
are  often  carried  further  than  is  usually  the  case  within  the  tem- 
perate zones.  The  leaching  is  more  complete,  the  silicates  are  more 
thoroughly  decomposed,  and  the  residues  are  richer  in  hydroxides. 
In  India,  for  example,  large  areas  are  covered  by  a  red  earth  known 
as  laterite,  which  in  some  cases  is  undoubtedly  a  derivative  in  place 
of  preexisting  rocks,  such  as  granite,  gneiss,  basalt,  or  diorite.  In 
other  cases  the  laterite  is  detrital  in  character  and  far  distant  from 
its  place  of  origin.  The  term  has  been  vaguely  used,  and  as  em- 
ployed by  different  writers  it  has  meant  very  different  things.  It 
has  been  appUed  to  ferruginous  clays,  sediments,  beds  of  iron  ore, 
and  products  of  volcanic  action,  and  its  formation  has  been  attrib- 
uted to  a  variety  of  causes.*  W  J  McGee  *  compares  laterite  with 
the  ferruginous  clays  and  soils  of  the  upper  Mississippi,  and  F.  R. 
Mallet*  regards  the  iron  ores  associated  with  the  basalts  of  Ulster 
as  having  a  lateritic  character.  W.  Maxwell,^  describing  the  red 
soils  of  the  Hawaiian  Islands,  which  are  derived  from  lavas  by 
the  action  of  volcanic  acids,  points  out  their  similarity  to  laterite. 
T.  H.  Holland  *  suggests  that  lateritization  may  be  due,  in  part  at 

1  Centralbl.  Min.,  Oeol.  u.  Pal.,  1900,  p.  427. 

•  Jour.  Chem.  Soc,  vol.  96,  pt.  2,  p.  63,  abatract  from  Zeitschr.  Natorwlss.,  vol.  79, 1907,  p.  321. 

t  On  the  constitution  of  the  clay  silicates  see  H.  Le  Chatelier,  Zeitschr.  physikal.  Chemle,  vol.  1, 18S7, 
p.  396. 

4  See  R.  D.  Oldham,  Manual  of  the  geology  of  India,  2d  ed.,  1883,  pp.  348-370.  P.  Lake  (Mem.  Qeol. 
Survey  Indla,vol.  24,  pt.  3, 1800,  pp.  17-46)  gives  a  good  summary  of  earlier  viewsiipon  the  origin  of  laterite. 
Another  elaborate  summary  is  presented  by  O.  C.  Du  Bois,  Min.  pet.  Mitt.,  vol.  22, 1903,  pp.  4-18.  A 
good  chapter  on  laterite,  with  a  bibliography,  is  in  Abhandl.  K.  Preoss.  geol.  Landesaostalt,  new  ser., 
Heft  62, 1909. 

•  Geol.  Mag.,  1880,  p.  810. 

•  Rec.  Qeol.  Survey  India,  vol.  14, 1881,  p.  139. 

7  Lavas  and  soils  of  the  Hawaiian  Islands,  Hooolnln,  1806.   Maxwell  gives  many  analyses  of  deoomposi* 
tion  products  derived  from  lava,  both  by  volcanic  action  and  by  normal  weathering, 
s  Oeol.  Mag.,  1906,  p.  69. 
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least,  to  the  activity  of  bacilli  or  other  micro-organisms  which  could 
live  in  a  warm  climate  but  not  in  colder  regions.  J.  Walther  ^  and 
S.  Passarge '  call  attention  to  the  relatively  large  proportion  of  nitric 
acid  in  rainfall  during  tropical  thunderstorms,  and  regard  it  as  a 
possible  agent  of  lateritization.  Brought  to  the  surface  of  a  decom- 
posing rock,  it  might  extract  the  iron  as  ferric  nitrate,  and  that  com- 
pound is  either  easily  hydrolyzed  or  else  precipitated  by  alkaline 
carbonates.  In  short,  similar  products  may  have  been  formed  in 
several  different  ways,  and  identity  of  composition  does  not  always 
imply  identity  of  origin.  Whatever  its  derivation  may  be,  whether 
from  rocks  in  place  or  as  a  transported  sediment,  true  laterite  is 
essentially  a  mixture  of  ferric  hydroxide,  aluminum  hydroxide,  and 
free  silica  in  varying  proportions.  To  laterite  in  situ  this  state- 
ment appUes  very  closely;  detrital  laterite  is  usually  contaminated 
by  admixtures  of  clay.  Just  as  in  the  formation  of  kaolin,  the  proc- 
ess of  lateritization  may  be  complete  or  partial;  the  typical  product 
appears  only  when  the  alteration  of  the  parent  rock  has  gone  on 
to  the  end.  Then  the  silicates  seem  to  be  completely  broken  down, 
whereas  in  kaolinization  a  stable,  hydrous  silicate  remains.  In  one 
case  we  have  silica  plus  free  hydroxides,  in  the  other  silica  plus  kaolin. 
According  to  E.  C.  J.  Mohr '  lateritic  decomposition  (and  the  forma- 
tion of  bauxite)  occurs  principally  where  there  are  plagioclase  feld- 
spars. Alkali  feldspars  jdeld  mainly  kaolin.  In  this  view  J.  B. 
Harrison,^  who  has  studied  the  laterites  of  British  Guiana,  concurs. 
In  India  laterite  may  be  derived  from  various  rocks,  and  in  some 
cases  its  source  has  been  in  beds  of  volcanic  ash.  According  to  P. 
Lake,'  the  laterite  of  Malabar  is  produced  in  situ  from  gneiss.  M. 
Bauer*  has  described  "granite  laterite"  and  "diorite  laterite"  from 
the  Seychelle  Islands;  in  Surinam,  according  to  G.  C.  Du  Bois,'  its 
usual  parent  is  diabase;  in  the  Hawaiian  Islands  it  is  formed  from 
recent  lavas  .^    There  are  many  analyses  of  laterite,  some  of  them 

1  Verhandl.  OeBell.  Enlkunde,  vol.  16, 1880,  p.  318. 

I  Rept.  Sixth  Internat.  Qeog.  Cong.,  London,  1806,  p.  671. 

•  Bull.  Dept  Agr.,  Indas  Nterlandalses,  No.  28, 1009.    An  earlier  paper  on  laterite  Is  in  No.  17, 1008. 
« QeoL  Mag.,  1010,  pp.  430, 488, 663.    On  laterite  from  diabase,  idem.lOU,  p.  120. 

•  Mem.  Oeol.  Smrey  India,  vol.  24,  pt.  3, 1800,  p.  17.  M.  Maolaien  (Qeol.  Mag.,  1000,  p.  636)  re^vds  tbe 
Indian  laterite  as  formed,  not  directly  in  situ,  but  by  replacement  of  soil  or  decomposed  rock  by  depoetts 
irom  mineralised  solutions.  The  latter  he  attributes  to  subterranean  decomposition  of  sllloates  by  car- 
bonated waters.  A  similar  theory  is  advanced  by  J.  M.  Campbell  CTrans.  Inst.  Min.  Met.,  vol.  10, 1010, 
p.  432),  who  regards  the  hydroxides  of  laterite  as  deposited  from  asoendhig,  minwallawi  waters.  Other 
recent  papers  on  laterite  are  by  J.  R.  Kih^  (Oeol.  Mag.,  1006,  p.  534),  J.  Chautard  (Compt.  Rend.  Soc. 
ind. min.,  April,  1008,  p.  110), Chautard  and  P.  Lemoine(Bull.Soc.iad. min.,  4th ser., vol. 0,1006, p. 305, 
and  Compt.  Rend.,  vol.  146, 1006,  p.  239).  F.  P.  MenneU  (Oeol.  Mag.,  1009,  p.  360)  has  described  laterite 
in  Rhodesia.  J.  M.  Van  Bemmelen  (Zeitschr.  anorg.  Chemie,  vol.  66, 1010,  p.  322)  discusses  laterite  and 
kaolin.    See  also  R.  Lens,  Inaug.  Diss.,  Freiburg,  1006. 

•  Neues  Jahrb.,  1806,  pt  2,  p.  192.    Also  a  later  paper  by  Bauer  in  Nenes  Jahrb.,  Festband,  1007,  p.  33. 
'  Min.  pet.  Mitt.,  voL  22, 1003,  p.  1.    Du  Bob  gives  several  analyses  of  laterite. 

■  W.  MaxweU,  Lavas  and  soils  of  the  Hawaiian  Islands.  C.  Klement  (Min.  pet.  Mitt., vol. 8, 18B6,  p. 20) 
gives  two  analyses  of  laterite  tram  the  Congo  River  In  West  Africa.  Other  important  analyses  are  by 
H.  Arsandaux  (Compt.  Rend.,  vol.  140.  1009,  p.  682,  and  vol.  160, 1010,  p.  1606)  and  A.  Atterberg  (Cen- 
tralbl.  Min.,  Geol.  u.  Pal.,  1000,  p.  361).  In  certain  Indian  laterites  W.  R.  Dunstaa  (Rec  QeoL  Survey 
India,  vol.  37,  pt.  2, 1008,  p.  213)  found  unusual  amoimts  of  TlOi^  np  to  13.76  per  oent. 
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relating  to  samples  of  known  origin,  others  to  detrital  material. 
For  example,  Bauer  gives  these  two  analyses  by  K.  Busz  of  laterite 
from  the  Seychelles: 

Analyses  of  laterite. 


SiOo. 
H3O. 


Granite  lat- 
erite. 


52.06 

29.49 

4.64 

14.40 


100.59 


DIorlte  lat- 
erite. 


3.88 
49.89 
20.11 
25.98 


99.86 


If  from  these  mixtures  we  deduct  the  silica  as  quartz,  the  remainder 
will  approximate  to  the  general  formula  RO^,,  wliich  is  that  of 
gibbsite.  The  water,  however,  is  a  little  too  low,  and  a  careful  reduc- 
tion of  the  data  leads  to  the  supposition  that  the  residual  substance 
is  a  mixture  of  gibbsite,  AlOsHs;  diaspore,  AIO2H,  and  Umonite, 
Fe^HeOg.  In  short,  laterite  is  identical  in  type  with  bauxite,  and 
is  merely  an  iron-rich  variety  of  the  latter.  Between  the  aluminous 
bauxite  and  the  iron  compound  limonite  all  sorts  of  mixtures  may 
occur. 

From  this  point  of  view  the  analyses  of  Indian  laterite  published 
by  H.  and  F.  J.  Warth  *  are  peculiarly  instructive.  A  represents 
gibbsite,  B  a  bauxite,  and  C,  D,  E,  and  F  laterite,  found  in  situ. 

Analyses  of  gibbsite,  baurite,  and  laterite. 


A 

B 

C 

D 

E 

P 

Qiiartz , 

10.52 

.23 

35.38 

34.27 

SiOa 

2.78 
62.80 
.44 
.03 
.20 
.04 
33.74 

0.93 

67.88 

4.09 

3.90 
54.80 
13.75 

0.37 
43.83 
26.61 

0.90 

ALO. 

26.27 

FeoO. 

56.01 

Mgo. : 

.20 

CaO 

.36 

1.04 

26.47 

.35 

.38 

26.82 

.86 

4.45 

23.88 

.40 

.10 

19.00 

.64 

TiO, 

1.59 

H-O 

14.39 

100.03 

100.77 

100.00 

100.00 

100.00 

100.00 

1  Oeol.  Mag.,  1903,  p.  154.  Only  a  selection  from  among  a  large  nmnber  of  analyses  can  be  given  here. 
See  also  H.  Warth,  Mln.  Mag.,  vol.,  13, 1902,  p.  172,  for  a  description  of  Indian  gibbsite,  and  U  L.  Fermor, 
Rec  QeoL  Surv^  India,  yoL  34, 1906,  p.  167,  on  gibbsite  and  mapganiwe  ores  in  laterite. 
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The  following  analyses  (G  to  J)  represent  detrital  laterites: 
Analyses  of  detrital  laterites. 


G 

H 

I 

J 

Quartz 

6.67 
28.77 
15.40 
41.50 
none 
none 
.25 

7.41 

4.53 
50.26 
11.86 
28.99 

none 

none 

.43 

3.93 

39.53 

17.16 

9.58 

28.38 

■'■'"6i" 

5.34 

24.39 

Kaolinite ^. 

20.22 

fAl-O, 

FeoOa 

47.39 

MgO 

trace 

Balance,  identical  with  bauxitej 

CaO 

.38 

TiOo 

.01 

HoO 

7.61 

100.00 

100.00 

100.00 

100.00 

Between  bauxite  and  laterite  there  is  no  dividing  line,  and  the  one 
shades  into  the  other.  The  detrital  laterites  differ  from  those  in 
situ  merely  in  having  taken  up  sand  and  clay  during  their  trans- 
portation from  one  point  to  another.  The  bauxite  itself,  if  we  restrict 
that  term  to  the  dominantly  aluminous  varieties,  is  probably  a  mix- 
ture of  the  two  hydrates,  corresponding  to  gibbsite  and  diaspore,  the 
latter  compound,  however,  hke  the  gibbsite,  being  in  an  amorphous 
condition.  Crystalhzed  gibbsite  or  hydrargillite  is  comparatively 
rare. 

Bauxite,  like  laterite,  occurs  under  a  variety  of  conditions,  which 
suggest  a  dissimilarity  of  origin.  Its  formation  has  been  explained 
in  various  ways,  but  no  one  theory  seems  to  fit  all  cases.*  The  French 
bauxites  are  found  mostly  associated  with  Cretaceous  rocks,*  and  they 
have  been  interpreted  by  several  writers  as  deposits  from  hot  springs 
or  other  thermal  waters.'  S.  Meunier,  for  example,  regards  bauxite 
as  precipitated  alumina  thrown  down  by  the  action  of  calcium  car- 
bonate upon  solutions  of  aluminic  salts.  Hot  waters,  rising  from  con- 
siderable depths,  are  supposed  to  have  dissolved  alumina  from  the 
rocks  and  brought  it  into  the  region  of  Umestones.  The  fact  that 
certain  French  bauxites  rest  upon  corroded  limestones  gives  a  plausi- 
bility to  Meunier's  suggestion.  This  mode  of  occurrence,  however,  is 
not  general. 

1  See  T.  L.  Wataon,  Bull.  No.  11,  Geol.  Survey  Georgia,  1904,  for  a  good  euimnary  of  the  literature  of 
bauxite,  and  a  bibliography. 

s  See  H.  Coquand,  Bull.  8oc.  g^ol.  France,  2d  ser.,  vol.  28, 1870,  p.  08.  Aug^,  idem,  3d  ser.,  vol.  16, 1880, 
p.  345.  F.  Laur,  Trans.  Am.  Inst.  Mln.  £ng.,  vol.  24, 1894,  p.  234.  For  a  later  paper  by  Laur  see  Compt. 
Rend.  Soc.  Ind.  mln.,  1008,  p.  430.  On  the  composition  of  bauxite  see  H.  Amndaux,  Compt.  Rend.,  to1« 
148, 1909,  pp.  037, 1115. 

a  See  Coquand  and  Augd,  as  Just  cited;  also  S.  Heunier,  Compt.  Rend.,  vol.  06, 1883,  p.  1737;  Bull.  See. 
gtol.  France,  3d  ser.,  vol.  17, 1888,  p.  64.  Aug^  argues  from  an  erroneous  datum  relative  to  supposed  bauxite 
formed  by  geysers  in  the  Yellowstone  National  Park.  F .  Parmentier  (Compt.  Rend.,  vol.  U5, 1802,  p.  12S) 
has  called  attention  to  the  occurrence  of  alimiina  in  mineral  waters 
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In  several  German  localities  bauxite  is  found,  like  laterite,  as  a 
direct  residue  from  the  decomposition  of  basalt.*  The  bauxite  in 
some  cases  shows  the  structure  of  the  original  rock.  Aug6  '  observed 
bauxite  at  one  locality  in  Auvergne  resting  on  gneiss  and  partly  over- 
laid by  basalt.  In  Ireland  G.  A.  J.  Cole'  has  described  bauxite 
which  was  apparently  derived  from  rhyolite  or  l*hyoUtic  ash,  and  one 
decomposing  rhyolite  was  found  to  contain  a  considerable  proportion 
of  alumina  soluble  in  hot  sulphuric  acid.  Cole  supposes  that  the 
lavas  were  £xst  attacked  by  acid  vapors  and  that  the  alumina  so  dis- 
solved was  precipitated  by  waters  containing  alkaline  carbonates. 
G.  H.  Einahan,^  however,  describing  other  Irish  locaUties  where  the 
bauxite  is  associated  with  iron  ores,  suggests  that  the  mineral  was 
formed  by  the  leaching  action  of  organic  matter,  derived  from  super- 
incumbent peat,  upon  ferruginous  clays. 

In  the  United  States  the  chief  deposits  of  bauxite  are  found  in 
Georgia,  Alabama,  and  Arkansas.  The  Georgia-Alabama  field  has 
been  principally  described  by  J.  W.  Spencer,*  H.  McCalley,*  C.  W. 
Hayes,^  and  T.  L.  Watson.*  Spencer  regards  the  bauxite  as  a  deposit 
from  lagoons,  and  calls  attention  to  its  evidently  common  genesis 
with  ores  of  manganese  and  iron.  Under  this  interpretation,  which 
has  not  been  generally  accepted,  bauxite  becomes  the  aluminous 
equivalent  of  bog  iron  ore.  Hayes  notes  its  association  with  gibbsite, 
halloysite,  and  kaolin,  and  attributes  its  formation  to  heated  ascend- 
ing waters,  which  have  decomposed  pyrite  in  the  underlying  shales. 
Aluminous  solutions  were  thus  brought  to  the  surface,  to  be  precipi- 
tated by  carbonate  of  lime.  A  similar  intervention  of  sulphates  has 
been  suggested  by  A.  Liebrich*  and  others.  The  occurrence  of 
bauxite  in  immedi^'te  association  with  alunogen  on  the  upper  Gila 
River,  in  New  Mexico,  as  reported  by  W.  P.  Blake,*®  gives  added 
emphasis  to  this  suggestion.  The  alteration  of  rhyolite  to  a  quartz- 
alunite  and  a  quartz-diaspore  rock  in  the  Rosita  Hills,  Colorado, 

1  See  A.  Streng,  Zeltschr.  Deutach.  geol.  Gesell.,  vol.  39, 1887,  p.  621.  A.  Liebiich,  Inaug.  Diss.,  Zurich, 
1801.  T.  Petersen,  Ber.  XXVI.  Vers.  Oberrhein.  geol.  Vereina,  1893,  p.  38.  J.  Lang,  Ber.  Deutach.  chem. 
GeseU.,  vol.  17, 1884,  p.  2802.  R .  Delkeskamp,  Zeitschr.  prakt.  Geologie,  1904,  p.  306.  K5brich,  idem,  1905, 
p.  23.  H.  MOnater,  Inaug.  Dlaa.,  Qleasen,  1905,  on  laterlte-bauxlte  depoaita  In  the  Vogelagebirge.  On 
Hungarian  bauxite,  aee  J.  yon  Szddecsky,  Fdldt.  KOsl.,  vol.  35, 1905,  p.  247,  and  R.  Lachmann,  Zeitschr. 
prakt.  Geotogie,  1008,  p.  353. 

«  Loc.  cit. 

s  Trans.  Roy.  Dublin  Soc.,  2d  aer.,  vol.  6, 1896,  p.  105. 

•  Trana.  Manchester  Geol.  Soc.,  vol.  22, 1894,p.458.  Inthesamevolume,p.524,analyaeaof  Iriahbauzitea 
by  W.  Peile  are  given,  and  there  ia  atill  another  paper  on  the  subject  by  G*  G.  Blackwell,  p.  525.  The 
analyses  show  large  admixtures  of  titanic  oxide  in  the  bauxite. 

•  Geol.  Survey  Georgia,  The  Paiseozolc  group,  1893,  p.  214. 

•  Geol.  Survey  Alabama,  pt.  2, 1897. 

'  Sixteenth  Ann.  Rept.  U.  S.  Geol.  Survey,  pt.  3, 1895,  p.  547.  See  also  Trana.  Am.  Inst.  MIn.  Eng., 
1894,  p.  243. 

•  BuU.  No.  11,  Geol.  Survey  Georgia,  1904. 

•  Zeitschr.  prakt.  Geologie,  1897,  p.  212. 

M  Trana.  Am.  Inst.  Mfai.  Eng.,  vol.  24, 1894,  p.  578. 
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described  by  W.  Cross,^  may  also  have  some  bearing  upon  the  prob- 
lem. As  for  the  Georgia-Alabama  bauxite,  its  composition,  as  shown 
by  many  analyses,  approximates  to  that  of  gibbsite.'  The  latter 
species,  it  may  be  observed,  was  prepared  synthetically  by  A.  De 
Schulten,'  by  passing  a  current  of  carbon  dioxide  through  a  hot  alka- 
line solution  of  aluminum  hydroxide.  Distinct  crystals  of  gibbsite 
were  thus  obtained. 

The  bauxite  of  Arkansas  has  been  studied  by  J.  F.  Williams,^  J.  C. 
Branner,'  and  C.  W.  Hayes."  According  to  all  of  these  observers,  it 
is  found  in  Tertiary  areas  near  eruptive  syenites,  and  there  are  no 
limestones  in  its  neighborhood.  Hayes  describes  two  varieties  of  the 
bauxite;  one,  granitic  in  character,  shows  the  structure  of  the  sye- 
nite from  which  it  was  probably  derived;  the  other  form  is  pisolitic 
and  may  be  a  secondary  generation.  At  some  points,  according  to 
Branner,  the  bauxite  contains  so  much  iron  that  attempts  have  been 
made  to  work  it  as  an  iron  ore.  The  granitic  bauxite  seems  to  repre- 
sent a  decomposition  of  the  syenite  in  place;  the  pisolitic  variety  was 
perhaps  precipitated  from  solution.  All  three  authorities  agree  in 
tracing  the  origin  of  the  bauxite  to  the  action  of  waters,  which  Hayes 
thinks  were  strongly  saline  or  alkaline,  upon  the  heated  syenites; 
but  they  differ  as  regards  the  details  of  the  process.  One  of  the 
Arkansas  deposits  is  near  Fourche  Mountain,  and  it  is  interesting  to 
recall  the  fact  that  that  is  a  locality  for  elaeoHte  syenite.  Both 
gibbsite  and  diaspore  are  known  as  decomposition  products  of  elsBo- 
lite  and  sodalite,'  and  it  is  conceivable  that  the  two  last-named  spe- 
cies may  have  been  the  parents  of  the  bauxite  here.  Like  the  Georgia 
bauxite,  the  Arkansas  mineral  approximates  to  gibbsite  in  compo- 
sition.   It  also  contains  notable  amounts  of  titanium. 

Although  many  writers  have  regarded  bauxite  as  a  distinct  mineral 
species,  having  the  empirical  formula  Al20,.2H30,  few  samples  of 
it  have  exactly  that  composition.  It  is  usually  intermediate  between 
diaspore,  AlaOj-H^O,   and  gibbsite,  AljOj.SHjO;  but  is  sometimes 

1  Seventeenth  Ann.  Kept.  U.  8.  Oeol.  Surrey,  pt.  2, 1896,  p.  314.  A  qoartMaunlte  rock  in  CaUfornla  hag 
been  described  by  H.  W.  Turner,  Am.  Jour.  ScL,  4th  ser.,  vol.  5, 1908,  p.  424.  The  same  mixture  of  min- 
erals is  found  in  the  mines  of  QoldJleld,  Nevada,  aooording  to  F.  L.  Ransome,  Boon.  GeoL,  vol.  2, 1907,  p. 
673.    Ransome  also  reports  intergrowths  of  alunite  and  diaspore. 

*  See  W.  B.  Phillips  and  D.  Hancock,  Jour.  Am.  Chem.  Soc.,  vol.  20, 1898,  p.  200.  Admixtures  of  kaolin. 
haUoysite,  and  sand  were  noted.  See  also  Watson's  bulletin,  loc.  oit,  and  A.  E.  Hunt,  Trans.  Am.  Inst 
Min.  £ng.,  vol.  24, 1894,  p.  855.  Titanic  oxide  Is  almost  bivariably  present.  In  some  cases  reaching  as  high 
as  9.80  per  cent.  It  also  appears  in  the  foreign  bauxites  already  mentioned,  and  in  the  Italian  bauxites 
described  by  C.  FormentI,  Oasz.  ohhn.  ital.,  vol.  32,  pt.  1, 1902,  p.  453.  On  Italian  bauxites  see  G.  AidiJno, 
La  bauxite,  Torino,  1902.    Reprint  from  Rassegna  mineraria,  vol.  15. 

•  BuU.  Soc.  mhi.,  vol  19, 1896,  p.  157. 

« Ann.  Rept.  Geol.  Survey  Arkansas,  vol.  2, 1890,  p.  124. 

*  Jour.  Geology,  vol.  5, 1897,  p.  263.  This  review  contains  a  bibliography  of  bauxite,  and  references  to 
earlier  papers  by  Branner. 

•  Twenty-Unt  Ann.  Rept.  U.  S.  GeoL  Survey,  pt.  3, 1901,  p.  435. 

T  See  B.  J.  Thugutt,  Neues  Jahrb.,  Bell.  Bd.  9, 1895,  p.  609.  Also  W.  C.  BrOgger,  ZeitaOhr.  Kryst.  Min., 
VOL  16, 1880,  p.  50. 
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near  one  and  sometimes  near  the  other.  It  seems,  in  fact,  to  be  a 
mixture  of  the  two  hydrates,  but  in  an  amorphous  condition.^  When 
solutions  of  sodium  aluminate  are  decomposed  bj  carbon  dioxide, 
only  the  trihydrate  is  thrown  down,  at  least  so  far  as  crystalline 
products  have  been  observed.*  The  ordinary,  precipitated,  gelat- 
inous hydroxide  has  the  same  composition,  according  to  E.  T. 
Allen;*  but  at  100^  it  loses  water  and  becomes  a  dihydrate.  The 
latter,  in  moist  air,  regains  water  readily — an  order  of  change  which 
renders  its  occurrence  on  a  large  scale  as  a  natural  mineral  highly 
improbable.  Even  if  a  dihydrate  were  formed,  it  would  speedily  be 
altered  into  something  more  nearly  resembling  gibbsite.  In  the  col- 
loidal form,  the  trihydrate  often  contains  large  quantities  of  entangled 
water,  a  fact  which  accounts  for  many  discordant  observations. 
According  to  J.  M.  van  Bemmelen  *  this  form  can  pass  over  into  the 
crystalline  modification  and  the  latter  in  tiun  may  become  amorphous. 
The  colloidal  variety  dissolves  to  a  greater  or  less  extent  in  water, 
but  is  readily  precipitated  from  its  very  unstable  solutions.  Pre- 
cipitated aliunina  often  contains  appreciable  quantities  of  carbonates, 
but  whether  they  are  chemically  combined  or  not  is  very  uncertain. 
The  basic  carbonates  of  aluminum  described  by  various  authors  are 
substances  of  doubtful  character,  and  it  is  therefore  not  desirable  to 
invoke  their  aid  in  the  interpretation  of  geological  phenomena.  This 
statement,  however,  needs  qualification.  One  basic  carbonate  of  alu- 
minum  and  sodium,  the  rare  mineral  dawsonite,  is  known  to  exist; 
but  its  genesis  is  undetermined.  Although  rare  as  a  recognizable  sub- 
stance, it  may  be  common  as  a  diffused  ingredient  of  soils;  but  this 
is  only  a  possibility.  There  is  no  evidence  upon  which  to  base  the 
supposition.  Free  aJiunina,  or  its  hydrate,  is  found  in  soils,  espe- 
cially in  the  Tropics.  T.  Schlosing,'  on  comparing  French  soils  with 
soils  from  Madagascar,  found  the  latter  to  contain  much  free  alu- 
mina, while  in  France  there  appeared  to  be  chiefly,  if  not  exclusively, 
silicates.  Similar  observations  were  made  by  J.  M.  van  Bemmelen  * 
on  volcanic  soils  from  Java  and  Sumatra,  in  which  free  hydroxides 
of  iron  and  aluimnum  are  abundant;  and  W.  Maxwell's  study  of 
Hawaiian  soils  ^  leads  to  the  same  conclusions.  In  these  cases  the 
bauxite  or  laterite  substance  is  diffused  instead  of  being  concentrated. 

>  On  the  hydration  of  bauxite,  see  also  H.  Lienau,  Chem.  Zeitung,  1906,  p.  1280;  and  T.  H.  Holland,  Rec. 
Oeol.  Surrey  India,  yoL  82, 1006,  p.  176.  Holland  gives  analyses,  and  in  one  of  them  the  TiO«  leachci  12^ 
percent. 

*  See  De  Schulten,  already  cited.  Also  F.  Russ,  Zeitschr.  tanorg.  Chemie,  vol.  41, 1904,  p.  216,  for  recent 
ezperlmentB  and  a  summary  of  the  work  done  by  eaiUer  Investigatais. 

a  Chem.  News,  vol.  82, 1900,  p.  76,  On  this  subject  there  is  a  volumhious  literature,  and  the  published 
data  are  very  discordant. 

*  Rec.  tray,  chim.,  yol.  7, 1888,  p.  76.    Zeitachr.  anorg.  Chemie,  vol.  18, 1896,  p.  132. 

•  Compt  Rend.,  vol.  132, 1901,  p.  1203.  According  to  K.  Olinka  (Zeitschr.  Kryst.  Min.,  yd.  32, 1900, 
p.  79),  kaolin  oonunonly  oonfJilTis  admixtures  of  aluminum  hydroxide,  sometimes  as  diaspore,  sometimes 
apparently  bauxite. 

•  Zeitschr.  anorg.  Chemie,  yd.  42, 1904,  p.  266. 
V  lavas  and  soils  of  the  Hawaiian  Islands. 
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It  is  therefore  less  easily  recognized;  but  its  nature  is  the  same  as  if 
it  were  assembled  or  segregated  in  distinct  beds. 

Taking  all  of  the  evidence  into  account,  it  seems  clear  that  bauxite 
may  be  formed  by  more  than  one  process.  It  occurs  in  place,  like 
laterite,  as  a  residue  from  the  decomposition  of  rocks;  it  is  found 
also,  apparently,  as  a  precipitate,  and  sometimes,  like  any  other  prod- 
uct of  disintegration,  it  is  in  beds  which  represent  transported  mate- 
rial. In  the  last  instance  it  is  contaminated  by  mixture  with  sand 
and  clay.  Even  in  its  residual  or  primary  occurrence,  its  impuri- 
ties are  significant,  for  they  show  a  concentration  of  the  insoluble 
portions  of  the  original  rock.  The  titanium,  for  example,  which 
was  first  observed  in  bauxite  by  H.  Sainte-Claire  Deville,*  is  such 
a  product  of  concentration;  and  it  is  foimd,  not  only  in  bauxite,  but 
in  nearly  all  residual  clays. 

The  processes  by  which  aluminous  silicates  are  transformed  into 
hydroxides  have  not  been  determined  with  certainty.  We  have  only 
probabilities  to  guide  us.  It  is  most  likely  that  in  many  cases  the 
formation  of  acid  solutions  by  oxidation  of  pyrite  is  the  first  step 
in  the  alteration;  they  dissolve  alumina  from  the  rocks  to  yield  it 
up  again  upon  mixture  with  alkaline  solutions  or  solutions  of  cal- 
cium carbonate.  In  the  latter  case  gypsum  would  also  be  formed 
and  then  leached  away.  The  precipitation  might  occur  in  place, 
almost  contemporaneously  with  the  formation  of  the  aluminous  solu- 
tions, or  the  dissolved  matter  could  be  carried  some  distance  before 
deposition.  Since  colloidal  alumina  is  soluble  in  water,  it  might 
be  transported  to  a  considerable  distance  before  coagulation  occurred. 
The  solution  of  alumina  from  the  rock-forming  silicates  would  of 
course  be  accompanied  by  a  liberation  of  silica  in  a  colloidal  or 
finely  divided  form,  which  could  dissolve  readily  in  the  alkaline 
matter  of  the  ground  waters,  and  so  be  removed.  In  volcanic 
regions,  of  course,  as  in  Java,  Sumatra,  and  Hawaii,  the  acid  ema- 
nations from  volcanoes  doubtless  play  an  important  part  in  the  decom- 
position of  the  silicates  and  the  solution  of  alumina. 

The  agency  of  thermal  and  atmospheric  waters,  separately  or  con- 
jointly, must  also  be  considered  with  reference  to  the  formation  of 
bauxite.  E.  Kaiser,^  studying  the  alteration  of  German  basalts, 
supposes  that  carbonated  waters  first  transform  the  aluminous  sili- 
cates into  hydrous  compounds,  from  which,  by  alkaline  solutions,  the 
alumina  is  thrown  down;  that  is,  the  process  consists  of  two  stages, 
an  intermediate  hydrated  silicate  being  first  formed.  Kaolinite 
is  such  a  silicate,  but  it  is  insoluble,  and  the  change  ends  with  its 

1  Annales  ohim.  phys.,  dd  aer.,  vol.  61,  1861,  p.  309.  Deville  also  found  vanadiom  in  bauxite.  See  abo 
the  refBrenoes  to  analyses  of  bauxite  previously  cited.  The  almost  universal  distribution  of  titanium  in 
days  seems  to  have  been  first  noted  by  E.  Riley,  Jour.  Chem.  Soc.,  vol.  15, 1862,  p.  311,  and  vol.  16, 1868, 
p.  387.    See  also  F.  P.  Dunnington,  Am.  Jour.  Sci. ,  3d  ser. ,  voL  42, 1881,  p.  49L 

t  Zeitschr.  Deutscb.  gdtiL  OeseU.,  vol.  56,  Monatsb.,  1004,  p.  17. 
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formation.  Possibly  halloysite,  which  has  the  composition  of 
kaolinite  plus  water^  but  which  is  decomposed  by  acids,  is  such  an 
intermediate  compound.  The  association  of  halloysite  with  the 
Georgia  bauxite  is  suggestive  of  this  possibility;  but  alternatives, 
such  as  the  formation  of  zeoUtes,  must  also  be  taken  into  account. 
Any  relatively  soluble  or  unstable  sihcate  of  aluminum  ^  would  ful- 
fill the  conditions  required  by  Kaiser's  hypothesis.  The  latter  has 
value  only  as  a  suggestion,  and  it  remains  to  be  seen  whether  it  is 
possible  to  trace  the  transformation  of  an  igneous  rock  into  bauxite 
through  all  of  its  stages.     So  far,  that  has  not  beeii  done. 

By  dehydration,  bauxite  passes  into  emery.  Emery,  therefore, 
may  be  regarded  as  the  metamorphic  equivalent  of  bauxite.^ 

ABSORPTION. 

In  any  study  of  the  phenomena  attending  rock  decomposition  it  is 
important  to  note  that  the  leached  products  can  regain  some  of  the 
substances  which  they  have  lost.  Clays,  soils,  and  other  finely  divided 
mineral  matter  can  extract  acids,  bases,  and  salts  from  percolating 
solutions  and  in  doing  so  they  act  selectively.  As  a  rule  a  soil  will 
take  up  potash  more  readily  than  lime,  magnesia,  or  soda,  and  retain 
it  tenaciously.  This  absorption  of  potassium  compounds  was  long 
ago  observed  by  J.  T.  Way,*  and  the  phenomenon  has  since  been 
studied  by  many  observers.  R.  Warington  *  found  that  hydroxides 
of  iron  and  aluminum,  and  preferably  the  former,  were  especially 
active  as  absorbents,  and  most  so  in  presence  of  calcium  carbonate. 
That  is,  the  last-named  compound  converted  other  alkaline  salts  into 
carbonates,  which  were  more  easily  absorbed.  J.  Lemberg's  papers* 
upon  the  alteration  of  silicates  are  rich  in  data  illustrating  the  reac- 
tions which  occur  during  absorption.  The  cases  studied  by  Lem- 
berg  are  of  the  nature  of  double  decompositions,  in  which  a  silicate 
loses  one  base  to  a  solution  only  to  take  up  another.  The  recent 
investigations  by  M.  Dittrich*  relate  to  changes  of  the  same  order. 
Saline  solutions  were  made  to  act  upon  decomposed  rocks  and  their 
changes  in  composition  were  observed. 

1  It  is  possible  that  some  of  the  supposed  hydrous  silicates  of  aluminum  which  have  been  described  are 
merely  mixtures  of  colloidal  silica  and  colloidal  alumina.  This  is  clahned  by  H.  Stremme,  Centralbl. 
Min.,  Oeol.  u.  Pal.,  1908,  p.  661,  and  1911,  p.  197,  in  the  cases  of  allophane,  halloysite,  and  montmorillonite. 
Their  definiteness  as  compounds,  on  the  other  hand,  is  affirmed  by  S.  J.  Thugutt,  idem,  1911,  p.  97.  Sev- 
eral of  these  minerals  have  been  studied  physically  by  E.  I^wenstein,  Zeitschr.  anorg.  Chemie,  vol.  63, 
1900,  p.  69,  whose  expertanents  are  favorable  to  their  integrity. 

•See  A.  Llebrlch,  Zeitschr.  prakt.  Oeologie,  1895,  p.  275. 

•  Jour.  Roy.  Agr.  Soc.  England,  vol.  11, 1850,  p.  813;  vol.  13,  1852>  p.  123. 

•  Jour.  Chcm.  Soc.,  vol.  21, 1868,  p.  1. 

•  See  especially  the  memoir  in  Zeitschr.  Deutsch.  geol.  Oesell.,  vol.  28,  1S76,  p.  519. 

« Hitth.  Or.  Badlsch.  geol.  Landesanstalt,  vol.  4, 1903,  p.  339;  Zeitschr.  anorg.  Chemie, vol.47, 1906,  p.  151. 
The  two  papers  cover  the  same  ground  In  inrt,  but  are  not  absolutely  identical.  A  later  paper  by  Dittrich 
is  In  Mitth.  Bad.  Landesanstalt,  vol.  5, 1907,  p.  1.  See  also  J.  Dumont,  Compt.  Rend.,  vol.  142, 1906,  p.  345, 
on  the  decomposition  of  potassium  carbonate  by  clay,  etc.,  and  O.  Schreiner  and  O.  H.  Failyer,  Bull.  Bur. 
Soils,  No.  32,  U.  S.  Dnpt.  Agr.,  1906,  on  the  absorption  of  phosphoric  acid  and  potash  by  soils.  BulL 
No.  52, 1908,  of  the  same  Bureau,  by  H.  E.  Patten  and  W.  H.  Waggaman,  is  a  general  discussion  of  absorp- 
tion by  soils,  with  many  references  to  literature. 


Digitized  by  VnOOQ IC 


478  THE  DATA  OF  QE0CHEMI8TBY. 

Double  decomposition,  however,  is  not  the  only  process  to  be  con- 
sidered in  this  connection.  Waxington's  experiments  point  directly 
to  an  absorption  by  colloids,  namely,  the  colloidal  hydroxides  of  iron 
and  alumina.  According  to  J.  M.  van  Bemmelen,^  those '  ^hydrogels," 
as  they  are  called,  together  with  similar  hydrogels  of  manganese  and 
copper  oxides,  show  a  marked  absorptive  power  for  salts  of  the  alkar 
lies  and  alkaline  earths.  There  are  also  colloidal  complexes  of  ferric 
and  aluminic  siUcates,  and  of  humus,  which  act  in  the  same  way. 
These  substances  act,  first,  as  absorbents,  in  some  manner  which  is  not 
clearly  understood;  and  the  salts  which  they  take  up  can  react  later 
with  various  saline  solutions  by  double  decomposition.  When  the 
colloids  pass  over  into  crystalline  substances,  they  lose  in  great  meas- 
ure their  absorptive  capacity.  It  has  also  been  shown  by  Van  Bem- 
melen'  that  plastic  clays  have  the  greatest  efficiency  as  absorbents  of 
water,  nonplastic  clays  being  inferior  in  this  respect.  It  is  now  gen- 
erally believed  that  the  plasticity  of  a  clay  is  due  to  the  colloid  sub- 
stances which  it  happens  to  contain.  This  supposition  was  clearly 
stated  by  T.  Schlosing '  as  long  ago  as  1888,  and  advocated  later  by 
P.  Rohland.*  It  has  recently  been  developed  more  fully  by  A.  S, 
Cushman,^  whose  experiments  upon  the  binding  power  of  road-making 
materials  are  apparently  conclusive.* 

SAND. 

The  complete  disintegration  of  a  rock  is  commonly  followed  by  a 
removal  of  the  fragmentary  material  from  its  original  site.  The 
transported  products  are  much  more  abundant  than  the  sedentary. 
This  transportation  may  be  effected  in  various  ways — by  flowing 
streams,  by  glacial  ice,  or  by  winds — and  it  is  accompanied  to  a  cer- 
tain extent  by  a  separation  of  the  rock  residues  into  substances  of 
different  kinds.  A  stream  deposits  its  load  first  as  coarse  gravel, 
then  as  sand,  and  finally,  often  with  extreme  slowness,  as  silt  or  clay. 
The  gravel  consists  merely  of  fragments,  more  or  less  rounded,  of 
the  original  rock  or  of  its  larger  inclusions.  The  sand  contains  finer 
particles  of  undecomposed  minerals,  with  quartz  usually  predomi- 
nating. The  silt  is  composed  largely  of  decomposition  products,  such 
as  kaolinite,  hydroxides  of  iron  or  aluminum,  and  the  like.  These 
substances  shade  into  one  another,  and  their  exact  nature  in  any 

1  Zeitaohr.  anorg.  Chemle,  toI.  23, 1900,  p.  321.  See  especially  pp.  358  and  364.  An  earlier  paper  by  Van 
Bemmelen  In  Landw.  Versuchs-Stationen  (Berlin),  vol.  21,  p.  135,  should  alao  be  noted. 

*  Zeitschr.  anorg.  Chemle,  vol.  42, 1904,  p.  314. 

a  Chimle  agricole,  in  Fremy's  Encyclop6die  chimique,  p.  67. 

*  Zeitschr.  anorg.  Chemle,  vol.  41, 1904, 325. 

•  Balls.  No.  So,  1904,  and  No.  92, 1906,  Bur.  Chemistzy,  U.  S.  Dept.  Agr.,  and  Trans.  Am.  Ceramio  Boot, 
vol.  6, 1904.    Cushman  cites  several  other  authorities  than  those  mentioned  here. 

•  See  also  F.  E.  Qrout,  Jour.  Am.  Chem.  Soc.,  vol.  27,  1905,  p.  1087.  Qrout  admits  that  ooUoids  may 
assist  in  producing  plasticity,  but  thinks  that " molecular  attraction"  is  a  more  important  caose.  A  paper 
by  R.  Lucas  on  the  physical  properties  of  clays  appeared  in  CentralbL  Min.,  QeoL  u.  PaL,  1906,  p.  83, 


Digitized  by  VnOOQ IC 


THE  DECOMPOSITION  OP  BOCKS.  479 

specific  case  will  depend  upon  the  thoroughness  with  which  the  pn- 
marj  decomposition  was  effected  and  upon  mechanical  factors  such 
as  the  velocity  of  the  stream. 

The  term  "sand"  is  vaguely  employed  to  denote  very  different 
substances.  Volcanic  sand,  for  example,  is  finely  divided  lava  or 
lava  spray;  coral  or  shell  sand  is  made  up  of  broken  corals  and 
shells,  and  so  on.  Even  if  we  restrict  the  use  of  the  word,  for  present 
purposes,  to  the  granular  products  of  rock  decomposition  we  shall 
find  that  we  have  many  dissimilar  bodies  to  deal  with.  Quartz  and 
feldspar  are  the  commonest  minerals  in  the  rocks;  hence  quartz  and 
feldspar  fragments  are  the  chief  constituents  of  river  sands.  But 
the  feldspars  are  largely  decomposed,  and  therefore  the  sands  repre- 
sent most  frequently  a  concentration  of  the  more  stable  quartz. 
Sands  also  contain  the  other  rock-forming  minerals,  and  these  may  be 
either  disseminated  throughout  the  larger  deposits  or  segregated  be- 
hind bars  or  in  hollows  by  the  action  of  gravity.  The  black  sands 
of  many  well-known  locaUties  represent  concentrations  of  heavy  and 
slightly  alterable  minerals,  such  as  magnetite,  ihnenite,  chromite,  etc. 
The  gem  gravels  of  Ceylon,  the  monazite  sands  of  North  Carolina 
and  Brazil,  and  similar  segr^ations  of  tinstone  all  serve  as  illustra- 
tions of  the  way  in  which  the  heavier  minerals  of  an  eroded  region 
may  be  concentrated  at  favorable  points.  The  accumulations  of  gold, 
platinum,  or  iridosmine  in  placer  deposits  are  other  examples  of  this 
mechanical  sorting.  It  is  merely  a  separation  of  heavy  from  light 
minerals,  the  stable  .from  the  unstable,  and  the  coarse  from  the  fine. 

There  have  been  many  examinations  of  sands  from  a  mineralogical 
standpoint,  and  the  fact  that  they  contain  a  large  number  of  mineral 
species  is  well  established.  The  Bagshot  sands  near  London  contain, 
according  to  A.  B.  Dick,*  about  75  per  cent  of  quartz,  20  of  feldspar, 
and  small  but  determinable  proportions  of  magnetic  grains,  zircon, 
rutile,  and  toiumaUne.  In  river  sands  from  the  Mesvrin,  near  Autun, 
France,  A.  Michel  L6vy'  found  magnetite,  zircon,  olivine,  garnet, 
sphene,  chromite,  tourmaline,  and  corundum.  J.  Thoulet '  examined 
desert  sand  from  the  Algerian  Sahara  which  consisted  of  89.46  per 
cent  of  quartz  and  9.47  of  feldspar,  with  minute  quantities  of  mag- 
netite, chromite,  garnet,  oUvine,  amphibole,  pyroxenes,  calcium  car- 
bonate, sodium  and  potassium  chlorides,  and  clay.  In  a  glacial  sand 
from  the  Tyrol,  H.  Wichmann  *  discovered  quartz,  orthoclase,  micas, 
chlorite,  epidote,  hornblende,  actinolite,  garnet,  zircon,  rutile,  tour- 
maline, hematite,  and  altered  pyrite.     J.  A.  Phillips  *  found  the  red 

1  Geology  of  Londoii,  voL  1, 1880»  p.  £33;  Natiue,  voL  36, 1887,  p.  91. 

•  BalL  Soo.  min.,  toI.  1, 1878,  p.  39. 

•  Idem,  VOL  4, 1881,  p.  282. 

4  Min.  pet.  Mitt.,  vol.  7, 1886,  p.  462.    The  Itet  of  mlneiBls  found  by  W.  M.  HatchJngs  (Oeol.  ICag.,  1894, 
p.  300)  In  English  lake  lediments  is  very  similar  to  this. 

•  Qliart  Jour.  GeoL  Soc,  vol.  38, 1882,  p.  110. 
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sands  of  the  Arabian  Desert  to  consist  essentially  of  quartz  grains 
coated  with  oxide  of  iron.  After  washing  with  hydrochloric  add  the 
grains  contained  98.53  per  cent  of  sihca.  Probably  the  most  elab- 
orate investigation  of  this  general  kind  is  that  by  J.  W.  Retgers  ^  on 
the  dune  sands  of  Holland.  In  these  the  principal  minerals  are  quartz, 
garnet,  augite,  hornblende,  tourmaline,  epidote,  staurolite,  rutile, 
zircon,  magnetite,  ilmenite,  orthoclase,  calcite,  and  apatite.  Subor- 
dinate species  are  plagioclase,  microcUne,  ioUte,  titanite,  sillimanite, 
oUvine,  kyanite,  corundum,  and  spinel.  The  quartz,  however,  formed 
90  to  95  per  cent  of  the  mixture.  A  beach  sand  from  Pensacola, 
Florida,  analyzed  by  G.  Steiger  in  the  laboratory  of  the  United  States 
Geological  Survey,  contained  99.65  per  cent  of  SiO,.  Many  sea  and 
river  sands  consist  of  nearly  pure  quartz,  pure  enough  to  be  used  in 
glass  making.  The  following  analyses,  by  W.  Mackie,^  represent  sands 
of  diverse  origin  from  various  points  in  Scotland. 

Analyses  of  sands, 
A,  B.  Glacial  sands. 

C.  Average  of  five  river  sands. 

D.  Sea  sand. 

E.  Sea  sand  derived  from  subsilldc  igneous  rocks. 

F.  Blown  sand. 
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2.74 

1.30 

.60 

4.55 
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98.43 

100.56 

100.01 

100.43 

99.64 

100.42 

SILT. 

Between  sand  and  silt  the  difference  is  partly  one  of  kind  and 
partly  one  of  degree.  Silt  consists  of  the  finer  particles  of  rock  sub- 
stance, which,  by  virtue  of  their  lightness,  are  carried  farthest  by 
streams.     This  difference  is  mechanical.     On  the  chemical  side  sand 

>  Neues  Jahrb.,  1886,  vol.  1,  p.  16;  Rec.  trav.  chtm.,  vol.  11, 1892,  p.  160. 

>  Trans.  Edinburgh  Qeol.  Soc.,  vol.  8, 1901,  p.  60.  On  the  znineraloglcal  examination  of  sands  see  abo 
C.  H.  Wanen,  Technology  Quart.,  vol.  10,  1906,  p.  317.  For  analyses  of  American  glass  sands  see  BnU. 
U.  8.  Oeol.  Survey  No.  315, 1907,  pp.  376,  382.  A  sand  rich  In  fluorite  is  found  at  St.  Ives  Bay,  CocnwalL 
See  T.  Crook  and  0.  M.  Davies,  Oeol.  Mag.,  1909,  p.  120.  On  the  composition  of  soil  paiUdes  see  G.  H. 
Fallyer,  J.  O.  Smith,  and  H.  R.  Wade,  Bull.  Bur.  Soils,  No.  64,  U.  S.  Dept  Agr.,  IOCS.  On  criteria  for 
the  reoognitlon  of  diilerent  types  of  sand  grains  see  W.  H.  Shener,  Bull.  Oeol.  Soc.  America,  voL  21, 1910, 
p.  626. 
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and  silt  differ  in  composition,  but  not  radically.  In  sand  quartz  is 
the  principal  mineral;  m  silt  the  hydroxides  and  hydrous  silicates 
predominate.  Neither  product  is  quite  free  from  the  other,  but  the 
distinction  holds  good  in  the  main.  The  separation  of  quartz  from 
clay  is  rarely  quite  complete,  but  is  often  approximately  so. 

Analyses  of  river  silt  or  mud  are  not  very  numerous,  nor  are  they 
always  comparable.  Some  samples  were  analyzed  after  drying  at 
100^;  others  were  air  dried.  Furthermore,  silts  represent  blended 
material,  gathered  by  a  river  from  various  sources,  and  derived  from 
very  dissimilar  rocks.  Mississippi  silt,  for  instance,  if  collected  near 
New  Orleans,  will  be  made  up  of  contributions  from  various  tribu- 
taries of  the  river,  and  these  may  be  quite  unlike.  A  region  rich  in 
femic  rocks  will  yield  sediments  rich  in  iron,  while  an  area  of  granite 
will  give  aluminous  residues.  Silts,  therefore,  are  by  no  means  \mi- 
form  in  character,  although  they  have  a  general  family  resemblance. 
The  following  analyses  are  enough  to  show  the  more  obvious  differ- 
ences and  similarities: 

Analyses  of  gUts. 

A.  Rhine  silt,  from  the  delta  in  the  Lake  of  Constance.  Analysis  by  0.  Biscbof,  Lehrbuch  der 
chemlschen  iind  physikalischen  Geidogie,  2d  ed.,  vol.  1,  p.  498.  Bischof  gives  other  data  also  concerning 
Rhine  deposits. 

B.  Danube  silt,  at  Vienna.    Analysis  by  Bischof,  op.  cit.,  512. 

C.  Vistula  silt,  at  Culm.    Analysis  by  Bischof,  op.  cit.,  p.  515. 

D.  Nile  mud.  Analysis  by  0.  v.  John,  Verhandl.  K.-k.  geol.  Relchsanstalt,  1896,  p.  259.  See  also 
analyses  cited  by  O.  Bischof,  op.  dt.,  pp.  518-521;  and  others  cited  by  L.  Homer,  in  two  memoirs  Phil. 
lCag.,4th  ser.,  vol.  9,  1855,  p.  460;  FhU.  Trans.,  vol.  148,  1859,  p.  61.  In  Science,  vol.  23,  1906,  p.  964, 
there  is  an  Incomplete  analysis  by  C.  H.  Stone  of  Mississippi  silt.  For  modem  analyses  of  silt  from  the 
Danube  and  Its  tributaries  see  J.  F.  Wolfbauer,  Monatsh.  Chemie,  vol.  4, 1884,  p.  417,  and  A.  Sch wager, 
Geognost.  Jahreshefte,  1893,  p.  87.  F.  Schucht  (Jahrb.  K.  preuss.  geol.  Landesanstalt,  vol.  25,  p.  442)  cites 
analyses  of  Elbe  silt  by  II.  Silssenguth. 
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a  Loss  on  Ignition. 
101381**— Bull.  491—11- 


ff  Probably  including  alkalies. 
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The  higher  proportion  of  calcium  carbonate  in  the  silts  of  the 
upper  Rhine  and  Danube  is  probably  due  to  glacial  mud  produced 
by  the  grinding  of  limestones.  The  Nile  mud  is  a  much  more  typical 
product. 

The  amount  of  sediment  carried  in  suspension  by  rivers  to  the  sea 
is  something  enormous.  The  quantity  delivered  annually  by  the 
Mississippi  to  the  Gulf  of  Mexico  is  estimated  by  A.  A.  Humphreys 
and  H.  L.  Abbot  *  at  approximately  812,500,000,000  pounds,  or  about 
370,000,000  metric  tons.  The  Nile,  according  to  A.  Ch61u,*  carries 
into  the  Mediterranean  51,428,500  metric  tons  a  year.  These  quan- 
tities, vast  as  they  are  and  sustained  by  similar  estimates  for  many 
other  streams,  represent  only  a  part  of  the  transported  sediments. 
The  products  of  rock  decomposition  are  distributed  along  the  entire 
course  of  a  river,  and  what  proportion  is  delivered  to  the  ocean  no 
one  can  say.  The  fraction  can  not  be  very  large.  Upon  reaching  salt 
water,  however,  the  silt  is  quickly  deposited,  and  only  a  small  part  of 
it  is  carried  far  out  to  sea.'  Salts  in  solution  accelerate  the  deposition 
of  sediments,  and  so,  too,  do  acids  and  alkalies.  In  general,  this 
precipitation  is  effected  by  electrolytes,  but  the  explanation  of  the 
phenomenon  is  still  obscure.^  Colloid  substances  also  promote  sedi- 
mentation, a  fact  which  has  many  practical  applications.  The  clearing 
of  coflFee  by  white  of  egg  or  the  fining  of  sirups  by  blood  or  gelatin 
is  a  phenomenon  of  the  most  familiar  kind.  W.  Spring  ^  has  shown 
that  the  organic  matter  of  natural  waters  is  incompatible  with  iron, 
the  two  substances  separating  out  as  a  flocculent  precipitate.  One 
part  of  colloidal  ferric  oxide  will  remove  ten  parts  of  humus  from 
solution.  The  use  of  alum  or  iron  salts  in  large  filtration  plants  is 
an  application  of  this  principle.  These  salts  hydrolyse,  forming 
partly  colloidal  substances.  The  organic  matter  or  humus  of  natural 
waters  is  itself  colloidal.  The  two  form  a  flocculent  precipitate  which 
quickly  subsides  and  carries  down  with  it,  mechanically  inclosed, 
even  the  finest  sediments.  The  remarkable  clearness  of  swamp  waters 
is  perhaps  due  to  the  flocculation  of  their  organic  matter  and  the 
consequent  precipitation  of  all  suspended  particles.  Sedimentation, 
in  short,  is  a  complex  phenomenon,  and  several  distinct  agencies  assist 
in  bringing  it  about. 

I  Report  on  physics  and  hydiBUlics  of  Mississippi  River,  1876,  p.  148. 

*  Le  NU,  le  Soudan,  I'^gypte,  1891,  p.  177. 

*  For  a  table  giving  the  amount  of  suspended  sediment  in  sea  water  at  various  points,  see  J.  Murray  and 
R.  Irvine,  Proc.  Roy.  Soc.  Edinburgh,  vol.  18, 1890-91,  p.  229.  The  Atlantic,  for  example,  in  latitude  51" 
2(y  N.,  longitude  31*  W.,  carries  0.0052  gram  of  sediment  in  14  liters,  or  1,604  tons  per  cubic  mile.  In  the 
Firth  of  Forth  the  quantity  rises  to  0.0260  gram,  and  hi  the  Red  Sea  it  falls  to  0.0006. 

*  See  C.  Schlfising,  Compt.  Rend.,  vol.  70, 1870,  p.  1345;  W.  H.  Brewer,  Am.  Jour,  Sci.,  3d  ser.,  vol.  29, 1885, 
p.  1;  C.  Barus,  Bull.  U.  S.  Oeol.  Survey  No.  36, 1886;  Bams  and  £.  A.  Schneider,  Zcitschr.  physlkal.  ChemJe, 
vol.  8, 1801,  p.  285;  W.  Sprhig,  Rec.  trav.  chhn.,  vol.  19, 1900,  p.  204;  and  G.  Bodlfinder,  Neues  Jahrb., 
1903,  pt.  2,  p.  147.  See  also  T.  S.  Hunt,  Proc.  Boston  Soc.  Nat.  Hist,  vol.  16, 1874,  p.  302;  W.  Ramsay, 
Quart.  Jour.  Oeol.  Soc.,  vol.  32,  1876,  p.  129;  J.  Joly,  Proc.  Roy.  DubUn  Soc.,  vol.  9, 1900,  p.  325;  L.F. 
Vemon-Haroourt,  Proc.  Inst.  Civ.  Eng.,  vol.  142, 1900,  p.  272;  and  J.  Thoulet,  Annales  des  mines,  8th  ser., 
vol.  19, 1891,  p.  5. 

*  Bull.  Acad.  Belglque,  3d  sar.,  vol.  34, 1397,  p.  578. 
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OIiACIAL.    CIiATS. 

Between  the  silt  formed  by  the  decay  of  rocks  and  that  produced 
by  glaciers  there  is  a  radical  distinction.  The  one  is  termed  by  T.  C» 
CSiamberUn  and  R.  D.  Salisbury  *  rock  rot;  the  other  is  rock  flour. 
One  has  been  produced  by  a  thorough  leaching  of  the  rocks  under 
atmospheric  agencies;  but  glacial  mud  is  composed  of  material  which 
was  ground  to  powder  under  conditions  that  protected  it  in  some 
measure  from  the  oxygen  and  carbonic  acid  of  the  air.  The  latter, 
therefore,  has  retained  a  larger  proportion  of  soluble  matter  than  the 
former.  These  dilfferences  appear  in  the  following  analyses,  made  by 
Riggs  in  the  laboratory  of  the  United  States  Geological  Survey,  and 
cited  by  Chamberlin  and  Salisbury  in  the  memoir  mentioned  above. 
With  them  I  give  two  analyses  by  W.  Mackie  *  of  bowlder  clay  from 
Scottish  localities. 

Analyses  of  clays. 

(1)  Bfislduary  clays,  dried  at  100*: 

A.  Fn»n  Dodgoyille,  Wlaoonstn,  4i  feet  below  surfooe. 

B.  The  same,  8}  feet  below  soifaoe. 

a  From  Cobb,  Wisconsin,  4i  feet  below  surface. 

D.  The  same,  8|  flaet  below  suifBoe. 
(3)  Qlacial  or  drift  clayr. 

E,  F.  From  MDwaiikee.    Drted  at  100*. 
O,  H.  Scottish  bowlder  days,  Mackie. 
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a  Loss  on  ignition.    Must  Include  COs  and  organic  matter. 

In  the  two  Wisconsin  clays  the  carbonates  represent  magnesian 
limestone.  The  Scottish  clays  had  evidently  a  different  parentage. 
Glacial  clays  often  contain  carbonates,  which  are  rarely  conspicuous 

>  Sixth  Ann.  Rept.  U.  6.  Geol.  Survey,  1886,  pp.  249-260. 
s  Trans.  Edinborgh  Oeol.  Soc.,  vol.  S,  1901,  p.  60. 
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in  rock  residues.*  Even  residual  soils  derived  from  the  decay  of 
limestones  are  practically  free  from  carbonates,  as  the  subjoined 
analyses  show.  The  residues  are  merely  clay  or  silt  entangled  with 
the  limestone  when  the  latter  was  laid  down,  and  released  by  its 
solution. 

Analyses  of  residual  days. 

A.  Residual  clay  from  soKsalled  TrentoQ  limeBtone,  Lexington,  Virginia.  Analysis  by  R.  B.  Riggs. 
Described  by  I.  C.  Russell,  Bull.  U.  S.  Oeol.  Survey  No.  52, 1889.  Russell  especially  diacusBce  the  cause  off 
red  coloration  in  clays.  On  this  subject  see  also  W.  O.  Crosby,  Am.  Geologist,  vol.  8, 1891,  p.  73;  and 
W.  Spring,  Rec.  trav.  chim.,  vol.  17, 1896,  p.  202. 

B.  Residual  clay  from  limestone,  Staunton,  Virginia.    Analysis  by  George  Steiger,  U.  S.  Geol.  Survey. 

C.  Residual  clay  from  Knox  dolomite,  Morrlsville,  Alabama.  AnalyaisbyW.F.HOlebrand.  Described 
by  Russell,  op.  clt. 
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1  Innumerable  analyses  of  clays  and  soils  have  been  made  for  agricultural  and  other  Industrial  purposes. 
Several  States  have  issued  special  reports  upon  their  clay  industries.  Among  the  reports  of  geological 
survesrs  are  those  of  Connecticut,  Bull.  No.  4,  1906,  G.  F.  Loughlin;  New  Jersey,  1878,  G.  H.  Cook;  New 
Jersey,  vol.  6,  1904,  H.  Ries  and  H.  B.  EOmmel;  Maryland,  vol.  4,  pp.  203-fiO3,  Ries;  Virginia,  BulL  No. 
11, 1906,  Ries;  West  Virginia,  vol.  3,  1905.  G.  P.  Grimsley;  South  Carolhia,  Bull.  No.  1,  4th  ser.,  1904,  E. 
Sloan;  Georgia,  BuU.  No.  6  A,  1808,  G.  E.  Ladd;  Alabama,  Bull.  No.  6, 1900,  Ries;  Wiaoonsin,  BuU.  No.  7, 
1901,  E.  R.  Buckley;  Missouri,  vol.  11,  1806,  H.  A.  Wheeler;  Indiana,  Twenty-ninth  Ann.  Rept.,  1905, 
W.  S.  Blatchley;  Iowa,  vol.  14, 1904,  S.  W.  Beyer  and  I.  A.  Williams;  Wisconsin,  BuU.  No.  15, 1906,  Rias. 
See  also  the  volumes  on  chemical  analysBS  published  by  the  geok)gical  surveys  of  Pennsylvania  and  Ken- 
tucky; BuU.  New  York  State  Mus.,  vol.  3,  No.  12,  1895,  Ries;  and  BuU.  U.  S.  Geol.  Survey  No.  228, 
pp.  351-^0.  Ries,  Sixteenth  Ann.  Rept.  U.  S.  Geol.  Survey,  1895,  pp.  554-^4,  gives  a  long  table  of  analyass 
of  American  clays,  and  a  general  report  by  Ries  forms  Prof.  Paper  11  of  the  Survey,  1903.  BuU.  U.  8. 
Geol.  Survey  No.  143,  1896,  by  J.  C.  Branner,  is  a  bibUography  of  clays  and  ceramics.  The  Amerioaa 
Geramic  Society  has  since  (1906)  published  a  more  elaborate  bibliography  by  the  same  author.  Geoktgy 
of  North  Carolina,  vol.  1, 1875,  contains  much  material  on  soils,  and  so,  too,  do  the  volumes  on  ootton  pro- 
duction pubUshed  by  the  Tenth  U.  S.  Census.  The  literature  regarding  soils  is  too  voluminous  to  admit 
of  any  summary  here.  Recent  papers  of  Interest  are  those  by  N.  Slbirtsew,  Compt.  rend.  VU.  Cong. 
Intemat.  gfiol.,  1897,  p.  73,  on  the  soils  of  Russia,  and  by  W.  Frear  and  C.  P.  Beistia,  Jour.  Am.  Cbem. 
Soc.,  voL  25, 1903,  p.  5.  Work  by  Scblfeing  and  Van  Bemmelen  on  tropical  soUs  has  already  been  dted. 
W.  MaxweU  (Lavas  and  soils  of  the  Hawaiian  Islands,  Honolulu,  1888)  and  A.  B.  Lyons  (Am.  Joor.  Sci., 
4th  ser.,  vol.  2,  1896,  p.  421)  have  also  contributed  to  this  phase  of  the  subject.  On  the  constitution  of 
arable  soils  see  L.  Cayeux,  Ann.  Soc.  gfol.  du  Nord,  vol.  34, 1905,  p.  146.  On  the  origin  and  nature  of  soils 
see  N.  8.  Shaler,  Twelfth  Ann.  Rept.  U.  S.  Geol.  Survey,  pt.  1, 1891,  p.  219.  On  fuUer's  earth  see  T.  W. 
Vaughan,  BuU.  U.  S.  Geol.  Survey  No.  213, 1903,  p.  392,  and  J.  T.  Porter,  BuU.  No.  315, 1907,  p.  268.  On 
loUs  in  general  see  E.  W.  Hllgard's  treatise  "SoUs,"  pubUshed  in  1906. 
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I.OESS. 

In  its  chemical  compostion,  the  widespread  earthy  deposit  known 
as  loess  closely  resembles  the  glacial  clays.  It  commonly,  but  not 
invariably,  contains  much  calcium  carbonate,  and  the  SjEune  is  true 
of  the  related  or  perhaps  identical  adobe  soil  of  the  more  arid  regions 
in  our  Western  States.  The  more  striking  pecuUarities  of  the  loess 
are  its  light  color,  its  extremely  fine  state  of  subdivision,  the  angular- 
ity of  its  particles,  its  lack  of  stratification,  its  coherence,  and  its 
porosity.  Furthermore,  the  fossils  found  in  loess  are  almost  without 
exception  the  remains  of  land  animals,  which  indicate  that  it  can  not 
be  a  deposit  from  permanent  waters. 

Over  the  origin  of  loess  there  has  been  much  controversy,  but  the 
subject  is  one  that  admits  of  only  the  briefest  summary  here.  The 
prevalent  view  is  essentially  that  of  F.  Richthofen,*  who  interprets 
the  loess  of  China  as  an  eoUan  formation.  In  the  arid  regions  of 
central  Asia  the  products  of  rock  disintegration  are  sorted  by  the 
winds,  and  the  finest  blown  dust  finally  comes  to  rest  where  it  is 
entangled  and  protected  by  the  grasses  of  the  steppes.  Temporary 
streams,  formed  by  torrential  rains,  assist  in  its  concentration  and 
bring  about  accumulations  of  loess  in  valleys  and  other  depressions 
of  the  land.  According  to  I.  C.  Russell,^  the  adobe  of  the  Great 
Basin  is  formed  essentially  in  this  way,  and  the  sediments  deposited 
in  the  so-called  "playa"  lakes,  whose  beds  are  dry  during  a  great 
portion  of  the  year,  consist  of  this  material.  The  adobe  contains  the 
finer  products  formed  by  subaerial  erosion  of  the  moimtain  slopes, 
and  may  be  commingled  sometimes  with  dust  of  volcanic  origin.  The 
loess  of  the  Missouri  and  upper  Mississippi  valleys  is  given  nearly  the 
same  interpretation  by  C.  R.  Keyes,*  only  in  this  case  the  dust  is 
formed  from  river  silt  left  on  the  dried  mud  banks  in  times  of  low 
water. 

The  loess  of  Iowa  is  regarded  by  W  J  McGee  *  as  a  glacial  silt, 
deposited  along  the  margins  of  glaciers  during  the  glacial  period. 
W.  F.  Hume,*  studying  the  Russian  loess,  described  that  also  as 

i  China,  vol.  1,  p.  74;  Geol.  Mag.,  1882, p.  297.  See  alao  R.  PumpeUy,  Am.  Jour.  Sd.,  3d  ser.,  vol.  17, 1879, 
p.  133.  For  analyses  of  Chinese  loess  see  A.  Schwager,  Geognost.  Jahreshefte,  1894,  p.  87.  For  Oerman 
loess,  H.  O.  Schering,  Inaug.  Diss.,  Freiburg,  1909.  For  South  American  loess,  £.  H.  Duclouz,  Rev. 
Museo  de  la  Plata,  vol.  16, 1906,  p.  162.  Other  analyses  of  loess  are  to  be  found  in  the  older  treatises  of 
Bischof  and  Roth. 

s  Qeol.  Mag.,  1889,  pp.  289, 342. 

*  Am.  Jour.  Sd.,  4th  ser.,  vol.  6, 1898,  p.  299.  Eeyes  describes  the  dust  storms  of  the  Missouri  Valley, 
in  which  great  quantities  of  aerial  sediments  are  canled  from  place  to  phice. 

« Eleventh  Ann.  Rept.  U.  8.  Oeol.  Survey,  pt.  1, 1891,  pp.  291,  435.  See  also  F.  Leverett,  Mon.  U.  S. 
Qeol.  Survey,  vol.  38, 1899,  pp.  15S-1S4,  for  an  account  of  lowan  loess.  The  loess  of  Colorado  Is  described  by 
S.  F.  Emmons  in  Mon.  U.  S.  Geol.  Survey,  vol.  27, 1890,  p.  263. 

•Oeol.  Mag.,  1892,  p.  549. 
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glacial  silt,  distributed  partly  by  winds  and  partly  by  floods.  C. 
Davison  ^  considers  loess  to  be  a  product  of  glacial  erosion,  accumu- 
lated first  in  banks  of  snow,  and  concentrated  later  in  the  valleys 
by  the  rush  of  water  following  a  thaw.  T.  C.  Chamberlin  *  is  incUned 
to  combine  the  various  theories  concerning  loess,  and  to  regard  it  as 
both  glacial  and  eoUan.  Here,  again,  as  in  so  many  other  instances, 
we  must  remember  that  similar  products  may  be  formed  in  several 
different  ways.  The  loess  of  China  may  be  one  thing  and  that  of  the 
Mississippi  Valley  another.  They  are  aUke  in  their  extreme  com- 
minution, but  not  necessarily  identical  in  origin. 

A  microscopic  examination  of  loess  from  Muscatine,  Iowa,  by  J.  S. 
Diller,'  showed  that  quartz  was  its  most  abundant  constituent. 
Orthoclase,  plagioclase,  and  hornblende  were  also  present,  with  occa- 
sional fragments  of  biotite  and  tourmaline,  some  carbonates,  and  clay 
colored  by  oxide  of  iron.  Chemical  analyses  of  loess  seem  not  to  be 
very  numerous.  The  following  were  made  in  the  laboratory  of  the 
United  States  Geological  Survey: 


Anali/9es  of  loess. 

A.  Near  Galena,  Illlnoie. 

B.  Near  Dubuque,  Iowa. 

C.  Vlcksburg,  MisBteippi. 

D.  KaDoae  City,  Miarouri.    Analyaee  A  to  D  by  R.  B.  Rlg^    DiaooflKd  by  T.  C.  Cbamberiin  and  R.  Dl 
SaUsbury,  Sixth  Ann.  Rept.  U.  S.  Oeol.  Survey,  1885,  p.  382.    Samplea  dried  at  100*. 

E.  Cheyenne,  Wyoming. 

F.  Denver,  Colorado. 

O.  Highland,  Colorado.    Analyaee  £  to  O  by  L.  O.  Eakins.    Diaouaed  by  S.  F.  Emmooa,  Men.  U.  8. 
Oeol.  Survey,  vol.  27, 1806,  p.  263,  together  with  several  other  examples. 


A 

B 

c 

D 

£ 

F 

0 

SiOa    

64.61 

10.64 

2.61 

.51 

.05 

3.69 

6.41 

1,35 

2.06 

2.05 

.40 

.06 

6.31 

.13 

.11 

.07 

72.68 

12.03 

3.53 

.96 

.06 

1.11 

1.59 

1.68 

2.13 

2.50 

.72 

.23 

.39 

.09 

.51 

.01 

60.69 

7.95 

2.61 

.67 

.12 

4.56 

8.96 

1.17 

1.08 

1.14 

.52 

.13 

9.63 

.19 

.12 

.08 

74.46 

12.26 

3.25 

.12 

.02 

1.12 

1.69 

1.43 

1.83 

2.70 

.14 

.09 

.49 

.12 

..06 

.05 

67.10 

10.26 

2.52 

.31 

'"1,24" 
5.88 
1.42 
2.68 
5.09 

69.27 
13.51 
3.74 
1.02 
trace 
1.09 
2.29 
1.70 
3.14 
4.19 

60.97 

ALO, 

15.67 

F^O'.     ........   .. 

5.22 

FeO? 

.35 

MnO 

trace 

MgO 

1.60 

CaO 

2.77 

NaaO 

.97 

K-0 

2.28 

H,0 

9.83 

TiOo 

P„Ofi 

.11 
3.67 

.45 
trace 

.19 

c8, ,:: 

.31 

C,  organic 

so> 

CI 

100.06 

100.22 

99.62 

99.83 

100.28 

100.40 

100.16 

>  Quart.  Jour.  Geol.  Soc.,  vol.  50, 1804,  p.  472. 

<  Jour.  Geology,  vol.  5, 1897,  p.  705.    See  alao  T.  C.  Chamberlin  and  R.  D.  Salisbury,  Sixth  Ann.  Rept 
U.  S.  Geol.  Survey,  1885,  p.  250. 
sBull.  U.  S.  Geol.  Survey  No.  150, 1806,  p.  66. 
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The  foUowing  analyses  of  adobe  soil  were  made  in  the  laboratory  of 
the  United  States  Geological  Survey,  by  L.  G.  Eakins. 

Analyses  of  adobe  soil. 

A.  Salt  Lake  City,  Utah.    B.  Santa  Fe,  New  Mexico.    C.  Fort  Wingate,  New  Mexico.    D.  Humboldt, 
Nevada. 


SiO, 

A1.0, 

Fe,0, 

MnO 

MgO 

CaO 

NaoO 

K^ 

H2O 

^r:;::::::;: 

OreEtnic  matter 

SO, 

CI 


99.84 


The  extremely  variable  but  generally  calcareous  nature  of  these 
soils  is  sufficiently  indicated. 

MARINE    SEDIMENTS. 

The  oceanic  sediments  are  naturally  complex,  for  they  are  derived 
from  the  most  varied  sources.  Near  shore  are  found  the  products  of 
wave  erosion,  the  silt  brought  in  by  streams,  remnants  of  shells  and 
corals,  and  organic  matter  from  seaweeds.  In  some  locaUties,  as 
around  coral  islands,  the  debris  consists  chiefly  of  calcium  carbonate, 
and  that  compound,  as  shown  in  a  previous  chapter,*  is  also  formed 
as  a  chemical  precipitate. 

Floating  ice,  the  remnants  of  polar  glaciers,  deposits  more  or  less 
stony  material  in  the  warmer  parts  of  the  ocean;  and  volcanic  ash, 
from  either  submarine  or  subaerial  eruptions,  covers  large  areas  on 
the  bottom  of  the  sea.  Even  cosmic  dust,  which  has  been  gently  fall- 
ing throughout  all  geologic  time,  has  made  perceptible  contributions 
to  the  great  mass  of  oceanic  sediments.^ 

Notwithstanding  the  diversity  of  these  deposits,  their  distribution 
is  not  entirely  fortuitous.  River  silt,  for  example,  is  an  important 
oceanic  sediment  only  in  a  belt  surrounding  the  continents,  and  com- 
paratively near  shore.  In  relatively  small  amounts  it  is  diffused 
through  all  parts  of  the  ocean,  but  beyond  a  certain  limit  its  influence 

1  See  p.  118,  ante. 

s  See  J.  Muiray  and  A.  Renard,  Proc.  Roy.  Soo.  EdlnbiuKh,  vol.  12, 18S^-9i,  p.  474. 
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is  small.  The  yellow  silt  of  the  Qimese  Sea,  worn  by  the  Chinese 
rivers  from  erosion  of  the  loess,  may  be  observed  as  much  as  a  hmi- 
dred  miles  from  land,*  and  the  turbidity  of  the  Amazon  is  evident  in 
the  ocean  at  still  .greater  distances;  but  the  larger  part  of  the  deposits 
thus  formed  are  laid  down  in  relatively  shallow  water.  Glacial 
debris,  of  course,  occurs  only  near  glaciers  and  along  the  tracks  fol- 
lowed by  icebergs.  Certain  oceanic  areas  are  characterized  by  sedi- 
ments of  organic  origin;  and  in  the  deepest  abysses  of  the  ocean  its 
floor  is  covered  by  a  characteristic  red  clay.  These  varied  deposits 
shade  into  one  another  through  all  manner  of  blendings,  and  yet  they 
are  distinct  enough  for  purposes  of  classification. 

In  their  great  volume  upon  * 'Deep-sea  deposits,"  Murray  and 
Renard  ^  adopt  a  classification  which  is  perhaps  as  good  as  any  yet 
devised.  The  following  table  shows  its  character  and  also  the  dis- 
tribution in  depth  and  area  of  the  several  sediments  named. 

Mean  depth  and  area  covered  by  marine  sediments. 


Mean  depth, 
fothoms. 


Area,  aqoare 
miles. 


Littoral  deposits  (between  tide  marks) 

Shallow-water  deposits  (low  water  to  100  fathomfi).. 

f Coral  mud. 


Terrigenous  deposits,  near  land. 


Pelagic  deposits,  deep  water,  far  from 
land 


Coral  sand 

Volcanic  mud 

Volcanic  sand 

Green  mud 

Green  sand 

Red  mud 

,Blue  mud 

Pteropod  ooze 

Globigerina  ooze. . 

Diatom  ooze.! 

Radiolarian  ooze. . 
Red  clay 


740 

176 

1,033 

243 

513 

449 

623 

1,411 

1,044 

1,996 

1,477 

2,894 

2,730 


62,500 
10,000,000 

2,656,800 
600,000 

850,000 

100,000 
14,500,000 

400,000 

49,520,000 

10,880,000 

2,290,000 

51,500,000 


For  these  various  products  many  analyses  are  given,  and  from 
among  them  a  few  may  be  cited  here.  The  red  clay  which  covers  the 
largest  areas  is  regarded  by  Murray  and  Renard  as  derived  from 
the  decomposition  of  volcanic  ejectamenta.  The  several  oozes  owe 
their  names  to  the  remains  of  living  creatures  which  they  contain, 
and  calcium  carbonate  is  one  of  their  important  constituents.  The 
distribution  of  calcium  carbonate  according  to  depth  was  discussed 
in  a  former  chapter  ^  of  this  work,  together  with  the  composition  of 
the  pecuUar  manganese  and  phosphatic  nodules  which  are  often 
foimd  in  great  numbers  in  the  deeper  parts  of  the  sea. 

1  R.  Puznpelly,  Am.  Jour.  Sci.,  3d  ser.,  vol.  17, 1870,  p.  133. 
s  Challenger  Rept.,  Deep^ea  deposits,  1891,  table  on  p.  248. 
>  Chapter  IV,  p.  120,  ante. 


Digitized  by  VjOOQ IC 


THB  DBCOMPOSITION  OF  BOCKS. 


489 


Afialytes  of  marine  aedvments. 

A.  Red  clay.  Twenty-three  analyses  by  J.  S.  Brazier  are  tabulated  on  page  196,  and  there  is  a  discrimi- 
nation between  the  portions  soluble  and  insoluble  in  hydrochloric  acid.  Some  of  these  analyses  show  cal- 
cium carbonate  up  to  60  per  cent;  the  one  selected  here,  as  representing  a  more  typical  clay,  contains  the 
nufn^TnuiTi  of  carbonate. 

B.  Radiolarian  ooze.    Rich  in  siliceous  organisms.    Analysis  by  Brasler,  page  436. 
G.  Diatom  ooze.    Rich  in  siliceous  organisms.    Analysis  by  Brazier,  page  436. 

D.  Qlobigerlnaoose.  Twenty-one  analyses  are  given  on  page  210.  Analysis  by  Brasler,  No.  42,  showing 
low  calcium  carbonate. 

E.  Oloblgerlna  ooze.    Anal3^Is  by  Brazier,  No.  53,  showing  very  high  carbonate. 

F.  Pteropod  ooze.    Analysis  by  Brazier,  page  448. 

All  samples  dried  at  110*  previous  to  analysis.  The  soluble  and  insoluble  portions  in  analyses  A,  B,  and 
D  are  not  separated  in  the  following  table. 

Bee  also  J.  B.  Harrison  and  A.  J.  Jukes  Brown,  Quart.  Jour.  Geol.  Boo.,  vol.  51,  1805,  p.  813,  for  other 
analyses  of  red  clay  and  oceanic  oozes.  For  14  recent  analyses  of  red  clay,  see  W.  A.  Caspari,  Proc.  Roy. 
Soc.  Edinburgh,  vol.  30, 1910,  p.  183. 


A 

B 

C 

D 

E 

F 

Ignition 

4.50 

62.10 

16.06 

11.83 

.55 

.28 

.50 

.92 

.19 

.37 

2.70 

7.41 

56.02 

10.52 

14.99 

3.23 

.39 

.25 

3.89 

1.39 

.41 

1.50 

5.30 

67.92 

.55 

.39 

"i9.'29" 

.41 

.29 

1.13 

4.72 

7.90 

31.71 

11.10 

7.03 

trace 

.41 

.12 

37.51 

2.80 

.29 

1.13 

1.40 

1.36 

.65 

.60 

2.00 

SlOa 

3.65 

ALO. 

.80 

F^Oa 

3.06 

mSS::::;;..:::::::;::::::::: 

CaO 

MgO 

CaCO. 

92.54 

.90 

.19 

.87 

1.49 

82.66 

Ca,PA 

2.44 

Ca&d.! 

.73 

MgCO, 

.76 

Insoluble  « 

3.90 

100.00 

100.00 

100.00 

100.00 

100.00 

100.00 

a  Contains  silica,  alumina,  and  ferric  oxide,  not  separated. 

Q.  Blue  mud.    Analysis  by  J.  S.  Brasler,  page  448. 
H.  Red  mud.    Analysis  by  M.  Homung,  page  445.    Dried  at  100*. 
L  Oreenmud.    Analysis  by  Brazier,  page  440. 
J.  Qreen  sand.    Analysis  by  Brasler,  page  440. 
K.  Volcanic  mud.    Analysis  by  Brasler,  page  450. 

Analyses  O  to  K  represent  **  terrigenous"  deposits.    Brazier's  samples  were  all  dried  at  110*. 
and  insoluble  ix>rtions  are  here  united. 


The  soluble 


i  " 

II 

I 

J 

K 

Ignition 

SiOo 

AI3O, 

F?,0', 

MnO! 

5.60 
64.20 
13.55 

8.38 

6.02 

31.66 

9.21 

4.52 

3.30 
31.27 

4.08 
12.72 

9.10 

29.70 

3.25 

5.05 

6.22 
34.12 

9.22 
15.46 
trace 

CaO 

MgO 

nLo 

2.51 
.25 

25.68 
2.07 
1.63 
1.33 

■*"*."  27' 

17.13 

2.46 

.30 
.12 

.22 
.13 

1.44 
.22 

K26....                   

CaCO, 

2.94 

1.39 

.42 

.76 

46.36 
.70 
.58 
.57 

49.46 
trace 
1.07 
2.02 

32.22 

Ca.P-0. 

trace 

cSd!.!....:.:.. 

.27 

MeCO. 

.83 

^^:::::::::;v;;::::::::;::. ::..:.. 

COo •. 

CL. 

Le88  0=('l 

100.00 

101. 98 

.87 

100.00 

100.00 

100.00 

101.11 
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These  analyses  serve  well  enough  to  show  the  variable  character 
of  the  oceanic  sediments,  but  they  are  in  several  respects  incomplete. 
In  order  to  determine  the  coniposition  of  the  oceanic  clays  more 
minutely,  two  analyses  have  been  made  in  the  laboratory  of  the 
United  States  Geological  Survey  upon  material  kindly  furnished 
by  Sir  John  Murray.  The  samples  analyzed  were  composites  of 
many  individual  specimens,  brought  together  from  all  of  the  great 
oceans  and  collected  partly  by  the  Challenger  and  partly  by  other 
expeditions.  The  data  are  as  follows,  reduced  to  imiformity  by  rejec- 
tion of  sea  salts,  calcium  carbonate,  and  hygroscopic  water,  and  recal- 
culation of  the  remainder  to  100  per  cent. 

Analyses  of  composite  samples  of  marine  sediments, 

A.  Composite  of  fifty-one  samples  of  the  "red  clay."    Analysed  by  Q.  Steiger,  with  special  detenntaa- 
tioiis  by  W.  F.  HUlebrand  and  E.  C.  Sullivan. 

B.  Composite  of  fifty-two  samples  of  "tenigenons  clays,"  namely,  ft»ar  "gjn&a  muds"  and  forty-eight 
"blue  muds."    Analj^  by  O.  Steiger. 


SiO, 

Tip, 

AlA 

CrA 

Feb 

NiO,  CoO. 

MnO 

MnOj 

MgO 

CaO 

SrO 

BaO 

KaO 

NaoO 

MoO, 

l±::::: 

CuO 

PbO 

ZnO 

C 

HjO 


54.48 
.98 

15.94 
.012 
8.66 
.84 
.039 


1.21 
3.31 
1.96 
.056 
.20 
2.85 
2.05 
.035 
.001 
trace 
.30 


.024 
.008 
.005 


7.04 


100.000 


57.09 

1.27 

17.24 

.05 

5.07 

2.30 

undet 

.12 


2.17 

2.04 

.03 

.06 

2.25 

1.05 

.03 

undet 


.21 

.13 

.02 

undet 

undet 

1.69 

7.18 


100.00 


These  figures  give  the  average  composition  of  the  two  oceanic  sedi- 
ments and  show  the  distribution  in  them  of  the  minor  and  rarer  con- 
stituents. Even  these  analyses  need  to  be  supplemented  by  others,  of 
which  many  can  be  found  scattered  through  the  literature  of  ocean- 
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ography.*  The  data  are  abundant,  but  their  value  upon  the  purely 
chemical  side  is  very  uneven.  Few  conclusions  can  be  deduced  from 
them.  J.  Y.  Buchanan,'  who  found  free  sulphur  in  a  number  of 
marine  muds,  thinks  that  sulphates  were  reduced  to  sulphides  by 
passing  through  the  digestive  organs  of  marine  ground  fauna,  and 
points  out  that  matter  at  the  bottom  of  the  sea  is  subject  also  to 
reoxidation  by  dissolved  oxygen.  When  oxidation  is  in  excess  of 
reduction  red  sediments  are  formed;  if  the  reducing  process  prepon- 
derates, the  sediments  are  blue.  In  the  Black  Sea,  according  to  N. 
Androussow,'  the  sulphates  contained  in  the  water  are  also  partly 
reduced  by  micro-organisms,  which  liberate  hydrogen  sulphide.  A 
portion  of  this  gas  is  reoxidized,  with  some  liberation  of  sulphur; 
another  part  takes  up  iron  from  the  sediments  and  forms  abundant 
deposits  of  pyrites. 

The  calcareous  oozes  obviously  represent  calcium  carbonate  ab- 
sorbed by  living  organisms  from  its  solution  in  sea  water  and  depos- 
ited with  their  remains  after  death.  It  therefore  owes  its  origin  to 
rock  decomposition,  during  which  the  lime  was  removed  to  be  carried 
in  solution  by  rivers  to  the  sea.  The  siliceous  oozes  were  formed  in 
a  similar  maimer  by  radiolarians  and  diatoms,  which,  as  J.  Murray 
and  R.  Irvine  ^  have  shown,  are  able  to  decompose  the  suspended 
particles  of  clay  that  reach  the  ocean  and  to  assimilate  their  silica. 
A  slimy  mass  of  siliceous  algae  analyzed  by  Murray  and  Irvine  con- 
tained 77  per  cent  of  silica,  1.38  of  alumina,  16.75  of  organic  matter, 
and  4.87  of  water.  From  materials  of  this  kind,  which  are  very 
abundant  in  the  ocean,  these  particular  oozes  were  produced,  but 
their  primary  substance — silt,  or  volcanic  ash,  or  atmospheric  dust — 
came  from  the  decomposition  of  rocks  upon  the  land.  In  some  cases 
siliceous  deposits  have  been  developed  in  another  way,  namely,  by 
the  silicification  of  shells  and  corals.  Remains  of  this  kind  are 
plentifully  found  in  sedimentary  rocks,  and  the  process  of  their 
formation  can  be  imitated  artificially.  A.  H.  Church,*  by  allowiiig 
a  very  weak  solution  of  colloidal  silica  to  percolate  through  a  frag- 
ment of  coral,  succeeded  in  dissolving  away  the  calcium  carbonate 
and  leaving  in  its  place  a  siliceous  pseudomorph. 

1  See,  for  example,  K.  Natterer,  on  Mediterranean  muds,  Monatsh.  Chemie,  vol.  14, 1888,^p.  034;  vol.  15, 
1804,  p.  530;  also  upon  Red  Sea  deposits,  idem,  vol.  20, 1890,  p.  1.  L.  Schmeick  (Den  Norske-Nordhavs 
Expedition,  pt.  9)  gives  many  analyses  of  marine  clays.  J.  Y.  Buchanan  (Proc.  Roy.  Soc.  Edinburgh, 
▼d.  18, 1800-01,  p.  131)  reports  partial  analyses  of  Mediterranean  samples.  A.  and  H.  Strecker  (Liebig's 
Annalen,  toI.  06, 1865,  p.  177)  described  a  peculiar  mud  from  the  Sandef  jord,  Norway.  A  later  study  of  the 
same  substance  was  published  by  E.  BOdtker  (Lieblg's  Annalen,  vol.  302, 1898,  p.  43). 

«  Proc.  Roy.  Soc.  Edinbur^i,  vol.  18, 1890-01,  p.  17. 

*  Guide  des  excuisions  du  VII  Cong.  gfol.  hitemat..  No.  29, 1897,  p.  6. 

*  Proc.  Roy.  Soc.  Edinburgh,  vol.  18, 1890-91,  p.  220. 
»  Jour.  Chem.  Soc.,  vol.  15, 1882,  p.  100. 
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GliAUCONITE. 

In  oceanic  sediments,  and  chiefly  near  the  "mud  line"  surrounding 
the  continental  shores,  the  important  mineral  glauconite  is  found 
in  actual  process  of  formation.  This  green,  granular  silicate  of 
potassium  and  iron  occurs  in  rocks  of  nearly  all  geologic  ages,  from 
the  Cambrian  down  to  the  most  recent  horizons,  and  there  has  been 
much  discussion  over  its  nature  and  origin.  In  composition  it  is 
exceedingly  variable,  for  the  definite  compound  is  never  found  in 
a  state  of  purity,  but  is  always  contaminated  by  alteration  products 
and  other  extraneous  substances.  As  an  oceanic  deposit  glauconite  is 
developed  principally  in  the  interior  of  shells,  and  organic  matter 
is  believed  to  play  a  part  in  its  formation.  According  to  Murray 
and  Renard,*  the  shell  is  first  filled  with  fine  silt  or  mud,  upon  which 
the  organic  matter  of  the  dead  animal  can  act.  Through  interven- 
tion of  the  sulphates  contained  in  the  sea  water,  the  iron  of  the  mud 
is  converted  into  sulphide,  which  oxidizes  later  to  ferric  hydroxide. 
At  the  same  time  alumina  is  removed  from  the  sediments  by  solu- 
tion and  colloidal  silica  is  liberated.  The  latter  reacts  upon  the 
ferric  hydroxide  in  presence  of  potassium  salts  extracted  from  adja- 
cent minerals,  and  so  glauconite  is  produced.  This  view  is  sustained 
by  other  evidence,  namely,  the  constant  association  of  the  glauconite 
shells  with  the  debris  of  rocks  in  which  potassium-bearing  minerals, 
such  as  orthoclase  and  muscovite,  occur.' 

This  theory  of  Murray  and  Renard  seems  to  be  fairly  satisfactory, 
so  far  as  it  goes,  but  it  does  not  cover  the  entire  ground.  It  applies 
to  the  glauconite  which  is  now  forming  upon  the  sea  bottom,  but  not 
to  all  occurrences  of  glauconite  in  the  sedimentary  rocks.  In  an 
important  memoir  L.  Cayeux '  has  shown  that  in  certain  instances 
glauconite  has  formed  subsequent  to  the  consolidation  of  its  rocky 
matrix,  and  while  he  admits  that  organic  matter  has  assisted  its 
development  within  shells,  the  mineral  can  be  produced  by  some 
quite  different  process.  What  this  process  is  he  does  not  explain; 
he  merely  shows  that  glauconite  can  form  without  the  intervention  of 
organisms,  and  that  its  mode  of  genesis  is  at  least  twofold.  Inciden- 
tally also  he  states  that  ferric  hydroxide  and  pyrite  are  produced  by 
the  decomposition  of  glauconite,  an  observation  which  seems  to  indi- 
cate that  the  reactions  predicated  by  Murray  and  Renard  may  be 
reversible. 

1  Challenger  Rept.,  Deep-sea  deposits,  1891,  p.  383. 

>  For  other  discussions  relative  to  the  origin  of  glauconite  see  C.  W.  Ton  GUmbel,  Sltsongsb.  Akad. 
Mtlnchen,  vol.  16,  1886,  p.  417;  vol.  20. 1896,  p.  645.  Also  D.  S.  Calderon,  D.  F.  Chaves,  and  P.  del  Pulgar, 
An.  SoG.  espafl.  hist,  nat.,  vol.  23, 1S94,  p.  8.  The  older  literature  of  the  subject  is  unimportant  for  presant 
purposes. 

s  Contributions  k  T^tude  micrographique  des  terrains  s6<ilmentalres:  M^in.  Soc.  g6oi.  du  Nord,  vol.  4, 
pt.  2,  1897,  pp.  163-184. 
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The  granules  of  glauconite  from  marine  mud  and  from  the  sedi- 
mentary rocks,  although  not  found  as  definite  crystals,  have  never- 
theless a  distinct  cleavage,  and  are  interpreted  by  A.  Lacroix*  as 
monoclinic  and  analogous  to  the  micas.  There  is,  however,  another 
mineral,  celadonite,  which  is  regarded  by  Dana  and  other  writers  as 
a  separate  species,  but  which  resembles  glauconite  so  closely  in  com- 
position that  it  may  be  the  same  thing.  It  occurs  as  a  decomposition 
product  of  augite  in  various  basaltic  rocks,  is  green  like  glauconite, 
but  earthy  in  texture,  and  never  granular.  It  is  easily  confounded 
with  other  green  chloritic  minerals  and  its  diagnosis  is  never  certain 
imless  supported  by  a  complete  chemical  analysis.  C.  W.  von  Gum- 
beP  and  K.  Glinka*  both  identify  it  chemically  with  glauconite, 
despite  its  entirely  different  origin,  a  conclusion  which,  if  sustained, 
gives  us  another  illustration  of  the  fact  that  a  chemical  compoimd 
may  be  produced  by  several  distinct  processes.  StiQ  another  min- 
eral, found  in  the  iron-bearing  rocks  of  the  Mesabi  district,  and 
named  greenalite  by  C.  K.  Leith  *  has  been  confounded  with  glau- 
conite, although  it  is  free  from  potassium  and  its  iron  is  practically 
all  in  the  ferrous  state.  In  glauconite  the  iron  is  mainly  ferric,  and 
potassium  is  one  of  its  essential  constituents.  According  to  the  best 
analyses,  glauconite  probably  has,  when  pure,  the  composition  repre- 
sented by  the  formula  Fe'^KSi^Oe-aq.,  in  which  some  iron  is  re- 
placed by  aluminum  and  other  bases  partly  replace  K.^  This  formu- 
lation is  not  final,  neither  does  it  suggest  any  relationship  between 
glauconite  and  the  micas.  It  rests  upon  Glinka's  analyses  of  Russian 
glauconite,  in  which  the  material  was  freed  from  impurities  by 
means  of  heavy  solutions.  The  water  in  the  formula  is  probably  for 
the  most  part  "zeoUtic"  and  not  constitutional,  as  in  the  case  of 
analcite,  a  silicate  of  similar  chemical  type. 

The  following  analyses  of  glauconite  and  celadonite  will  serve  to 
show  the  variability  of  the  material. • 

1  Mln^ralogle  de  la  France,  vol.  1,  1S93-1896,  p.  407.    Lacrolx  gives  a  number  of  analyaes  of  French  and 
Belgian  glauoonites. 
>  Sitsongsb.  Akad.  Mflnchen,  vol.  26, 1806,  p.  545. 

*  Zeitschr.  Kryst.  Mln.,  vol.  30, 1899,  p.  390.    Abstract  from  a  Russian  original. 

*  Mon.  U.  S.  Geo!.  Survey,  vol.  43, 1903,  p.  240.    Leith  gives  a  long  table  of  glauconite  analsrses. 

»  Sea  discussion  by  F.  W.  Clarke  In  Mbn.  U.  S.  Qeol.  Survey,  vol.  43, 1903,  p.  243.  Compare  L.  W.  CoUet 
and  Q.  W.  Lee,  Compt.  Rend.,  vol.  142,  1906,  p.  999.  The  authors  give  an  analjrsis  of  very  pure  marine 
glauconite.  Two  other  analyses  are  given  by  W.  A.  Casparl,  Proe.  Roy.  Soc.  Edinburgh,  vol.  30,  1910,  p. 
864.  Osspari  also  describes  the  synthesis  of  a  compound  resembling  glauconite.  An  Important  monograph 
by  CoUet,  Les  ddpOts  marins,  was  published  at  Paris  in  1908. 

c  Many  analyses  of  groensand  marls  ere  given  by  G.  H.  Cook,  in  Geology  of  New  Jersey,  1868,  pp.  414  et 
seq.  On  New  Jersey  greensands  sea  also  W.  B.  Clark,  Jour.  GeoL,  vol.  2, 1884,  p.  16L  On  Irish  glauconite, 
see  A.  J.  Hoskins,  Geol.  Mag.,  1895,  p.  317. 
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Analyses  ofglauoonile  and  celadoniU. 

A.  OlauooDlte,  from  Woodlnim,  Antrim,  Ireland.    Analysis  by  A  P.  Hoskins,  OeoL  Ubg.,  1806,  p.  aSd 

B.  Qlauoonlte  from  Cretaceous  sandstone,  Padi,  Qovemment  Saratoil,  Russia.  One  of  ten  analyaea, 
by  K.  Qlinka  (Zeitschr.  Kryst.  Min.,  vol.  30,  1809,  p.  300,  of  Russian  material  from  the  Lower  SUnrlan, 
Jurassic,  Eooene,  and  Cretaceous.  This  sample  lost  4.43  per  cent  of  water  at  100*,  but  regained  it  in  twenty 
fourhoure. 

C.  Giauconite  from  greensand  marl,  Hanover  County,  Virginia.  Analysis  by  M.  B.  Corse  and  C.  Bas- 
karvtlle,  Am.  Chem.  Jour.,  vol.  14, 1802,  p.  627.    8.22  per  cent  of  the  silica  Is  stated  separately  as  (inarti. 

D.  Oceanic  giauconite,  mean  of  four  analyses  made  by  L.  SipOcs  for  Murray  and  Renard,  Chal]en«er 
Rept,  Deep«ea  deposits,  1801,  p.  387. 

E.  Qlauoonlte,  Monte  Brione,  Lake  Garda,  Italy.  Analysis  by  A.  Schwager.  Described  by  C  W.  von 
GChnbel,  Sitsungsb.  Akad.  MOnchen,  vol.  26, 1896,  p.  545. 

F.  Celadonite,  Monte  Baldo,  near  Verona,  Italy.    Analysis  by  Schwager.    See  GOmbel,  loc  cit. 

0.  Celadonite,  mean  of  four  analyses  of  material  from  Scottish  localities,  by  M.  F.  Heddle.  Trans.  Roy. 
Soc.  Edinburgh,  vol.  29, 1880,  p.  102. 


SiO,.  .  . . 
Al,d,... 

MnO... 
MgO... 

CaO 

Na^O.... 

L^O... 
H,0.... 
Oiganic. 
TiOj... 
P,0,... 


40.00 
13.00 
16.81 
10.17 


1.97 
L97 
2.16 
8.21 


6.19 


100. 48 


B 


48.95 
7.66 

23.43 
1.32 


2.97 
.57 
.98 

9.54 

'4.'93 


100.35 


51.56 
6.62 

15.16 
8.33 


.95 

.62 

L84 

4.15 


10.32 


99.55 


53.61 
9.56 

21.46 
1.58 

trace 

2.87 

1.39 

.42 

3.49 


5.96 


100.34 


E 


50.36 

7.04 

19.13 

3.95 

.06 
4.08 

.91 
L58 
6.62 

.01 

6.32 

.02 
.26 


55.80 

3.20 

16.85 

3.88 

.12 

5.32 

.16 

1.12 

9.04 


4.67 

trace 

.24 

.07 


G 


54.84 

3.52 

12.64 

4.90 

.24 

6.65 

.89 

.39 

7.00 


9.62 


100.  34     100.  47 


100.69 


If,  now,  we  assume  that  celadonite  and  giauconite  are  at  bottom 
the  same  ferripotassic  silicate,  differing  only  in  their  impurities,  we 
may  begin  to  see  that  the  several  modes  of  its  formation  are  not  ab- 
solutely different  after  all.  Probably,  in  all  their  occurrences,  the 
final  reaction  is  the  same,  namel}^,  the  absorption  of  potassium  and 
soluble  silica  by  colloidal  ferric  hydroxide.  In  the  ocean  these 
materials  are  prepared  by  the  action  of  decaying  animal  matter  upon 
ferruginous  clays  and  fragments  of  potassium-bearing  silicates.  In 
the  sedimentary  rocks,  when  giauconite  appears  as  a  late  product, 
the  action  of  percolating  waters  upon  the  hydroxide  would  account 
for  its  formation.  In  igneous  rocks  the  hydroxide  is  derived  from 
augite,  or  perhaps  from  olivine,  and  percolating  waters  again  come 
into  play.  Thus  the  various  productions  of  giauconite  and  celadon- 
ite become  the  results  of  a  single  process,  which  is  exactly  equivalent 
to  that  in  which  potassium  compounds  are  taken  up  by  clays.  The 
observation  of  L.  Cayeux  *  that  giauconite  is  frequently  present  in 
arable  soils,  in  all  conditions  from  perfect  freshness  to  complete 
alteration  into  limonite,  suggests  that  perhaps  the  formation  of  the 
species  is  one  of  the  modes  by  which  potassium  is  withdrawn  from 
its  solution  in  the  ground  waters. 

i  Annales  Soc.  gfol.  du  Nord,  vol.  34, 1905,  p.  146. 
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PHOSPHATE    ROCK. 

Among  the  phosphates  of  the  igneous  and  crystalline  rocks,  only 
one,  apatite,  has  any  large  significance.  Monazite  and  xenotime  are 
altogether  subordinate.  Apatite,  as  was  shown  in  previous  chap- 
ters ^  is  widely  distributed,  but  in  relatively  small  proportions; 
although  it  is  sometimes  concentrated  mto  large  deposits  or  in  veins. 
The  conmiercially  important  apatites  of  Canada,  Norway,  and  Spain 
are  segregations  of  this  kind.' 

By  various  processes,  which  are  not  yet  fully  understood,  apatite 
undergoes  alteration,  and  by  percolating  carbonated  waters  it  is 
slowly  dissolved.  Some  of  the  phosphoric  acid,  thus  removed  in 
solution,  is  carried  by  rivers  to  the  sea,  where  it  is  largely  absorbed 
by  living  organisms.  Some  of  it  reacts  upon  other  products  of  rock 
decomposition,  forming  new  secondary  phosphates.  Another  portion 
is  retained  by  the  soil,  whence  it  is  extracted  by  plants,  to  pass  from 
them  into  the  bodies  of  animals.  From  organic  sources,  such  as 
animal  remains,  the  largest  deposits  of  phosphates  are  derived. 
Between  the  original  apatite  and  a  bed  of  phosphorite  there  are  many 
stages  whose  sequence  is  not  always  the  same. 

The  solubility  of  apatite,  and  of  the  other  forms  of  calcium  phos- 
phate, has  been  studied  by  many  investigators.*  R.  MuUer*  has 
shown  that  apatite  dissolves  in  carbonated  waters,  and  the  fact  that 
the  solubility  of  calcium  phosphate  is  increased  by  humus  acids  has 
been  observed  by  H.  Minssen  and  B.  Tacke.^  C.  L.  Reese,*  in  a  series 
of  experiments  upon  calcium  phosphate,  found  that  it  dissolved  per- 
ceptibly in  swamp  waters  rich  in  organic  matter.  Carbonated  wateis 
also  dissolved  it  freely,  but  it  was  redeposited  when  the  solution  was 
allowed  to  stand  over  calcium  carbonate.  In  presence  of  the  car- 
bonate, then,  the  phosphate  would  probably  not  be  dissolved,  while 
carbonate  could  pass  into  solution.  Other  salts  in  solution  may  assist 
or  hinder  the  solubihty  of  calcium  phosphate,  and  since  natural 
waters  differ  in  composition  the  solvent  process  is  necessarily  variable. 
Cameron  and  Hurst,^  who  studied  the  solution  of  iron,  aluminum, 
and  calcium  phosphate,  showed  that  the  process  is  one  of  hydrolysis, 
the  solution  becoming  acid,'  and  less  soluble  basic  phosphates  being 

1  See  p.  337,  and  also  the  analyses  of  Igneous  rocks  given  in  Chapter  XI. 

>  For  good  summaries  relative  to  the  ocomrence  of  economically  important  phosphates  of  lime,  see  R.  A.  F. 
Penrose,  Bull.  U.  S.  Oeol.  Survey  No.  46, 1888;  A.  Camot,  Annales  des  mines,  9th  ser.,  vol.  10,  1896, 
p.  137;  and  E.  Nivoit,  in  Fremy's  EncydopMie  ohimique,  vol.  5,  sec.  1,  pt.  2, 1884,  p.  83.  All  these  mem- 
oirs contain  numerous  analyses,  and  Penrose  gives  a  bibliography  of  the  subject  down  to  1888. 

*  See  F.  K.  Cameron  and  L.  A.  Hurst,  Jour.  Am.  Chem.  Soc.,  vol.  26, 1904,  p.  885.  These  writers  give 
abundant  literature  references.  See  also  Cameron  and  A.  Seidell,  idem,  vol.  26, 1904,  p.  1454;  vol.  27, 1905, 
p.  1503.  Earlier  papers  by  S.  P.  Sharpies  (Am.  Jour.  Sci.,  3d  ser.,  vol.  1, 1871,  p.  171)  and  T.  SchUising 
(Compt.  Rend.,  vol.  131, 1900,  p.  149)  may  also  be  noticed. 

*  Jahrb.  K.-k.  geol.  Reichsanstalt,  vol.  27,  Min.  Mitt.,  1877,  p.  25.    See  also  ante,  p.  454. 

•  Jour.  Chem.  Soc.,  vol.  78,  pt.  2, 1900,  p.  618.    Abstract, 
i  Am.  Jour.  Sci.,  3d  ser.,  vol.  43, 1802,  p.  402. 

'  Loc.  oit 

•  Apatite  gives  alkaline  reactions.  F.  K.  Cameron  and  A.  Seidell,  Jour.  Am.  Chem.  Soc.,  vol.  27, 1905, 
p.  1^0. 
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left  behind;  that  is,  the  solution  contains  acid  ions,  corresponding 
either  to  free  acid  or  to  acid  salts — a  condition  which  must  materially 
affect  the  action  of  the  liquid  upon  the  substances  with  which  it 
comes  in  contact.  B.  Warington/  for  example,  foimd  that  a  solu- 
tion of  calcium  phosphate  in  carbonated  water  was  perfectly  decom- 
posed by  hydroxides  of  iron  and  aluminum — a  reaction  which  must 
often  occur  in  soils.  By  reactions  of  this  kind,  probably,  many  well- 
known  minerals  have  been  produced ;  but,  since  iron  compounds  occur 
in  natural  solutions  more  largely  than  salts  of  aluminum,  the  iron 
phosphates  are  more  numerous  and  more  widely  distributed.  The 
"blue  earth,"  vivianite,  FejPjOg.SHjO,  for  example,  is  not  uncom- 
mon in  clays;  it  is  found  lining  belemnites  and  other  fossils  at  Mul- 
lica  Hill,  New  Jersey;  and  near  Edgeville,  Kentucky,  W.  L.  Dudley ' 
found  plant  roots  almost  completely  transformed  by  a  process  of 
replacement  into  this  mineral.  Other  phosphates  of  iron,  commonly 
found  associated  with  sedimentary  beds  of  limonite,  are  dufrenite, 
strengite,  phosphosiderite,  barrandite,  koninckite,  cacoxenite,  be- 
raunite,  ludlamite,  calcioferrite,  borickite,  etc.  The  aluminum 
phosphates,  omitting  several  of  doubtful  character,  are  wavellite, 
fischerite,  variscite,  turquois,  callainite,  peganite,  sphasrite,  evansite, 
wardite,  and  zepharovichite.  Most  of  these  minerals  are  rare 
species,  found  in  very  few  localities,  and  need  no  further  consideration 
here.^  Wavellite,  however,  has  been  mined  near  Mount  Holly 
Springs,  Pennsylvania,  and  used  as  a  source  of  phosphoric  acid.* 

Aluminum  phosphates  are  sometimes  formed  by  the  direct  action 
of  phosphatic  solutions  upon  igneous  rocks,  or  even  upon  limestones 
containing  much  clay.  The  source  of  the  phosphates  in  several  such 
cases  may  be  found  in  beds  of  guano  deposited  by  sea  fowl  upon 
rocky  islets,  or  by  colonies  of  bats  in  caves.  Guano  is  rich  in  phos- 
phatic material,  and  a  number  of  distinct  mineral  species  have  been 
discovered  in  guano  beds.*  The  following  compounds  are  the  best 
known  among  them: 

Monetite HCaP04. 

Brufihite HCaP04.2HaO. 

Metabruflhite 2HCaP04.3H20. 

Martinite 2H2Ca5(P04)4.HaO. 

Collophanite CasPjOg.HjO. 

Bobierrite MgaPgOg.SHjO. 

Newberyite HMgP04.3H20. 

Hannayite Mg3PaO8.2H2NH4PO4.8HaO. 

Struvite NH4MgP04 .6H2O . 

Stercorite HNaNH4P04.4H20. 

1  Jour.  Chem.  Soc.,  vol.  19, 1866,  p.  296. 

>  Am.  Jour.  Sd.,  3d  ser.,  vol.  40, 1890,  p.  120. 

*  For  details  concerning  these  minerals,  see  Dana^s  System  of  mineralogy  and  Its  supplements.  On 
the  varieties  of  calcium  phosphate  known  as  osteollte  and  staflelite,  see  A.  Bchwantke,  CentzBlbl.  ICin., 
Oeol.  a.  Pal.,  1905,  p.  641. 

«  See  0.  W.  8tose,  BuU.  U.  S.  Oeol.  Survey  No.  315, 1907,  p.  474. 

•  On  the  phosphates  fbund  in  the  bat  guano  of  the  Skipton  Caves,  Australia,  see  R.  W.  E.  Hclvor,  Chem. 
News,  vol.  56, 1887,  p.  215;  voL  86, 1902,  pp.  181, 217.  Mclvor  names  three  of  the  ammonlum-ma^iesbim 
I^osphates— dlttmarite,  muellerite,  and  schertellte. 
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Several  of  these  compounds,  it  will  be  observed,  are  acid  phos- 
phates, and  three  of  them  contain  ammonium.  Dissolved  by  atmos- 
pheric waters,  they  react  upon  the  decomposing  rocks  beneath  the 
guano  and  produce  changes  of  a  notable  kind.  Where  they  find 
limestone,  they  convert  it  into  calcium  phosphate;  when  they  attack 
igneous  rocks,  they  produce  a  phosphate  of  aluminum.  The  last- 
named  substance  may  also  be  formed  from  the  hydroxide  of  alumi- 
num which  is  sometimes  present  in  clays.  On  the  islands  of  Navassa, 
Sombrero,  Mona,  and  Moneta,  in  the  West  Indies,^  limestones  have 
been  thus  transformed;  the  other  reaction  may  be  more  fully  con- 
sidered now. 

On  Clipperton  Atoll,  in  the  North  Pacific,  J.  J.  H.  Teail  ^  found 
a  phosphatized  trachyte,  the  alteration  being  clearly  due  to  leachings 
from  guano.  A  similar  alteration  of  andesite  was  discovered  by 
A.  Lacroix"  on  Pearl  Islet,  off  the  coast  of  Martinique.  In  both 
cases  feldspars  furnished  the  alumina  for  the  phosphate  that  was 
found.  Another  phosphate  of  similar  character,  from  the  island  of 
Kedonda,  in  the  West  Indies,  was  described  by  C.  U.  Shepard,*  but 
nothing  is  said  of  its  petrologic  origin.  Another  example,  ana- 
lyzed by  A.  Andouard,*  came  from  the  islet  of  Grand-Conn6table, 
near  the  coast  of  French  Guiana.  All  of  the^e  represent  changes 
brought  about  by  percolations  from  bird  guano. 

In  the  Minerva  grotto,  department  of  TH^rault,  France,  A.  Gau- 
tier^  found  brushite,  tribasic  calcium  phosphate,  and  a  phosphate 
of  aluminum  to  which  he  gave  the  name  minervite.  To  this  he 
assigned  the  formula  Al^PjO^JH^O,  but  his  data  seem  to  have  been 
based  on  impure  material.  A  later  analysis  by  A.  Camot '  gives  the 
mineral  a  very  different  composition.  In  the  same  memoir  Camot 
described  a  substance  similar  to  minervite,  from  a  cave  near  Oran,  in 
Algeria.  In  this  case  the  phosphatic  deposits  seem  to  have  been 
formed  by  infiltrations  from  without  the  cavern,  and  the  same  is 

1  For  the  Nsvaasa  phosphate,  see  E.  V.  d'Inyilllen,  Bull.  Oeol.  8oc.  America,  yoL  2, 1891,  p.  75.  W.  B. 
K.  Dayldson  (Trans.  Am.  Inst.  Mln.  Eng.,  vol.  21, 1893-03,  p.  139),  thinks  it  may  be  a  residual  oonoentra* 
tion  ftom  phosphatic  limestone  and  not  a  guano  product.  For  Sombrero,  see  A.  A.  Julien,  Am.  Jour.  Set. , 
2d  ser. ,  voL  36, 1863,  p.  424.  For  Mona  and  Moneta,  see  C.  U.  Shepard,  jr. ,  Am.  Jour.  Soi. ,  3d  ser. ,  voL  23, 
1882,  p.  400.  See  also  S.  P.  Sharpies,  Proc.  Boston  Soc.  Nat.  Hist. ,  vol.  22, 1883,  p.  242,  on  phosphates  from 
the  guano  caves  of  the  Caioos  Islands,  which  contain  considerable  admixtures  of  calcium  sulphate.  K. 
Martin  (Zeitschr.  Deutsch.  geol.  OeseU.,vol.  31, 1879,  p.  473),  has  described  the  deposits  of  phosphate  on  the 
Island  of  Bonaire.  N.  H.  Darton  (Am.  Jour.  ScL,  3d  ser.,  vol.  41, 1891,  p.  102)  and  W.  H.  Dall  and  G.  I>. 
Harris  (BnU.  U.  8.  Qeoi,  Survey  No.  84,  1892)  regard  the  phosphates  of  Florida  as  possibly  due  to 
guano  leachings.  The  same  view  was  also  advocated  by  L.  C.  Johnson,  Am.  Jour.  ScL,  3d  ser.,  vol.  46, 
1893,  p.  407.    On  the  Aruba  phosphate  see  0.  Hughes,  Quart.  Jour.  Oeol.  Soc,  vol.  41, 1885,  p.  80. 

s Quart.  Jour.  OeoL  Soc.,  vol.  64, 1898,  p.  230. 

>  Bull.  Soc.  mln.,  voL  28, 1905,  p.  13.  Lacroiz  ((>ompt.  Rend.,  voL  143, 1906,  p.  661)  has  also  reported  an 
oocurrenoe  of  phosphattze^  trachyte  on  the  island  of  San  Thomd,  in  the  Qulf  of  Guinea.  In  this  case, 
again,  guano  was  the  agent  of  alteration. 

« Am.  Jour.  ScL,  2d  ser.,  voL  47, 1860,  p.  428.  See  also  C.  H.  Hitchcock,  Bull.  Geol.  Soc.  America,  vol.  2, 
1801,  p.  6. 

•  Compt.  Rend.,  voL  119, 1804,  p.  1011. 

•  Annales  des  mines,  9th  ser.,  voL  5, 1884,  p.  1.    (^mpt  Rend.,  voL  116, 1893,  pp.  928, 1023. 
1  Annales  des  mines,  9th  ser.,  voL  8, 1805,  p.  319.    Compt  Rend.,  voL  121, 1895,  p.  152. 

101381**— BuU.  491—11 32 


Digitized  by  VnOOQ IC 


498 


THE  DATA  OP  GBOCHBMISTBY. 


true  of  a  white,  pulverulent  substance  described  by  J.  C.  H.  Mingaye' 
from  the  Jenolan  caves  in  New  South  Wales.  Here  no  evidence  of 
guano  could  be  found,  and  Mingaye  ascribed  the  phosphatic  solution 
to  leachiogs  of  river  silt  containing  bones  or  other  organic  matter 
and  directly  overlying  the  caves.     The  analyses  are  as  follows: 

Analyses  of  phosphatic  deposits. 


A.  CUpperton  Atoll,  Teall. 

B.  Martinique,  analysis  by  Araandaux. 

C.  Redonda,  Shepanl. 

D.  Orand>ConD6table,  Andouard. 


R.  Minerva  Orotto,  Camot. 
F.  Oran,  Camot. 
O.  Jenolan  caves,  Mingaye. 
H.  Contnme,  Sicily,  Casoria. 


1       A 

B 

c 

43.20 
14.40 
16.60 

"'".■57' 

D 

E 

F 

0 

Ha 

P.O. 

38.5 
25.9 

7.4 

41.20 
34.20 

trace 
trace 

39.10 
25.59 

8.03 
trace 

1.40 

37.28 

18.59 

.83 

.33 

1.40 

8.28 

35.17 
18.18 

trace 

.31 

5.80 

40.83 
20.70 
.20 
trace 
trace 
9.01 

37.10 

aU 

22.89 
1.17 

CaO 

KjO 1 

8.04 

NaaO 

1 

.02 

NH, 

1 

.52 
trace 
trace 
trace 

.48 
trace 
trace 
trace 

.61 

F 

1 

CI 

trace 
.06 

SO, 

_  _    

COo 1 ! 

trace 
1.70 

SiOa 

Insoluble 

J" 

1.60 

}  4.35 
"23."76" 

11.60 
'i3.'46* 

"l.U 

.36 

HoO,  100*» 

24.50 

24.00 

ft21. 24 

7.87 

HoO,  ISO'* 

HjO,  200^* 

9.50 
18. 19 

«21.29 

H9O,  ienition 

23.0 

2,50 

4.50 

14.80 

99.8 

99.90 

100.37 

99.62 

99.78 

99.74 

99.55 

99.35 

a  This  substance,  named  palmerite  by  E.  Casoria  (Zeitschr.  Kryst.  Min.,  vol.  42, 1906,  p.  87),  (h>m  near 
Controne,  Sicily,  is  probably  identical  with  minervite.  It  was  found  in  a  layer  under  bat  guano.  See  also 
A.  Lacroix,  Bull.  80c.  min.,  vol.  33, 1910,  p.  34.    Lacroix  assigns  a  very  complex  formula  to  minervite. ' 

c  Loss  on  ignition. 

Although  these  analyses  do  not  represent  pure  compounds,  they 
yield  approximations  to  simple  formul®.  A,  B,  and  D  are  not  far 
from  variscite,  AIPO4.2H2O.  C  suggests  the  analogous  barrandite, 
(AlFe)P04.2H20.  Minervite,  especially  as  shown  in  Mingaye's  analy- 
sis, probably  contains  a  salt  of  the  composition  H2KAla(P04)a.6HjO. 
To  establish  any  of  these  formulae,  however,  would  require  much 
more  careful  investigation  than  has  hitherto  been  practicable  and 
upon  more  homogeneous  material. 

The  phosphates  of  the  Minerva  grotto,  according  to  Gautier,*  were 
formed  by  the  action  of  decomposing  animal  matter  upon  gibbsit-e, 
clay,  and  limestone.  In  order  to  support  this  opinion,  he  proved 
experimentally  that  solutions  of  ammonium  phosphate,  which,  as 
we  have  seen,  may  be  derived  from  guano,  will  produce  the  required 
transformations.  Gelatinous  alumina,  digested  with  ammonium 
phosphate,  gave  a  crystalline  product  resembling  minervite,  and 
even  a  clay  was  altered  by  the  reagent.     Siderite,  FeCOj,  similarly 

1  Rec.  OeoL  Survey  New  South  Wales,  vol.  6, 1899,  p.  111.  Mingaye  gives  analyses  of  several  other  phos. 
phates  found  in  these  caverns.  Phosphates  of  similar  origin  are  described  by  D.  Mawson  and  W.  T.  Cooke 
hi  Trans.  Roy.  Soc.  South  Australia,  vol.  31, 1907,  p.  65. 

s  Annates  des  mines,  9th  ser.,  vol.  5, 1894,  p.  1.    Compt.  Rend.,  voL  116, 1893,  pp.  928>  1003. 
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treated  with  ammonium  phosphate,  was  converted  into  a  salt  of  the 
composition  Fes(P04)2.6H20;  and  limestone  was  found  to  be  trans- 
formed into  calcium  phosphate.  That  is,  a  known  product  of 
organic  decomposition  will  so  act  upon  mineral  substances  as  to 
generate  phosphates  resembling  those  that  were  actually  found.  An 
outline  is  thus  furnished  for  a  general  theory  of  phosphatization, 
which  is  supported  both  by  laboratory  investigation  and  by  the 
observation  of  natural  occurrences.  The  decaying  animal  matter,  in 
presence  of  bones  or  phosphatic  shells,  can  form  soluble  phosphates, 
and  the  latter  acting  in  solution  upon  clays,  hydroxides,  or  carbon- 
ates, bring  about  the  final  transformations. 

The  larger  deposits  of  calcium  phosphate,  or  phosphorite,  are 
probably  all  of  marine  origin.^  Unlike  the  crystalline  apatite  they 
are  amorphous,  and  may  be  either  compact,  earthy,  or  concretionary. 
Nodular  or  pebble  forms  are  common.  In  composition  the  purest 
phosphorites  approach  apatite,  or,  more  specifically,  fluorapatite, 
Ca5(P04)8F;  but  some  varieties  are  more  nearly  the  normal  trical- 
cium  phosphate,  Ca^OPO^),.  According  to  A.  Camot,'  the  concre- 
tionary phosphates  are  deficient  in  fluorine,  while  in  the  sedimentary 
forms  it  is  present  in  nearly  the  apatite  ratio.  In  the  phosphorites 
of  France,  A.  Lacroix  *  identifies  coUophanite,  dahlhte  (Ca8(P04)4. 
CaCOs-^HsO)  and  francohte,  which  also  contains  calcium  carbonate. 
To  the  phosphorite  of  Quercy,  which  is  a  mixture  of  the  other  species, 
he  gives  the  name  quercylite. 

To  apparently  homogeneous  brown  grains  from  the  chalk  of  Ciply, 
in  Belgium,  J.  Ortlieb*  assigned  the  formula  4CaO.2P3O5.SiO2, 
r^arding  the  substance  as  a  definite  mineral  species  to  which  he 
gave  the  name  ciplyte.  In  an  Algerian  phosphate,  G.  Schtiler*  found 
chromium,  to  an  average  amount  of  0.057  per  cent  of  CrjOj.  Oxides 
of  iron,  alumina,  magnesia,  calcium  carbonate,  gypsum,  silica, 
sand,  and  clay  are  common  impurities.  Nitrogenous  organic  matter 
is  also  often  present.  Some  so-called  phosphate  rocks  are  merely 
phosphatized  limestones,  sandstones,  or  shales.  In  certain  Cre- 
taceous sandstones  of  Russia,  calcium  phosphate  occurs  as  a  cement 
for  the  sand  grains  and  also  in  the  form  of  fossil  bones  and  fossil 
wood.  The  wood  has  been  completely  replaced  by  phosphate." 
Although  bone  is  itself  lai^ely  composed  of  calcium  phosphate,  fossil 
bones  are  not  identical  chemically  with  recent  bones.  The  fossils 
show  an  enrichment  in  calcium  carbonate,  iron  oxide,  and  fluorine, 

1  Even  the  highly  crystallized  Canadian  apatites  of  the  Qrenville  series  are  regarded  by  W.  H.  McNaim 
as  originally  marine  deposits  which  have  undergone  metamorphism.    Trans.  Canadian  Inst,  vol.  8,  p.  405. 
s  Compt.  Rend.,  vol.  114, 1892,  p.  1003. 
s  Idem,  vol.  1£0, 1910,  pp.  1213, 1388.    See  also  his  Mindralogie  da  la  Franoe,  vol.  4,  pp.  565-^686. 

•  Annales  Soc.  gfol.  da  Nord,  vol.  16, 1888-89,  p.  270. 

•  Zeitschr.  angew.  Chemie,  1898,  p.  1101. 

•  See  a  table  of  18  analyses  by  A.  Engelhardt,  Clans.  P.  Latschlnow,  and  P.  Kostychew  in  Revue  de 
0telogie,  vol.  7, 1867-68,  p.  320.    The  wood,  bone,  and  cement  have  practically  the  same  composition. 
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as  A.  Camot  ^  has  shown,  and  especially  in  fluorine.  Modem  bonesi 
from  various  animals,  were  found  by  Camot  to  contain  a  Tninimiiin 
proportion  of  fluorine;  Tertiary  bones  were  much  richer;  Triassicand 
Cretaceous  bones  stiQ  more  so;  and  in  bones  from  Silurian  and  Devo- 
nian formations  the  ratio  of  fluoride  to  phosphate  was  nearly  that 
of  apatite.  This  progressive  enrichment  in  fluorine  Camot  attributes 
to  the  agency  of  percolating  waters,  carrying  small  quantities  of  fluo- 
rides in  solution.  He  cites  a  number  of  references  to  the  presence 
of  fluorides  in  mineral  springs,  and  in  water  from  the  Atlantic  he 
found  fluorine  to  the  extent  of  0.822  gram  in  a  cubic  meter.  Iodine, 
which  is  also  of  oceanic  origin,  has  repeatedly  been  detected  in 
phosphorites,  but  the  presence  of  bromine  is  more  doubtful.^ 

The  small  traces  of  phosphates  which  are  present  in  sea  water  are 
more  or  less  absorbed  into  the  shells,  bones,  and  tissues  of  marine 
animals,  and  so  concentrated  to  some  extent.  When  the  animals  die 
their  remains  are  scattered  through  the  ooze  of  the  sea  bottom,  and 
feebly  phosphatic  deposits  are  thus  formed.  The  calcium  phosphate, 
however,  tends  to  become  still  more  concentrated,  for  the  carbonate 
with  which  it  is  commingled  is  more  freely  soluble,  and  so  is  par- 
tially removed.  This  process  is  assisted  by  the  carbonic  acid  formed 
during  the  decomposition  of  the  animal  matter.'  Some  phosphate 
is  also  dissolved,  but  it  is  in  part  redeposited  around  nuclei,  such  as 
shells  or  fragments  of  bone,  forming  the  phosphatic  nodules  which 
are  so  often  found  upon  the  ocean  floor.*  Similar  nodules  are  com- 
mon in  beds  of  phosphorite  and  in  some  localities  they  constitute  its 
valuable  portions.  They  are  also  found  disseminated  in  deposits  of 
greensand,  associated  with  the  glauconite  which  was  laid  down  at 
the  same  time.  The  replacement  of  calcareous  sheUs  by  phosphates 
was  clearly  traced  by  A.  F.  Renard  and  J.  Comet  *  in  their  study  of 
the  Cretaceous  phosphorites  of  Belgium. 

The  organic  remains  which  contribute  to  the  formation  of  phos- 
phorites vary  widely  as  regards  richness  in  phosphates.  Bones  are 
the  richest;  crustacean  remains  probably  come  next;  mollusks  and 
corals  are  the  poorest.  As  a  rule,  molluscan  shells  and  corals  consist 
mainly  of  calcium  carbonate,  but  some  species  are  highly  phosphatic. 
In  a  recent  lingula,  for  instance,  W.  E.  Logan  and  T.  S.  Hunt* 
found  85.79  per  cent  of  calcium  phosphate.  The  fossil  casts  of  a  gas- 
teropod,  Cydora,  are  also,  according  to  A.  M.  Miller,'  rich  in  phos- 

1  Annates  des  mines,  9th  ser.,  vol.  3, 1893,  p.  155.  In  a  dlnosaurlan  bone  from  Colorado,  L.  O.  EaldnSi  In 
the  laboratory  of  the  United  States  Geological  Survey,  found  2.12  per  cent  of  fluorine. 

s  See  F.  Kuhlmann,  Compt.  Rend.,  vol.  75, 1S72,  p.  1678. 

s  See  discussion  by  L.  Kruft,  Neues  Jahrb.,  Bell.  Bd.  15, 1902,  p.  1.  This  memoir  relates  to  the  distri- 
bution of  phosphorite  in  the  older  Paleozoic  formations  of  £uroi>e. 

« See  J.  Murray  and  A.  F.  Renard,  Challenger  Rept.,  Deep-€ea  deposits.  1891,  pp.  397-400.  Also  ants^ 
in  Chapter  IV,  p.  123. 

•  Bull.  Acad.  Belgique,  vol.  21, 1891,  p.  128. 

•  Am.  Jour.  Sd.,  2d  ser.,  vol.  17, 1864,  p.  236. 
7  Am.  Geologist,  voL  17, 1806,  p.  74. 
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phate.  The  Cambrian  phosphates  of  Wales  are  regarded  by  H. 
fficks  *  as  derived  in  large  part  from  crustaceans,  a  supposition  which 
is  bome  out  by  W.  H.  Hudleston^s  analyses.^  The  shell  of  a  giant 
trilobite  contained  17.05  per  cent  of  P2O5;  the  shell  of  a  recent  lobster 
yielded  3.26  per  cent,  and  the  average  amount  found  in  an  entire 
lobster  was  0.76  per  cent.  Where  crustacean  remains  are  abundant, 
the  proportion  of  phosphoric  acid  ought  to  be  relatively  high. 

The  deposits  thus  formed  by  animal  remains,  upon  the  bottom  of 
the  sea,  are  at  best  but  moderately  phosphatic.  A  further  concentra- 
tion is  effected  after  the  sediments  have  been  elevated  into  land  sur- 
faces, when  atmospheric  agencies  begin  to  work  upon  them.  First, 
beds  of  phosphatic  chalk  or  limestone  are  formed,  from  which,  by 
leaching  with  meteoric  or  subterranean  waters,  the  excess  of  calcium 
carbonate  is  washed  away.  The  less  soluble  phosphate  then  remains 
as  a  residuary  deposit,  more  or  less  impure,  and  varying  much  in 
richness.  The  beds  near  Mons,  in  Belgium,  according  to  F.  L. 
Comet,*  were  thus  derived  from  phosphatic  chalk,  from  which  the 
calcareous  shells  have  disappeared,  while  the  flints,  sihceous  sponges, 
and  vertebrate  bones  are  unchanged.  According  to  Chateau  ^  the 
Eocene  phosphates  of  Algeria  were  concentrated  in  the  same  way, 
from  animal  and  vegetable  debris  laid  down  in  shallow  salt-water 
lagoons.  The  beds  also  show  signs  of  local  precipitation  of  phos- 
phates which  had  previously  been  dissolved.  So  long  ago  as  1870 
this  theory  of  concentration  by  leaching  was  proposed  by  N.  S. 
Shaler,*  to  account  for  the  nodular  phosphates  of  South  Carolina, 
and  it  seems  to  apply  equally  well  to  the  other  phosphorite  deposits 
of  the  United  States. 

The  phosphorites  of  Tennessee,  which  have  been  somewhat  ex- 
haustively studied,"  furnish  an  excellent  illustration  of  the  several 

1  Quart.  Jour.  Oeol.  800.,  vol.  31, 1875,  p.  368.  On  p.  357  of  the  same  Journal  there  is  another  paper  by 
D.C.Davieson  the  same  region.  W.  D.  Matthew  (Trans.  New  York  Aoad.  Sci.,  vol.  12,  p.  108)  has  described 
phosphatic  nodules  from  the  Cambrian  of  New  Brunswiclc. 

1  Quart.  Jour.  Geol.  Soc.,  vol.  31, 1875,  p.  376. 

>  Idem,  vol.  42, 1888,  p.  325. 

*  M&n.  Soc.  ingfin.  clvils,  August,  1897,  p.  193.  Analyses  of  Algerian  phosphates,  by  H.  and  A.  Malbot, 
are  given  in  Compt.  Rend.,  vol.  121, 1895,  p.  442.  The  phosphorites  of  Tunis  are  described  by  P.  Thomas 
In  Bun.  Soo.  gtel.  France,  3d  ser.,  vol.  19,  1891,  p.  370.  Bee  also  O.  TIetze,  Zeitschr.  prakt.  Geologle, 
1007,  p.  229,  on  the  phosphates  of  Tunis  and  Algeria.  Tietze  gives  numerous  references  to  the  literature  of 
these  deposits.    See  also  C.  Pilotti,  Pub.  Corpo  reale  delle  miniere,  Rome,  1908. 

»  Proc.  Boston  Soc.  Nat.  Hist. ,  vol.  13, 1870,  p.  222,  and  also  later  hi  the  hitroductlon  to  R.  A.  F.  Penrose's 
BuIL  U.  S.  Qeol.  Survey  No.  46, 1888.  For  other  matter  relative  to  the  South  Carolina  phosphates,  see 
O.  A.  Moses,  Mineral  Resources  U.  S.  for  1882,  U.  S.  Oeol.  Survey,  1883,  p.  504;  P.  E.  Chazal,  Sketch  of  the 
South  CaroUna  phosphate  industry,  Charleston,  1904;  F.  Wyatt,  The  phosphates  of  America,  New  York, 
1891;  and  C.  C.  H.  Millar,  Florida,  South  Carolina,  and  Canadian  phosphates,  London,  1892.  The  earlier 
literature  is  well  summed  up  in  Penrose's  bulletbi. 

•  Bee  publications  of  the  U.  S.  Geol.  Survey  as  follows:  C.  W.  Hayes,  Sixteenth  Ann.  Rept.,  pt.  4,1805» 
p.  610;  Seventeenth  Ann.  Rept.,pt.  2, 1896,  p.  539;  Twentieth  Ann.  Rept.,pt.6,oont.,1889,p.  633;  Twenty- 
flxst  Ann.  Rept.,pt.  3, 1901,  p.  473;  and  Bull.  No.  213, 1903,  p.  418.  L.  P.  Brown,  Nhieteenth  Ann.  Rept., 
pt.  6,  cont.,  1896,  p.  547.  £.  C.  Eckel,  Bull.  No.  213, 1903,  p.  424.  The  latest  discussion,  by  Hayes  and 
E.  O.  Ulrich,  is  given  in  Geol.  Atlas  U.  S.,  folio  95, 1903.  See  also  T.  C.  Meadows  and  L.  Brown,  Trans. 
Am.  Inst.  Mln.  Eng.,  vol.  24, 1895,  p.  582;  Hayes,  idem,  vol.  25, 1896,  p.  19;  J.  M.  Saflord,  Am.  Geologist^ 
vd.  18, 1896,  p.  261:  and  W.  B.  Phillips,  Eng.  and  Mtai.  Jour.,  vol.  57, 1894,  p.  417. 
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processes,  chemical  and  mechanical,  which  have  taken  part  in  their 
formation.  As  interpreted  by  Hayes  and  Ubich,  these  phosphorites, 
which  are  partly  Ordovician  and  partly  Devonian,  were  first  laid 
down  in  a  shallow  sea  as  phosphatic  limestones,  deriving  their  phos- 
phates in  all  probability  from  phosphatic  mollusks,  such  as  Imgula. 
Some  bones  and  teeth  of  Devonian  fishes  are  also  found  in  these  beds. 
The  limestones  then  were  subjected  to  the  leaching  process,  which 
removed  carbonates,  leaving  a  mixture  of  phosphates,  clay,  and  iron 
hydroxide.  The  soil  thus  formed  was  again  concentrated  by  mechan- 
ical washing,  the  moving  waters  carrying  away  the  clay  and  finer  silt 
from  the  heavier  phosphatic  nodules.  Some  phosphates  were  also 
dissolved  by  percolating  waters,  to  be  precipitated  as  a  secondary 
deposit  in  the  underlying  limestones,  or  concentrated  in  limestone 
caverns. 

The  phosphorites  of  Arkansas,^  which  occur  in  an  interval  between 
the  Lower  Silurian  and  "Lower  Carboniferous,"  are  probably  of 
similar  origin  to  those  of  Tennessee.  At  some  localities  in  Arkansas, 
however,  phosphates  occur  as  bands  of  pebbles  in  Cretaceous  beds, 
sometimes  associated  with  greensand.  This  association  and  also 
the  neighborhood  of  manganese  ores  are  strongly  suggestive  of  the 
similar  association  of  these  substances  in  the  deep-sea  deposits 
described  by  Murray  and  Renard.  The  same  processes  were  followed 
in  both  the  ancient  and  the  modem  seas. 

Phosphorites  and  phosphatic  marls  are  found  at  many  other  points 
in  the  southeastern  parts  of  the  United  States,  but  they  probably  all 
originated  in  the  same  way,  at  least  so  far  as  chemical  processes  are 
concerned.  The  mechanical  transportation  of  phosphatic  silt  and  its 
accumulation  in  hollows  or  depressions  have  doubtless  happened  in 
many  instances,  but  have  no  chemical  significance.  In  the  Florida 
field,  as  described  by  G.  H.  Eldridge,'  every  step  of  phosphorite  for- 
mation seems  to  be  represented.  Phosphates  have  been  concentrated 
from  hmestones  and  also  by  mechanical  washing;  they  have  formed 
secondary  replacements,  and  some  were  deposited  from  solution. 
The  following  analyses  were  made  by  George  Steiger  in  the  laboratory 
of  the  United  States  Geological  Survey,  upon  material  collected  by 
Eldridge.  They  show  the  variabiUty  of  the  Florida  rock,  a  variability 
observed  in  all  other  regions. 

1  See  J.  C.  Braimer,  Trans.  Am.  Inst  Min.  Eng.,  vol.  26, 1W6,  p.  580;  also  Bnnner  and  J.  F.  Newsom,  BtUL 
Arkansas  Apr.  Exp.  8ta.  No.  74,  and  A.  H.  Purdue,  BuU.  U.  8.  Oeol.  Survey  No.  815, 1907,  p.  46S.  Tlie 
Devonian  black  phosphates  of  the  Pyrenees,  described  by  D.  Levat  (Annales  des  mines,  9th  aer.,  vol.  15, 
1809,  p.  4),  are  also  comparable  with  those  of  Tennessee  and  Arkansas. 

s  Trans.  Am.  Inst.  Hhi.En«.,  vol.  21, 1893,  p.  196.  See  also  W.  B.M.Davidson,  idem,  p.  189.  Eldridge 
cites  a  number  of  incomplete  analyses  of  Florida  phosphates  by  T.  H.  Chatard,  all  made  In  the  Survey 
laboratory.  Other  papers  on  the  Florida  phosphates  by  E .  T.  Cox,  0 .  H.  Wells,  and  E.  W.  Codington,  may 
be  found  in  Trans.  Am.  Inst.  Min.  Eng.,  vol.  25, 1896,  pp.  36, 168, 423;  also  one  by  N.  A.  Pratt,  in  Eng.  and 
Mln.  Jour.,  voL  53, 1892,  p.  380.  See  also  E.  H.  Sellards,  Third  Ann.  Rept  Florida  State  OeoL  Surv^, 
1909-10. 
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A.  From  near  Sunnyside,  Taylor  County. 

B,  C.  From  Lnrayflle  district,  Suwanee  County. 
D.  From  Albion  district,  Levy  County. 


SiOa-. 
TiO-.. 

^*- 

MgO.. 
K,0.. 
NajO. 


F 

HjO  at  105** 
Ignition . . . 


3,44 

.13 

1.49 

1.43 

48.81 

.23 

trace 

trace 

35.93 

2.71 

.10 

2.56 

.90 

1.98 


5.36 

.26 

5.41 

2.86 

42.13 

.47 

none 

none 

33.37 

2.15 

.09 

2.10 

1.84 

4.76 


10.63 

.86 

12,42 

2.90 

30.93 

.29 

.20 

.27 

30.35 

1.72 

.13 

1.95 

1.27 

7.69 


10.51 
.58 

21.17 
3.10 

23.95 
.15 

.40 

25.38 

2.14 

.15 

1.42 

1.27 

10.35 


LessO. 


99.70 
1.05 


100.80 
.88 


101.  61 
.82 


100.57 
.60 


Organic  C . 


99.92 
.18 


100.79 
.12 


99.97 
.22 


A  new  phosphate  field,  probably  the  largest  known,  is  in  the  States 
of  Idaho,  Wyoming  and  Utah.  At  the  date  of  writing  it  is  still  under 
investigation.^  The  subjoined  partial  analyses  of  rock  from  this 
r^on  are  also  by  Mr.  Steiger. 

Analyses  of  western  phosphates. 

A.  3}  miles  west  of  Cokeville,  Wyoming. 

B.  DuneUan  lode,  8  miles  southwest  of  Sage,  Utah. 

C.  Elslnore  claim,  3  miles  west  of  Devils  Slide,  Utah. 

D.  8  miles  southeast  of  Georgetown,  Idaho. 


Insoluble 

SiOo 

Al,03..-. 
Fe^Os-.- 

MgO 

CaO 

NiuO.... 

K26 

HaO-.... 
HJO+... 
CO2 

lir.::: 

F 

CI 


2.62 

.46 

.97 

.40 

.35 

48.91 

.97 

.34 

1.02 

1.34 

2.42 

33.61 

2.16 

.40 

trace 


95.97 


1.82 
.30 
.50 
.26 
.22 
50.97 

2.00 
.47 
.48 
.57 

1.72 
36.35 

2.98 

.40 

trace 


99.04 


9.40 

undet. 

.90 

.33 

.26 

46.80 

2.08 
.58 
.61 
.75 

2.14 
32.05 

2.34 
.66 

trace 


98.90 


10.00 

none. 

.89 

.73 

.28 

45.34 

1.10 

.48 

1.04 

1.14 

6.00 

27.32 

1.59 

.60 

trace 


96.51 


>  See  report  by  H.  S.  Qale  and  R.  W.  Richards,  Bull.  U.  8.  Geol.  Survey  No.  430, 1910,  p.  457;  and  E. 
Blackwelder,  idem,  p.  537.    Earlier  reports  by  F.  B.  Weeks  and  W.  F.  Ferrier  are  in  Bulls.  315  and  340.  ' 
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Note. — For  other  data  on  American  phosphates,  see  R.  A.  F.  Penrose,  Bull.  U.  S. 
Geol.  Survey  No.  46,  1888,  and  also  the  following  publications:  Phosphates  and 
marls  of  Alabama,  E.  A.  Smith,  Bull.  Geol.  Survey  Alabama  No.  2,  1892;  and  W.  0. 
Stubbs,  Mineral  Resources  U.  S.  for  1883-84,  U.  S.  Geol.  Survey,  1885,  p.  794.  The 
Alabama  localities  yield  phosphatic  marls  and  greensands,  of  Cretaceous  age.  S.  W. 
McCallie,  Phosphates  and  marls  of  Georgia:  Bull.  Geol.  Survey  Georgia  No.  5-A, 
1896.  D.  T.  Day,  North  Carolina  phosphates:  Mineral  Resources  U.  S.  for  1883-84, 
U.  S.  Geol.  Survey,  1885,  p.  788.  M.  C.  Ihlseng,  Phosphates  of  Juniata  County, 
Pennsylvania:  Seventeenth  Ann.  Rept.  U.  S.  Geol,  Survey,  pt.  3, 1896,  p.  955. 

For  phosphorite  in  Japan,  see  E.  Tsuneto,  Chem.  Zeitung,  vol.  23,  1899,  pp.  800, 
825.  This  phosphate  occurs  in  Miocene  sandstone  and  contains  scue  glauconite. 
Good  analyses  are  given. 

On  phosphate  rock  in  New  Zealand,  see  A.  R.  Andrew,  Trans.  New  Zealand  Inst., 
vol.  38,  1905,  p.  447.  On  Christmas  Island,  Indian  Ocean,  £.  W.  Skeats,  Bull.  Mus. 
Comp.  Zool.,  vol.  42, 1903,  p.  103.  On  nodules  in  eastern  Thuringia,  J.  Lehder,  Neues 
Jahrb.,  Beil.  Bd.  22, 1906,  p.  48.  On  French  phosphates,  A.  Nantier,  Compt.  Rend., 
vol.  108, 1889,  p.  1174;  and  H.  Lasne,  Bull.  Soc.  g6ol.  France,  3d  ser.,  vol.  18, 1889-90, 
p.441. 

FBRRIC    HTDROXIBES. 

An  important  class  of  products,  derived  from  the  decomposition 
of  rocks,  is  that  which  includes  the  oxides  and  hydroxides  of  iron  and 
manganese.  The  residual  deposit  of  ferric  hydroxide,  known  as 
laterite,  has  already  been  described;  other  modes  of  occurrence  remain 
to  be  considered  now. 

Several  hydroxides  of  iron  have  been  given  definite  rank  as  mineral 
species.     They  are: 

Turgite 2FeaO,.HjO.  Contains  94.6  per  cent  FejO,. 

Goethite FejOj.HjO.  Contains  89. 9  per  cent  PejO,. 

Limonite 2Fe20,.3H20.  Contains  85.5  per  cent  Fe^O,. 

Xanthosiderite Fea03.2H20.  Contains  81.6  per  cent  Fe,0,. 

Limnite Fe,0,.3H20.  Contains  74.7  per  cent  Fe,0,. 

Of  these  only  one,  goethite,  is  crystalline;  the  others  are  amorphous, 
and  all  sorts  of  mixtures  between  them  are  Ukely  to  occur.*  They 
are  also  often  admixed  with  siderite,  FeCO,,  which  is  itself  an  impor- 
tant ore  of  iron.  Other  impurities  are  sand,  clay,  calcium  and  mag- 
nesium carbonates,  aluminum  hydroxides,  manganese  compoimds, 
phosphates,  such  as  vivianite,  organic  matter,  etc.  Some  of  the 
tarest  metals,  hke  gallium,  indium,  thaUium,  and  rubidium,  are 
also  very  commonly  present  in  ores  of  this  class,  but  only  in  minute 
traces.  They  have  been  detected  spectroscopically.'  From  an  eco- 
nomic point  of  view,  all  of  these  minerals  are  grouped  together  as 
limonite,  for  the  reason  that  that  species  is  by  far  the  most  abundant 
and  forms  large  ore  bodies. 

The  processes  by  which  deposits  of  ferric  hydroxide  are  produced 
have  already  been  partly  indicated.     Residual  deposits  may  be  formed 

1  Perhaps  the  hydrogoethlte,  3FefOi.4HsO,  of  P.  X.  Zemjatachensky  (Zeitach.  Kiyst.  Min.,  vol.  20,  p.  186) 
Is  such  a  mixture. 
^  >  See  W.  N.  HarUey  and  H.  Ramage,  Jour.  Chem.  Soc.,  vol.  71, 1896,  p.  533. 
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as  in  the  case  of  laterite^  or  as  represented  by  the  gossan  caps  over 
bodies  of  sulphide  ores.  Great  outcrops  of  such  ores,  especially  of 
pyrite  or  chalcopyrite,  are  often  altered  to  a  considerable  depth  into 
masses  of  porous  limonite.  Pseudomorphs  of  limonite  after  pyrite 
are  exceedingly  common.*  When  sulphides  containing  iron  are  thus 
oxidized,  some  iron  is  removed  in  solution  as  sulphate,  from  which 
it  may  be  precipitated  later  as  hydroxide.  Carbonated  waters  also 
extract  iron  from  silicate  rocks,  or  from  disseminated  magnetite, 
again  forming  solutions  from  which  limonite  may  be  deposited.  The 
rusty  sediments  around  chalybeate  springs  are  illustrations  of  the 
latter  process.  Organic  acids  also  assist  in  the  solution  of  ferrous 
compounds,  and  furnish  to  swamp  waters  the  material  from  which 
bog-iron  ores  are  formed.  Stagnant  swamp  waters  are  often  covered 
by  iridescent  films  of  ferric  hydroxide,  produced  by  atmospheric 
oxidation  of  ferrous  carbonate,  in  visible  exemplification  of  the 
process  described  above.  The  following  analysis  of  a  spring  water, 
which  rises  under  a  layer  of  ore  at  Ederveen,  Netherlands,  is  cited  by 
Van  Bemmelen  *  to  indicate  the  source  from  which  the  iron  oxides 
were  derived.     The  figures  refer  to  milligrams  per  liter. 


Analysis  of  spring  water  at  Ederveen^  Netherlands. 


Mg.... 
Fe.... 
Mn... 

K 

Na.... 
AI2O3. 
CI 


107.6 
5.6 

19.6 

11.4 
0.9 

10.0 
3.3 

15.2 


SO4 0.9 

HjPO^ 10.9 

COs 207.6 

SiOa 18.0 

Organic 56. 0 


467.0 


From  waters  of  this  kind  deposits  are  formed  under  swamps  and 
bogs  as  an  impervious  hardpan,  and  also  frequently  in  lakes  or  ponds. 
Their  formation  is  sometimes  very  rapid,  and  instances  are  cited  by 
A.  Geikie '  of  Swedish  lakes,  in  which  layers  of  bog  ore  several  inches 
thick  accumulated  in  the  course  of  twenty-six  years.  According  to 
N.  S.  Shaler,*  bog  ores  are  most  abundant  along  the  margins  of 
swamps,  and  often  wanting  at  the  centers.  When  the  waters  deposit 
their  load  in  presence  of  much  carbonic  acid  or  decaying  organic 
matter,  the  carbonate,  siderite,  is  laid  down;  but  where  the  air  has 
free  access  limonite  is  produced.  In  muddy  waters  the  silt  goes  down 
with  the  iron  compounds,  forming  clay  ironstone;  and  the  black  band 
ores  of  the  coal  measures  represent  what  was  once  a  carbonaceous 

t  On.the  pyrltic  origin  of  iron  ores  see  H.  M.  Chance,  Eng.  Min.  Jour.,  voL  86, 1906,  p.  408,  and  Trans. 
Am.  Inst.  Min.  Eng.,  vol.  39, 1900,  p.  522.    Chance  regards  this  origin  as  very  general. 

*  J.  H.  van  Bemmelen,  C.  Hoitsema,  and  E.  A.  Klobbie,  Zeitschr.  anorg.  Chemie,  vol.  22, 1900,  p.  337. 
Analysis  by  G.  Moll  van  Charante.    The  phosphoric  acid  of  the  water  goes  to  the  formation  of  vivianite. 

*  Text-book  of  geology,  4th  ed.,  p.  187. 

*  Tenth  Ann.  Rept.  U.  8.  Geol.  Survey,  pt.  1, 1800,  p.  30S. 
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mud.^  In  many  cases  the  decomposition  of  ferrous  carbonate  solu- 
tions is  effected  or  aided  by  the  so-called  "  iron  bacteria,"  which  absorb 
the  iron  and  redeposit  it  later  as  ferric  hydroxide.*  These  organisms 
are  found  in  the  ground  water  and  the  soil.  From  sulphate  solutions 
the  iron  may  be  precipitated  by  carbonates,  phosphates,  or  organic 
matter  contained  in  admixed  waters.  Ferrous  sulphate  first  oxidizes, 
yielding  ferric  hydroxide  and  insoluble  basic  salts. 

Beds  of  limonite  sometimes  represent  a  different  mode  of  origin 
from  those  just  described.  R.  A.  F.  Penrose  •  suggests  that  in  some 
cases  limonite  has  been  derived  from  glauconite  by  a  process  of  alter- 
ation. It  may  be  formed  by  pseudomorphous  replacement  of  lime- 
stones, when  solutions  of  iron  compounds  percolate  through  them.* 
Ferriferous  limestone,  also,  may  yield  residuary  deposits  of  limo- 
nite, the  oxidation  of  ferrous  carbonate  and  the  solution  of  calcium 
carbonate  going  on  at  the  same  time.  The  Clinton  ores  are  regarded 
by  A.  F.  Foerste '  as  formed  by  the  replacement  of  lime  in  bryozoan 
remains;  although  C.  H.  Smyth  •  has  shown  that  in  the  oolitic  vari- 
eties each  spherule  is  made  up  of  concentric  layers  around  a  nucleus 
of  quartz.  He  aigues  that  the  ores  were  deposited  in  the  shoal  waters 
of  the  Silurian  sea,  presumably  upon  a  sandy  bottom.  The  essential 
process,  however,  precipitation  from  solution,  whether  by  oxidation, 
by  organic  matter,  or  by  carbonate  of  lime,  is  the  same  in  all  cases. 
The  iron  was  dissolved,  in  the  first  instance,  from  ferruginous  rocks, 
and  then  thrown  down  by  any  one  of  the  several  reactions  indicated. 
The  iron  ores  of  eastern  Cuba '  are  essentially  lateritic  in  character, 
being  residues  from  the  decomposition  of  serpentine,  and  the  same  is 
true  of  the  Clealum  ores  in  the  State  of  Washington.^ 

The  precipitated  hydroxides  of  iron  vary  much  in  character  and 
appearance,  and  their  exact  chemical  nature,  despite  the  plausible 
formulsB  assigned  to  some  of  the  minerals,  is  by  no  means  clear.  In 
color  they  range  from  yellow  through  various  shades  of  brown  and 

1  The  literature  of  these  ores  is  very  abundant  and  voluminous.  Bee  especially  F.  M.  Stapfl,  Zeltschr. 
Deutsch.  geol.  GeseU.,  vol.  18,  1865,  p.  86;  J.  8.  Newberry,  School  of  Mines  Quart.,  vol.  2,  1880,  p.  1; 
H.  Sjdgren,  Neues  Jahrb.,  1893,  pt.  2,  p.  273,  ref.;  J.  H.  L.  Vogt,  Zeltschr.  prakt.  Geologie,  1894,  p.  30,  and 
1895,  p.  38;  O.  Relnders,  Verbandel.  Akad.  Wet.  Amsterdam,  sec.  2,  vol.  5,  No.  5;  A.  Qaertner,  Arch. 
Ver.  Mecklenburg,  vol.  51, 1897,  p.  73;  and  J.  M.  van  Bemmelen,  Zeltschr.  anorg.  Chemle,  vol.  22, 1900, 
p.  313.    On  the  origin  of  bog  iron  ore  see  also  £.  J.  Moore,  Econ.  Geology,  vol.  5, 1910,  p.  528. 

s  See  Van  Bemmelen,  loo.  dt.;  G.  Tolomei,  Zeltschr.  anorg.  Chemle,  vol.  5, 1894,  p.  102;  and  authorities 
cited  by  C.  R.  Van  Hlse,  A  treatise  on  metamorphlsm:  Mon.  U.  8.  Geol.  Survey,  vol.  47, 1904,  p.  826. 

>  Ann.  Rept.  Geol.  Survey  Arkansas,  vol.  1, 1892,  p.  124.  See  also  L.  Cayeuz,  Compt.  Rend.,  vol.  142, 
1906,  p.  805. 

« See  J.  P.  Kimball,  Am.  Jour.  Scl.,  3d  ser.,  vol.  42, 1891,  p.  231.  See  also  C.  W.  Hayes,  Trans.  Am. 
Inst.  Mln.  Eng.,  vol.  30, 1900,  p.  403;  Hayes  and  E.  C.  Eckel,  Bull.  U.  S.  Geol.  Survey  No.  213, 1003,  p.2S3; 
and  8.  W.  McCallie,  Bull.  No.  10-A,  Geol.  Survey  Georgia,  1900,  p.  19,  on  the  iron  ores  of  that  State. 

ft  Am.  Jour.  Sci.,  3d  ser.,  vol.  41, 1891,  p.  28. 

•  Idem,  vol.  43, 1892,  p.  487. 

7  See  A.  C.  Spencer,  Bull.  U.  S.  Geol.  Survey  No.  340, 1908,  p.  318;  C.  M.  Weld,  Bull.  Am.  Inst.  Min. 
Eng.  No.  32, 1909,  p.  749;  C.  K.  Leith  and  W.  J.  Mead,  idem.  Bull.  No.  51, 1911,  p.  217.  The  last  bulletin 
oontalns  five  other  papers  on  the  Cuban  ores. 

•  See  G.  O.  Smith  and  B.  Willis,  Trans.  Am.  Inst.  Mln.  Eng.,  vol.  30,  p.  356. 
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red;  and  in  texture  they  differ  as  widely.  J.  M.  van  Bemmelen  ^ 
regards  them  as  colloidal  complexes  of  ferric  oxide  and  water,  to 
which  chemical  fonnul»  are  not  properly  applicable;  and  the  same 
view  is  held  by  him  concerning  the  humus  acids  and  the  so-called 
ferrohumates.*  According  to  P.  Nicolardot,*  however,  whose  inves- 
tigation is  most  recent,  ferric  hydroxide  exists  in  at  least  six  modi- 
fications which  differ  in  their  physical  and  chemical  properties  and 
in  their  content  of  water.  T^ey  are  all,  he  says,  polymers  of  the 
simplest  hydroxide. 

From  what  has  been  said  in  the  preceding  paragraphs,  it  is  evident 
that  the  composition  of  sedimentary  iron  ores  must  range  between 
widely  separated  limits.  They  may  be  mainly  ferrous  carbonate, 
either  crystalline  or  amorphous,  or  principally  limonite  with  all  sorts 
of  admixtures  of  other  substances.  The  following  analyses  of  bog 
ore,  *'raseneisenstein,"  from  Ederveen,  are  given  in  the  memoir  by 
J.  M.  van  Bemmelen,  C.  Hoitsema,  and  E.  A.  Klobbie.*  These  varia- 
tions are  shown  in  ore  from  a  single  locality,  and  the  substances  men- 
tioned are  mostly  crystalline.  The  FcjOg  represents  the  amorphous 
variety. 

Analyses  of  bog  ore, 

A.  By  O.  Relndtfs.    B.  By  E.  A.  laobble.    C.  By  F.  M.  Jfi«er.    D.  By  C.  H.  Kettner. 
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MnCO, 

OaCO, 

MgCO.. 

CJaSO^ 

fe^r....;::: 

NaCl 

Soluble  SiOj.... 

Sand 

Organic  matter. 
HjOatlOO^.... 
H3O,  ignition... 
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4.04 

2.27 

.17 
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2.49 
37.70 

.67 
4.46 

.10 


8.0 
30.6 


4.0 
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1.75 


36.49 
6.12 
2.91 
4.10 
.21 
5.47 
1.76 


.07 
.93 
.03 
.23 

49.30 

1.57 
3.68 
2.06 


.21 
trace 
trace 

.82 
50.02 

.03 

.95 
1.12 


49.1 
1.8 
}      3.3 


.60 
trace 
trace 

6.30 
19.30 

1.20 
12.10 

4.00 


100. 00  I  100.  32 


99.7 


100.56 


1  Rec.  trav.  chlm.,  vol.  7, 1888,  p.  106;  vol.  18,  1899,  p.  86;  Zeitschr.  anorg.  Chemie.  vol.  20, 1809,  p.  185, 
vol.  22, 1900,  p.  313,  vol.  42, 1904,  p.  281.  Also  J.  M.  van  Bemmdlen  and  E.  A.  Klobbie.  Jour,  prakt.  Chemie, 
2d  aer.,  vol.  46, 1892,  p.  629. 

s  See  also  W.  Spring,  Boll.  Acad.  Belglque  ,3d  ser.,  vol.  34, 1897, p.  578,  on  the  relations  of  humus  to  iron  in 
nataral  waters,  already  cited  on  p.  488,  ante.  The  same  subject  has  recently  been  discussed  by  O.  Aschan, 
Zeitschr.  prakt.  Qeologie,  vol.  15, 1907,  p.  66. 

s  Annaleschim.  phys.,  8th  ser.,  vol.  6, 1905,  p.  334.  Nioolardot  cites  many  references  to  fomaer  investiga- 
tions upon  the  precipitated  hydroxides.  See  also  Otto  Ruff,  Ber.  Deutsch.  chem.  Gesell.,  vol.  34, 1901, 
p.  3417. 

«  Zeitschr.  anorg.  Chemie»  vol.  22, 1900,  p.  319. 
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The  subjoined  analyses  of  limonitic  bog  iron  from  Mittagong, 
Australia,  are  cited  by  A.  Liversidge.*  They  are  quite  different  from 
those  shown  in  the  preceding  group. 

Analyses  of  Australian  bog  ores. 


FeA 

AlA 

MnO 

MgO 

CaO 

SiO, 

Itz::::::.:::: 

H3O,  hygroscopic 
H2O,  combinea.. 


68.37 
4.63 
trace 
trace 
trace 
14.10 
trace 
trace 
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57.61 
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6.41 
trace 
trace 


trace 

trace 

1.20 
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99.90 


74.71 
3.04 
trace 
.43 
trace 
10.10 
trace 
trace 
2.20 
9.70 


100.18 


65.84 

4.49 

L40 

.48 

trace 

14.27 

.25 

.11 

2.30 

10.86 


100.00 


MANGANESE  ORES. 

Manganese,  like  iron,  is  also  dissolved  out  from  the  crystalline 
rocks,  in  which  it  is  almost  invariably  present,  and  by  the  same  agen- 
cies. It  may  go  into  solution  as  sulphate,  or  as  carbonate,  to  be  rede- 
posited  as  carbonate,  oxide,  or  hydroxide,  under  various  conditions 
and  in  a  variety  of  forms.  A  deposition  as  dioxide,  hydrous  or 
anhydrous,  is  very  common  and  is  often  seen  in  the  dendritic  infiltra- 
tions which  occur  in  many  rocks  and  in  the  black  coatings  which 
sometimes  cover  river  pebbles  or  surround  manganiferous  mineral 
springs.  Nodules  consisting  chiefly  of  manganese  dioxide  are  abun- 
dant on  the  bottom  of  the  deep  sea,  as  described  in  a  previous  chapter,* 
and  similar  nodular  forms  have  been  observed  that  were  of  recent 
terrestrial  origin.  May  Thresh '  discovered  small  hard  black  nodules 
resembUng  seeds  in  the  bowlder  clay  of  Essex,  England;  and  similar 
bodies  were  found  by  W.  M.  Doherty  *  on  the  surface  of  the  ground  in 
Australia. 

Manganese  differs  from  iron,  however,  in  its  degrees  of  oxidation. 
Ferrous  oxide  and  hydroxide,  as  such,  are  unknown  in  nature;  but 
manganosite,  MnO,  and  pyrochroite,  Mn(0H)2,  are  well-known  min- 
erals. Manganite,  MnjOs.HjO,  corresponds  in  type  with  goethite 
and  diaspore;  and  hausmannite,  MngOf,  is  the  equivalent  of  magnet- 
ite, although  the  two  species  are  crystallographically  unlike.  Polia- 
nite  and  pyrolusite,  two  crystalUzed  forms  of  the  dioxide,  MnO,,  are 
not  matched  by  any  compound  of  iron,  and  this  oxide  forms  the 

^  Minerals  of  New  South  Wales,  p.  99.    The  analyses  were  made  by  the  "government  analyst." 

s  See  p.  123,  ante. 

» Jour.  Chem.  Soc.,  vol.  82,  pt.  2,  ref.  667, 1902. 

«  Kept.  Australasian  Assoc.  Adv.  Sci.,  1898,  p.  839. 
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chief  manganese  ore.  Braunite,  to  which  the  formula  SMnaOj.MnSiOg 
is  assigned,  is  also  a  crystallized  mineral,  but  its  composition,  as 
shown  by  analyses,  is  somewhat  variable.  The  hydrous  psilomelane, 
of  uncertain  constitution,  is  often  associated  with  pyrolusite,  and 
allied  to  it  are  many  varieties  which  have  received  distinct  names. 
These  latter  ores  are  amorphous,*  and  probably  represent  colloidal 
complexes,  such  as  were  mentioned  in  connection  with  the  sedimen- 
tary ores  of  iron.  The  following  analyses  represent  substances  in  this 
class,  ranging  from  the  crystalline  pyrolusite  to  the  earthy  wad,  or 
bog  manganese,  the  cupriferous  lampadite,  etc. : 

Analyses  ofrrumganese  ores. 

A.  Pyrolusite,  Crimora  mine,  Augusta  County,  Virginia.  Analysis  by  J.  L.  Jannaa,  Am.  Chem.  Jour., 
vol.  11, 1889,  p.  39. 

B.  Psilomelane,  near  Silver  CUff,  Colorado.  Analysis  by  W.  F.  Hillebrand,  BuU.  U.  S.  Oeol.  Survey 
No.  220, 1903,  p.  22. 

C.  Psilomelane,  Romantehe,  France.  AnalysisbyA.  Gorgeu,BulLSocmln.,vol.l3,1890,p.23.  Partly 
recalculated  from  the  original. 

D.  Wad,  Romantehe,  France.  Analysis  by  Qorgeu,  idem,  p.  27.  Partly  recalculated.  Oorgeu  gives 
many  analyses  of  natural  oxides  and  hydroxides  of  manganese.  See  Bull.  Soc  min.,  vol.  13, 1890,  p.  21; 
vol.  16, 1898,  pp.  96, 133.    Also  Bull.  Soc  chim.,  3d  ser.,  vol.  9, 1893,  pp.  496,  650. 

E.  Varvidte,  AustlnvUle,  Wythe  County,  Virginia.  Analysis  by  P.  H.  Walfesr,  Am.  Chem.  Jour., 
vol.  10, 1880,  p.  41. 

F.  Lampadite,  or  lepidophaelte,  Kamsdorf,  Thurlngia.  Analysis  by  Jenkins,  for  A.  Welsbach,  Neues 
Jahrb.,  1880,  pt.  2,  p.  109.    This  mineral  shows  exceptionally  high  hydration. 
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Asbolite  is  an  earthy  psilomelane  containing  much  cobalt,  which  is 
a  common  impurity  in  manganese  ores.     Barium,  as  shown  in  the 

>  Acoordlng  to  A.  Oorgeu  (BulL  Soc  min.,  vol.  13, 1890,  p.  27),  the  variety  known  as  wad  is  sometimes 
crystallized. 
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analyses,  is  also  a  frequent  constituent  of  them.  The  crystalline 
hoUandite,  described  by  L.  L.  Fennor/  contains  both  barium  and 
iron,  in  addition  to  the  manganese.  Coronadite,  an  oxide  of  man- 
ganese and  lead,  described  by  W.  Lindgren  and  W.  F.  Hillebrand,^ 
is  a  mineral  of  similar  character.  The  minerals  of  this  class  are 
commonly  interpreted  as  manganites,  that  is,  as  salts  of  manganous 
acid.    Their  definiteness  is  questionable. 

These  sedimentary  ores,  and  the  similar  ores  produced  by  the  altersr 
tion  of  manganiferous  minerals,  have  diverse  origins.  F.  R.  Mallet' 
has  observed  lateritic  pyrolusite  or  psilomelane  as  an  integral  portion 
of  some  Indian  laterites.  The  manganese  ores  of  Queluz,  Brazil, 
according  to  O.  A.  Derby,*  are  residual  deposits  derived  from  rocks 
in  wliich  manganese  garnet  was  the  most  constant  and  characteristic 
silicate.  Bog  or  swamp  deposits  are  common,  and  so,  in  short,  the 
sedimentary  and  residual  ores  of  iron  are  very  fully  paralleled.  Only 
the  gossan  ores  have  no  true  manganic  equivalent.  The  sulphides 
of  manganese  are  relatively  rare,  and  their  oxidation  products  occur 
only  in  sporadic  cases.* 

Manganese  and  iron,  then,  are  dissolved  out  from  the  rocks  by  the 
same  reagents,  at  the  same  time,  and  in  essentially  the  same  way. 
They  are  redeposited  under  similar  conditions,  but  not  absolutely 
together,  for  a  separation  is  more  or  less  perfectly  effected.  True, 
nearly  all  limonites  contain  some  manganese,  and  nearly  all  psilomo- 
lanes  contain  some  iron;  but  in  very  many  cases  the  ores  of  the  two 
metals  are  thrown  down  separately.  How  is  the  separation  brought 
about  ?  To  this  question  various  answers  have  been  suggested,  but 
only  two  or  three  of  them  have  any  modem  significance. 

According  to  C.  R.  Fresenius,®  who  has  analyzed  the  deposits 
formed  by  the  warm  springs  of  Wiesbaden,  the  iron  is  precipitated 
first  as  ferric  hydroxide.  The  manganese  of  the  water  remains  in 
solution  much  longer  as  bicarbonate,  and  is  finally  laid  down  as  car- 
bonate as  an  impurity  in  calcareous  sinter;  that  is,  solutions  of 

1  Rec  Oeol.  Survey,  India,  vol.  36, 1908,  p.  295.  Vol.  37  of  the  Memoirs  of  the  same  Survey,  1908,  in  four 
perts,  is  an  exhaustive  monograph  by  Fermor  on  the  manganese  ores  of  India.  In  it  he  desoibes  as  new 
species  three  other  mixed  oxides  of  manganese  and  iron,  to  which  he  gives  the  names  vredenburgtte,  sita> 
parite,  and  beldongrite. 

s  Am.  Jour.  Sd..  4th  ser.,  vol.  18, 1904,  p.  448. 

s  Rec  Oeol.  Survey  India,  vol.  12, 1879,  p.  99;  vol.  16, 1883,  p.  116. 

« Am.  Jour.  Sd.,  4th  ser.,  vol.  12, 1901,  p.  18. 

^  A  very  full  monograph  on  manganese  ores,  by  R.  A.  F.  Penrose,  forms  vol.  1  of  the  Annual  Report  of 
the  Arkansas  Geological  Survey  for  1890.  See  also  an  article  by  Penrose,  Jour.  GeoL,  vol.  1, 1893,  p.  356w 
J.  n.  Weeks  has  rejwrted  on  the  manganese  deposits  of  the  United  States  in  Mineral  Resources  U.  S.  for 
1892,  TJ.  S.  Oeol.  Survey,  1893,  p.  171.  T.  L.  Watson  (Trans.  Am.  Inst.  Min.  Eng.,  vol.  34, 1904,  p.  207) 
has  described  the  manganese  ores  of  Georgia.  The  manganese  ore  of  Golconda,  Nevada,  which  contains 
tungsten,  is  interpreted  by  Penrose  (Jour.  Geology,  vol.  1, 1893,  p.  275)  as  probably  a  spring  depodt  On 
the  carbonate  ores  of  Las  Cabesses,  In  the  Pyrenees,  see  C.  A.  Mordng,  Trans.  Lust.  Min.  Met,  voL  2, 18M. 
p.  260.  See  also  J.  H.  L.  Vogt,  Zeltschr.  prakt.  Geologic,  1906,  p.  217,  for  an  elaborate  paper  on  bog  man. 
ganese.  Bull.  427  of  the  U.  S.  Q«A.  Survey,  1910,  is  a  report  by  £.  C.  Harder  on  the  manganese  ores  of  the 
United  States. 

•  Cited  by  G.  Bisehof,  Lehrbuch  der  chemisoihen  und  physlkalischen  (}6ologie,  2d  ed..  vol.  1,  p.  540. 
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manganese  carbonate  are  more  stable  than  solutions  of  ferrous  car- 
bonate, and  the  manganese  is  therefore  carried  farther.  A  partial 
separation  of  the  two  metals,  from  the  same  solution,  is  thus  effected. 
The  thermochemical  arguments  of  L.  Dieulafait  ^  are  quite  in  har- 
mony with  the  foregoing  observations,  and,  indeed,  help  to  explain 
them.  These  arguments  rest  upon  the  general  principle  that  when 
several  reactions  may  conceivably  take  place,  that  one  which  is 
attended  by  the  greatest  evolution  of  heat  will  occur.  The  thermo* 
chemical  equations  used  by  Dieulafait  are  as  follows: 

2FeO  -f  O  =  FeA  +  26.6  Cal. 
2MnO  +  20  =  2Mn02  +  21 .4  Cal. 

Hence,  if  oxygen  acts  on  a  mixture  of  FeO  and  MnO,  or  upon  sub- 
stances equivalent  to  them,  ferric  oxide  will  form  first  and  be  the 
more  stable. 

FeO + CO,  =  FeCOj  -f  5.0  Cal. 

MnO + CO,  =  MnCOs  -f  6.8  Cal. 

When  carbon  dioxide  unites  with  these  oxides,  then,  the  manganese 
compoimd  will  form  first  and  be  the  more  stable.  If  oxygen  and 
carbon  dioxide  act  together  in  considerable  excess,  FcjO,  and  MnO, 
will  both  be  formed;  but  if  they  act  slowly,  in  small  quantities,  the 
oxygen  will  go  to  produce  FcjOg,  and  MnCOj  can  be  generated  at 
the  same  time.  The  manganese  carbonate,  being  somewhat  soluble, 
may  then  be  separated  from  the  ferric  oxide  by  leaching,  either  to 
be  deposited  as  carbonate,  or  perhaps  to  be  oxidized  to  MnO,  and 
CO3  later. 

In  the  last  of  Dieulafait's  papers  he  gives  the  heat  of  formation 
of  several  manganese  compounds: 

Mn  +  S,  22.6  Cal. 

Mn  +  O,  47.4  Cal. 

Mn  +  0+CO„  54.2  Cal. 

Mn  +  O,,  58.1  Cal. 

From  these  figures  it  appears  that  the  dioxide  is  the  most  stable 
compound  in  the  series;  it  is  therefore  the  easiest  formed,  and  is  the 
principal  manganese  ore.  The  thermochemical  and  geological  data 
are  in  complete  harmony. 

It  is  more  than  probable,  as  F.  P.  Dunnington '  has  shown,  that 
manganese  sulphate  plays  an  important  part  in  the  separation  of 
the  two  metals.  He  has  proved,  experimentally,  that  acid  solutions 
of  ferrous  sulphate,  such  as  are  formed  by  the  oxidation  of  pjnites, 
will  dissolve  manganese  oxides  to  a  very  marked  extent.     At  the 

I  Gompt.  Rend.,  vol.  101, 1885,  pp.  609, 644, 676. 
s  Am.  Jour.  Sci.,  3d  ser.,  vol.  36, 1888,  p.  175. 
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same  time  ferric  sulphate  and  ferric  hydroxide,  imder  favorable 
conditions,  may  also  be  formed.  In  contact  with  manganese  carbon- 
ate, in  presence  of  air,  ferrous  sulphate  is  rapidly  oxidized,  pro- 
ducing manganese  sulphate,  ferric  hydroxide,  and  carbon  dioxide. 
Both  sulphates  of  iron  react  with  calcium  carbonate,  and  the  ferric 
salt  generates  carbon  dioxide,  ferric  hydroxide,  and  calcium  sul- 
phate. Manganese  sulphate  acts  but  little,  if  at  all,  upon  calcium 
carbonate,  if  protected  from  access  of  air;  in  presence  of  air,  how- 
ever, manganese  oxide  is  gradually  formed. 

From  these  reactions  it  is  easy  to  see  that  limestones  may  be  impor- 
tant factors  in  the  separation  of  manganese  and  iron.  Where  sul- 
phates of  the  two  metals  percolate  through  limestones,  the  iron 
will  be  by  far  the  more  easily  precipitated,  while  the  manganese  will 
remain  in  solution  imtil  it  is  exposed  to  both  air  and  calcium  carbon- 
ate simultaneously. 
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SEDIMENTARY  AND  DETRITAL  BOCKS. 

SANDSTONES. 

By  preasnre,  or  by  the  mjectkxa  of  cenMiiting  materids,  the  prod- 
ucts of  rock  docompoAtion  may  be  reconfiolidated.  From  the  sands 
sandfltomes  are  formed;  from  tiie  clays,  shales  are  doriTed;  and  cal- 
careous deposits  yield  the  limestones.  These  rocks  shade  into  one 
another,  through  intermediate  gradations,  and  exhibit  the  same  varia- 
tions in  composition  that  are  observed  in  sands  and  soils.  Their 
classification  depends  upon  their  typical  forms,  and  their  modttcar 
tions  are  indicated  by  a  simple  nomenclature.  Such  terms  as  cal- 
careous sandstone,  argillaceous  limestone,  and  sandy  shale  explain 
themselves,  for  they  are  clearly  descriptive.  Although  not  rigorous, 
they  are  sufficient  for  most  practical  purposes.^ 

A  sandstone  differs  chemically  from  a  sand  chiefly  in  the  addition 
of  a  cementing  substance.  Thb  is  fumished  by  percolating  waters, 
or  else,  in  certain  cases,  by  the  slight  solution  of  the  moist  surfaces 
of  mineral  particles  in  contact  with  one  another.  Any  substance 
which  the  waters  can  deposit  in  a  relatively  insoluble  condition  may 
serve  as  a  cement.  Such  substances  as  silica,  calcium  carbonate, 
hydroxides  of  iron  and  aluminum,  calciiun  sulphate,  phosphate,  and 
fluoride,  barimn  sulphate,  etc.,  fulfill  this  conoUtion.  Clay  and  bitu- 
minous substances  also  act  as  cementing  materiak.  The  additions 
thus  made  to  a  sand  may  be  small  in  amount  or  even  very  lai^e,  some- 
times equaling  in  quantity  the  cemented  particles.  Such  an  extreme 
case  is  fumished  by  the  well-known  Fontainebleau  calcites,  which 
have  crystallized  around  sand  and  contain  sometimes  50  per  cent  of 
calcium  carbonate.  A.  von  Morlot  ^  reports  crystals  from  this  locality 
containing  58  per  cent  of  sand,  and  others  with  as  high  as  95  per 
cent.  Analogous  crystals  from  the  badlands  of  South  Dakota,  de- 
scribed by  S.  L.  Penfield  and  W.  E.  Ford,'  contain  approximately 
40  per  cent  of  calcite  to  60  per  cent  of  sand.  These  are  mixtiu*es  of 
sand  and  calcite  in  which  the  crystalline  form  of  the  latter  has  been 
perfectly  developed.     Gypsum  crystals  containing  sand  up  to  48.58 

*  On  a  classiflcatioxi  of  the  aedimentary  rooks,  see  A.  W.  Orabao,  Am.  Oeologist,  vol.  33, 1904,  p.  228. 
"Haidiiiger's  Beiichte,  vol.  2, 1846-47,  p.  107. 
Im.  Jour.  Sd.,  4th  aer.,  vol.  0, 1000,  p.  362. 

101381*'— Bull.  491—11 33  513 
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per  cent  have  been  found  on  the  Astrakhan  steppe^  according  to 
B.  Doss,^  who  also  mentions  gypsiferous  sandstones.  Crystals  of 
barite  inclosing  sand  are  also  well  known.  J.  E.  Pogue  '  has  described 
crystallized  barite  inclosing  from  44  to  63  per  cent  of  sand  from  the 
oasis  of  Kharga,  Egypt;  and  H.  W.  Nichols  ^  reports  similar  material 
found  in  Oklahoma.  As  a  rule,  however,  the  cementing  material  of 
a  sandstone  is  quite  subordinate.  Between  a  sand  and  a  sandstone 
the  difference  in  composition  is  generally  slight,  and  may  be  almost 
inappreciable. 

When  sihca  serves  as  the  cementing  substance,  it  may  assume 
either  the  amorphous  or  the  crystalline  form.  In  the  latter  case  the 
quartz  fragments  often  exhibit  a  secondary  enlargement  and  become 
the  nuclei  of  distinct  quartz  crystals/  As  amorphous  silica  it  simply 
fills  the  interstitial  spaces  of  the  rock  and  binds  the  sand  grains  to- 
gether. These  spaces  or  pores  vary  in  mi^nitude,  and  may  make 
up  a  considerable  portion  of  the  total  volume  of  a  rock.  According 
to  G.  F.  Becker,^  the  interstitial  space  in  a  sandstone  made  up  of 
closely  packed  spherical  grains  amounts  to  25.96  per  cent.  C.  R. 
Van  Hise "  estimates  the  minimum  pore  space  at  24  per  cent,  and 
claims  that  it  may  be  much  greater.  The  character  of  the  rock  pro- 
duced by  the  consolidation  of  such  a  bed  will  obviously  depend  upon 
the  extent  to  which  the  cementing  material  has  filled  the  interstitial 
spaces.  One  sandstone  is  loosely  compacted,  another  is  solid,  and  by 
thorough  silicification  the  rock  may  become  transformed  into  a  hard, 
vitreous  quartzite.  In  an  ordinary  sandstone  the  fracture  is  around 
the  grains;  in  a  quartzite  it  is  just  as  likely  to  be  across  them. 

After  sihca,  and  often  with  silica,  the  conmioncst  cements  of  sand- 
stone consist  of  carbonates.^  Calcium  carbonate  is  the  most  abun- 
dant salt  derivable  from  percolating  waters,  and  is  easily  deposited 
therefrom;  hence  its  frequency  in  the  sediments,  even  in  those  which 
are  not  laid  down  in  contiguity  to  limestones.  Calcareous  sandstones 
are  exceedingly  conmion,  and  at  the  other  end  of  the  series  arena- 
ceous limestones  are  not  rare.     The  following  analysis  of  a  greenish 

1  Zeitschr.  Deutsch.  geol.  Qosell.,  vol.  49, 1897,  p.  143. 

s  Proc.  U.  8.  Nat.  Mas.,  vol.  8S,  1910,  p.  17.    Pogue  gives  s  good  list  of  other  occunenoes. 

>  Pub.  No.  Ill,  Field  Columbian  Mus.,  1906,  p.  31. 

« See  A.  Knop,  Neues  Jahrb.,  1874,  p.  2gl;  A.  S.  TOmebobm,  Neues  Jahrb.,  1877,  p.  210;  H.  C.  Sorbj, 
Quart.  Jour.  Geol.  Soc.,  vol.  36, 1880.  Proc.,  p.  46;  A.  A.  Young.  Am.  Jour.  6ci.,  3d  aer.,  vol.  24, 1883,  p.  47: 
R.  D.  Irving  and  C.  R.  Van  lllse.  Bull.  U.  S.  Oeol.  Survey  No.  8, 1884;  Irving,  Fifth  Ann.  Rept.  U.  S.  Geol. 
Survey,  1885,  p.  218.  "Crystallized  sands "  from  Peru  are  mentioned  by  L.  Crosnier,  Annates  des  mines, 
5th  ser.,  vol.  2, 1862,  p.  5;  and  A.  Daubrde  (Etudes  synth6tiqaea  de  gMogie  expdrlmentale,  pp.  226-230) 
cites  a  number  of  European  examples. 

*  Mon.  U.  S.  Geol.  Survey,  vol.  13, 1888,  p.  399. 

•  Idem,  vol.  47, 1904,  p.  863. 

T  Calcium  carbonate,  up  to  nearly  30  per  cent.  Is  the  cementing  substance  of  the  sandstone  reeb  found 
on  the  coast  of  Bra&ll.  See  the  Important  monograph  by  J.  C.  Bnmner,  ^Ich  forms  voL  44  of  the  Bull. 
Mus.  Comp.  Zool.,  1904.    Branner  mentions  similar  reefii  in  the  Levant. 
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sandstone  from  Lohne,  Westphalia,  by  W.  von  der  Marck,^  may 
illustrate  the  complexity  of  these  mixtures. 

Analyna  of  sandstone  from  Westphalia, 

CaCO, 39.50 

MgCO, 7.  23 

FeCOj 7.54 

*  OagPA 3.90 

FejOa 82 

AlaOj 2.12 

Inaoluble portion if^X ^^f 

IAI2O3 91 

Kfi 03 

H2O 62 

99.32 

In  this  analysis  calcium  phosphate  appears  among  the  cementing 
substances,  and  many  other  examples  of  its  occurrence  under  like  con- 
ditions are  known.  Phosphatic  sandstones  from  Perry  County,  Ten- 
nessee, have  been  described  by  C.  W.  Hayes,'  and  also  a  phosphatic 
breccia.  In  these  rocks  the  calcium  phosphate  forms  the  matrix  of 
the  sand  grains.  In  a  brown  sandstone  from  Kursk,  Russia,  C.  Claus  ' 
found  13.60  per  cent  of  PjOg,  equivalent  to  22.64  of  CajPjOg.  In  the 
same  sandstone  4.98  per  cent  of  calcium  fluoride  was  also  present. 
Calcium  fluoride  has  also  been  reported  by  W.  Mackie*  as  a  cement- 
ing material  in  a  Triassic  sandstone  from  Elginshire,  Scotland — in 
one  case  up  to  25.88  per  cent.  These  figures,  of  course,  represent 
exceptional  samples — concentrations,  so  to  speak;  in  ordinary  cases 
the  cementing  compounds  are  found  in  small  amounts. 

Barium  sulphate  has  repeatedly  been  observed  as  a  cement  in 
sandstones.  F.  Clowes*  has  described  specimens  containing  from 
28.20  to  50.06  per  cent  of  BaS04.  Clowes  suggests  that  the  barite 
was  probably  formed  in  situ,  by  double  decomposition  between 
barium  carbonate  and  sulphates  contained  in  percolating  waters. 
Barium  has  often  been  detected  in  the  waters  of  mineral  springs.* 
The  barytic  sandstones,  so  far  as  they  have  been  described,  are 
remarkably  durable,  because  of  the  insoluble  character  of  the  cement. 
Calcareous  sandstones  are  easily  disintegrated  by  weathering,  for 
the  carbonates  are  readily  dissolved  by  atmospheric  waters. 

1  Verhandl.  Naturblst.  Ver.  preuss.  RhehUande  u.  Wes^halens,  vol.  12,  1866,  p.  260.  Many  other 
similar  anal3rses  are  given.  O.  Blschof  (Lehrbuch  der  chemlschen  und  phjrsikaliachen  Geologle,  2d  ed., 
▼ol.  3,  pp.  137-149)  gives  abundant  data  upon  the  oementing  materials- of  sandstones.  In  analyses  of 
these  rocks  it  Is  commonly  assumed  that  the  portion  soluble  in  hydrochloric  acid  belongs  wholly  to  the 
cement.  This  Is  probably  true  in  most  cases,  but  not  always.  Soluble  minerals  may  occur  hi  a  sandstone 
among  its  granular  components. 

>  Seventeenth  Aim.  Rept.  U.  S.  Oeol.  Survey,  pt.  2, 1896,  pp.  627, 539. 

•  Jahresber.  Chemle,  1852,  p.  960. 

« Rept.  Brit.  Assoc.  Adv.  Sd.,  1901,  p.  640.    Seeatoo  O.  Mtkgge,  Centralbl.  Ifin.,  Oeol.  u.  Pal.,  1908,  p.  33. 

•  Froo.  Roy.  Soc.,  vol.  46, 1880,  p.  363;  vol.  64, 1899,  p.  374.  Bee  also  W.  Madde,  Rept.  Brit.  Assoc.  Adv. 
3ci.,  1901,  p.  640;  C.  B.  Wedd,  Oeol.  Mag.,  1890,  p.  508;  and  C.  C.  Moore,  Proc.  Liverpool  Oeol.  Soc.,  vol.  8, 
1808,  p.  241.  Moore  gives  several  good  analyses  of  sandstoneB.  In  some  of  them  small  amounts  of  cobalt 
and  nickel  were  found. 

•  See  ante,  p.  193.    Se6  also  R.  DeDceskamp,  Notisbl.  Ver.  Erdkunde,  4th  ser..  Halt  21, 1000,  p.  47. 
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Apart  from  the  cements,  sandstones  rary  in  composition  exactly 
as  do  the  sands.  A  sandstone  may  be  nearly  pure  quartz,  or  quartz 
and  feldspar,  or  micaceous,  or  glauconitic,  and  it  can  exhibit  any 
texture  from  the  finest  to  the  coarsest.  Textural  diflferences,  how- 
ever, do  not  concern  the  chemist.  From  a  chemical  point  of  view  it 
is  immaterial  whether  the  sand  grains  are  coarse  or  fine,  rounded  or 
angular.  Such  rocks  as  conglomerates,  breccias,  arkoses,  gray- 
wackes,  etc.,  have  no  distinct  chemical  peculiarities;  they  are  made 
up  of  detrital  material,  and  vary  from  their  parent  formations  only 
in  the  extent  to  which  their  component  fragments  have  been  decom- 
posed and  in  the  nature  of  their  cementing  substances.  Any  sand 
or  detritus  may  be  reconsolidated  by  any  one  of  the  cements  above 
mentioned.  When  a  mixture  of  sand  and  clay  consolidates,  it  may 
form  an  argillaceous  sandstone  or  a  sandy  shale,  according  to  the 
relative  proportions  of  the  two  ingredients.  In  such  a  sandstone  the 
colloidal  substances  of  the  admixed  clay  appear  to  act  as  binders, 
their  function  being  somewhat  different  from  that  of  the  cements 
deposited  by  solutions.  Their  binding  power  is  probably,  in  most 
cases,  reinforced  by  the  addition  of  true  cements,  usually  either 
calcium  carbonate  or  silica.  By  secondary  reactions,  due  to  addi- 
tions of  this  kind,  the  clay  substances  may  be  transformed  into 
other  things,  as  shown  in  the  graywacke  of  Hurley,  Wisconsin.* 
This  is  a  detrital  rock,  which  originally  consisted  largely  of  quartz 
and  feldspar,  with  a  little  hornblende,  and  dark  fragments  of  older 
rock  material,  held  together  by  clay.  In  the  graywacke  the  clay 
has  been  transformed  into  what  is  jMincipally  a  chlorite,  with  sec- 
ondary quartz  and  some  other  minor  minerals.  The  cement,  which 
was  at  first  amorphous,  is  now  entirely  crystalline.  Metasomatic 
changes  of  this  order  are  very  common,  and  the  reactions  which  can 
occur  are  many.  With  different  detritus^  different  cements,  and  differ- 
ent salts  in  the  circulating  waters,  a  vast  number  of  transformations 
are  possible.     On  this  subject  it  would  be  difficult  to  generalize. 

In  a  microscopic  study  of  about  150  psammitea,  as  rocks  of  the 
sandstone  class  are  sometimes  called,  G.  Klemm  ^  identified  the  fol- 
lowing substances  among  their  components:  Quartz,  feldspars,  micas, 
iron  ores,  zircon,  rutile,  apatite,  tourmaline,  garnet,  titanite,  augite, 
hornblende,  opaline  siUca,  glauconite,  carbonates  of  calcium,  magn^ 
slum  and  iron,  rock  fragments,  clastic  dust,  and  clay.  Even  this  list 
is  probably  far  from  being  exhaustive.  An  arkose  sandstone  from 
the  quicksilver  region  of  California,  made' up  of  granitic  detritus, 
was  found  by  G.  F.  Becker  *  to  contain  quartz,  orthoclase,  oligoclase, 
biotite,    muscovite,    hornblende,    titanite,    rutile,    tourmaline,    and 

i  Described  by  W.  S.  Bftyley  in  BuU.  U.  8.  Qeol.  Surwy  No.  UQ,  MM»  p,  84.  Compare  C.  R.  Van  Rise. 
Am.  Jour.  8ci.»  3d  ser.,  vol.  31, 18S6,  p,  463,  for  data  eenoviilBg  otber  alBiiiar  rooki  la  the  nine  region. 

s  Zeitsctar.  Deutach.  ffeol.  Qesell.,  v«l.  34,  IWO,  p.  771. 

*  Mon.  U.  S.  Geol.  Survey,  vol.  13.  1kk8.  p.  59.  Several  other  sandstonoB  are  described  by  J.  8.  DUier 
In  Bull.  U.  S.  GeoL  Surrey  No.  ISO,  1808,  pp.  7»-M, 
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apatite.  In  i^ort,  all  of  the  rock-formmg  minerals  which  can  in  any 
way  survive  the  destruction  of  a  rock  may  be  found  m  its  sands,  and 
therefore  in  the  sandstones.  The  feldspars  and  f erromagnesian  min- 
eniB,  however,  are  quite  commonly  altered  or  even  removed,  the  more 
stable  minerals,  like  quarts,  being  much  more  persistent.  Quartz  is 
the  most  abimdant  mineral  in  tixese  rocks,  while  in  rocks  of  the  crys- 
talline and  enqptive  classes  it  is  subordinate  to  the  feldspars. 

The  following  analyses,  which,  with  one  exception,  were  aU  made  in 
the  laboratory  of  the  United  States  Geological  Survey,  will  sufSice  to 
show  the  general  composition  of  the  sandstones:^ 

Anahf9u  ofiondtUmu, 

A.  PotBdtmaaaditoiie,AUeiiMiiB,WlMoa8tD.  AnBljals1>y£.A.Selmfllder.  DeicribedbyJ.S.nillar, 
Bull.  XJ.  8.  Geol.  Survey  No.  150, 1898,  p.  80.    Nearly  pure  quartz. 

B.  Brown  sandstone,  Hummdstown,  Pennsylvania.  Analyda  by  Bdmelder.  Described  by  DUler,  op. 
dt.,  p.  77.   Composed  chiefly  of  quartxi  with  some  feldspar,  kaolin,  etc.   The  oement  is  iron  oxide. 

C.  Ferruginous  sandstone,  ''carstone,"  from  Hunstanton,  Norfolk,  England.  Analysis  and  description 
by  J.  A.  PlilllipB,  Quart,  ffoor.  Oeefl.  Soc.,  toI.  37, 18B1,  p.  6.  Consists  of  qtairtK  grains  cemented  by  brown 
lion  on,  with  very  Uttle  iddspar  and  mica.    PhiUips  alao4{lves  five  other  analyses  of  British  sandstones. 

D.  From  a  "sandstone  dike"  In  Shasta  County,  Callfomia.  AnailyalB  by  T.  M.  Chatard.  Described  by 
7.  S.  DUtor,  Boil.  Oeol.  Soc  Amolta,  vol.  1, 188B,  p.  411.  Made  op  of  quarts,  feldspar,  and  blottte,  with  a 
oaldte  cement.  Contains  also  serpentine,  titanite,  magnetite,  and  zirooo.  Other ' ' sandstone  dikes ''  near 
Pikes  Peak,  Colorado,  have  been  described  by  W.  Cross.  They  probably  represent  qaidcBands  which  were 
iqtected  into  flnorea.    Bee  also  C.  O.  Crosby,  BulL  Essex  Inst.,  voL  27, 18M,  p.  113. 

E.  Miocene  sandstone.  Mount  Diablo,  California.  Analyzed  and  described  by  W.  H.  Melville,  BulL 
Oeol.  fioc.  America,  vol.  3, 18M,  p.  40S. 

F.  Composite  analysis  of  253  sandstones.    By  H.  N.  Stokes. 

G.  Composite  analsrsis  of  371  sandstones  used  for  building  purposes.    By  H.  N.  Stokes. 

CL  Qiaywacke,  Horiey,  Wlsoonstai.  Analysis  by  H.  N.  Stokes.  Described  by  W.  8.  Bayfey,  BnlL 
U.  B.  Oeol.  Survey  No.  150, 1808,  p.  84.  Contains  quarts,  feldspars,  iron  oxides,  and  probably  kaoUn.  In 
the  cement  are  ohlorite,  quarts,  magnetite,  pyrite,  ratlle,  sometimes  biotite,  and  eltlier  musoovite  or  kaolin. 
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a  Includes  organic  matter. 

A  peculiar  rock,  which  is  sometimes  called  a  calcareous  sandstone 
is  the  gaize  of  the  French  geologists.     It  has  been  fully  described  by 

iFor  additional  analyses,  see  BulL  U.  S.  Oeol.  Survey  No.  228,  IVH,  pp.  291-296.  W.  Wallace  (Proc. 
Fhilos.  Soc.  Glasgow,  vol.  14»  ie88»  p.  22)  and  W.  Mackie  (Txana.  Edinburgh  Oeol.  Soc.,  voL  8, 1899,  pp.  58, 
59)  8^ve  9i  nnmber  of  good  analyses  ol  Scottish  sandstonea.  See  alao  C.  C.  Moora^  Proc  Liverpool  Oeol. 
Soo.,  voL  8, 1898,  p.  241,  for  English  examptos. 
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L.  Cayeux  ^  as  a  siliceous  rock,  rich  in  the  debris  of  siliceous  organ- 
isms, containing  quartz  and  glauconite  cemented  by  opal  and  clay, 
with  sometimes  chalcedony,  and  very  little  carbonate  of  lime.  The 
silica  in  gaize  ranges  from  76  to  92  per  cent,  and  a  large  part  of  it, 
75.3  per  cent  in  the  maximum,  is  soluble  in  caustic  alkalies.  It  is,  aa 
defined  by  Cayeux,  a  sedimentary  rock  consisting  largely  of  non- 
clastic  silica,  and  seems  to  have  been  originally  a  marine  ooze. 

FLINT   AND    CHERT. 

It  is  at  once  evident  that  a  considerable  variety  of  rocks  may  be 
formed  from  siUceous  oozes,  such  as  the  radiolarian  and  diatomaceous 
oozes  of  the  Challenger  expedition.  These  fine  sediments  may  be 
mixed  with  more  or  less  clay,  sand,  or  calcareous  matter,  shading, 
when  consolidated,  into  shales,  sandstones,  or  siliceous  limestones. 
Their  geological  relations  and  their  content  of  amorphous  or  opal- 
ine sihca  must  be  depended  upon  to  define  them.  In  the  same  cate- 
gory we  must  place  infusorial  earth,  which  consists  mainly  of  the 
siUceous  remains  of  diatoms;  and  such  rocks  as  flint,  chert,  and 
novaculite  fall  in  some  cases,  if  not  always,  under  this  general  classi- 
fication. With  some  exceptions  these  rocks  are  commonly  of  organic 
origin.  The  novaculite  of  Arkansas,  however,  has  been  differently 
interpreted.*  It  is  regarded  by  L.  S.  Griswold  as  a  siUceou^  sediment 
or  silt;  in  other  words,  as  sandstone  of  extremely  fine  grain.  No 
organisms  could  be  positively  detected  in  it,  nor  does  it  contain  any 
appreciable  amount  of  soluble  silica.  It  is,  accordii^  to  Oriswold, 
essentially  a  shale  minus  the  ai^illaceous  component,  and  it  forms 
part  of  a  sedimentary  series  in  which  all  gradations  from  shale  to 
novaculite  occur.  P.  Rutley,'  however,  dissents  from  Griswold's 
views,  and  has  sought  to  show  that  the  novaculite  is  a  siliceous  re- 
placement or  pseudomorph  after  limestone  or  dolomite.  It  has  also 
been  regarded  as  a  chemical  precipitate,  analogous  to  siliceous  sinter. 
In  composition  the  novaculite  is  very  nearly  pure  silica. 

The  much  commoner  variety  of  compact  silica  known  as  chert  has 
also  been  diversely  interpreted.  A  number  of  writers,*  studying  chert 
from  different  localities,  have  argued  in  favor  of  the  replacement 
theory.  That  the  replacement  of  calcium  carbonate  by  silica  is  pos- 
sible, no  one  can  deny,  for  silicified  shells  and  corals  are  common. 

1  M6m.  Soc.  g6o\.  du  Nord,  vol.  4,  pt.  2, 1897.  Sevenl  Incomplete  azialyaes  of  gaize  are  given.  The  deter- 
mination of  amorphous  sUica  by  its  solubility  In  caustic  alkalies,  it  must  be  observed,  Is  not  very  accurate. 
Silica  in  any  form  will  dissolve,  the  rate  of  solution  depending  upon  the  fineness  of  its  subdivision,  and  the 
concentration  of  the  alkali.  Opaline  silica,  however,  disTolves  rapidly  in  weak  alkali,  and  so  can  be  roughly 
estimated.    Quarts  dissolves  very  slowly. 

*  Bee  Griswold's  monograph  on  this  rock  (Kept.  Arkansas  Oeol.  Survey,  vol.  3, 1800)  and  a  paper  by  the 
same  author  in  Proc.  Boston  Soc.  Nat.  Hist.,  vol.  26, 1894,  p.  414.  Compare  also  O.  A.  Derby,  Jour.  Geology, 
vol.  6, 1898,  p.  366;  and  J.  C.  Branner,  idem,  p.  368.  Branner  sums  up  very  oondaely  the  dUTerent  thecrles 
which  have  been  advanced  to  account  for  rocks  of  this  oharaoter. 

*  Quart.  Jour.  Geol.  Soc.,  vol.  60, 18M,  p.  380. 

« E.  Hull  and  E.  T.  Hardman,  Sci  Trans.  Roy.  Dublin  Soc.,  new  ser.,  vol.  1, 1878,  pp.  71,  85,  on  the 
Carboniferous  cherts  of  Ireland;  A.  Renard,  BulL  Acad.  Belgiqae,  vol.  46, 1878,  p.  471,  on  the  phthanites 
of  Belgium;  T.  Rupert  Jones,  Proo.  OeoL  Aasoo.  London,  vol.  4, 1876,  p.  439;  and  others. 
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The  pseudomorphs  of  chalcedony  or  opal  after  coral,  from  Tampa 
Bay,  Florida,  are  conspicuous  examples  of  this  change.  Furthermore, 
A.  H.  Chiurch  *  has  effected  the  transformation  artificially.  A  piece 
of  recent  coral  was  almost  completely  siUcified,  losing  neariy  all  its 
carbonate  of  lime,  when  an  aqueous  solution  of  siUca  was  allowed  to 
filter  through  it  very  gradually.  Some  chert,  then,  may  have  been 
foimed  in  this  way. 

On  the  other  hand,  chert  and  flint  often  exhibit  evidences  of  organic 
derivation.  The  radiolarian  cherts  of  Califomia,  described  by  A.  C. 
Lawson,  C.  Palache,  and  F.  L.  Ransome,'  are  principally  composed 
of  radiolarian  remains.  Lawson  regards  these  cherts  as  having  been 
formed  by  precipitations  of  colloidal  silica  from  submarine  springs, 
which  produced  a  sort  of  ooze  in  which  the  radiolaria  became  em- 
bedded. In  other  cases  cherts  were  probably  derived  from  sponges, 
whose  spicules  consist  very  largely  of  opaline  silica.'  Cherts  crowded 
with  these  spicules  have  been  described  by  various  authors,  espe- 
cially by  W.  J.  Sollas  *  and  G.  J.  Hinde.*  Hinde  studied  especially 
the  cherts  of  the  Greensand  formation  in  southern  England,  the 
cherts  of  Spitzbergen,  and  also  the  Irish  cherts,  described  by  Hull 
and  Hardman.  In  all  of  them  the  sponge  spicules  were  abundant. 
The  same  thing  is  true  of  the  flint  nodules  found  in  chalk,  which 
almost  invariably  show  signs  of  a  similar  origin.*  In  order  to 
account  for  these  nodules,  Sollas  suggests  that  sponge  spicules  accu- 
mulated in  a  calcareous  ooze,  where,  in  presence  of  sea  water  under 
pressure,  they  partly  dissolved.  The  silica  thus  taken  into  solution 
was  later  reprecipitated  around  suitable  nuclei,  at  the  same  time 
replacing  carbonate  of  lime.  It  is  possible,  however,  as  A.  A. 
Jidien  ^  has  shown,  that  the  organic  matter  of  the  decaying  sponges 
may  have  exerted  much  influence  in  bringing  about  the  solution  of 
silica.  It  is  difficult  to  see  how  the  nodules  could  have  developed 
except  from  silica  which  had  been  first  dissolved.  Their  growth 
aroimd  organic  nuclei  can  hardly  be  explained  otherwise. 

Sedimentary  rocks  consisting  almost  entirely  of  silica  may  orig- 
inate in  divers  ways.  As  siliceous  sinter®  the  silica  is  simply  a 
deposit  from  hot  springs.  As  sandstone  it  is  an  aggregate  of  finely 
divided  quartz.  In  gaize  and  some  cherts  the  rock  is  composed  in 
great  part  of  organic  remains.  In  some  cases  calcium  carbonate  has 
been  obviously  replaced  by  silica.    There  are  also  siUceous  concretions, 

1  Jour.  Chem.  Soc.,  vol.  15, 1862,  p.  107. 

•  Lawson,  Fifteenth  Ann.  Bept  U.  S.  Oeol.  Survey,  1305,  p.  420;  Lawson  and  Palache,  Bull.  Dept.  Geol- 
ogy Univ.  Califomia,  vol.  2, 1902,  pp.  354, 365;  Raosome,  idem,  vol.  1, 1804,  p.  103. 

s  See  Thoulet,  BulL  Soc.  mln.,  vol.  7, 1884,  p.  147. 

« Ann.  and  Mag.  Nat.  Hist.,  5th  ser.,  vol.  6, 1880,  pp.  384, 437;  vol  7, 1881,  p.  141. 

»  PhlL  Trans.,  vol.  176, 1885,  p.  403;  Geol.  Mag.,  1887,  p.  435;  idem,  1888,  p.  241. 

•  See  Hinde  and  Sollas,  ioc.  cit,  and  Q.  C.  Wallich,  Quart  Jour.  Geol.  Soc.,  voL  36, 1880,  p.  68.  J.  A. 
Merrill  (Bull.  Mus.  Comp.  Zool.,  voL  28, 1805,  p.  1)  has  described  fossil  sponges  from  flints  found  in  the 
Cretaceous  near  Austin,  Texas. 

'  Proc.  Am.  Assoc.  Adv.  SoL,  1870,  p.  306. 

•  See  ante,  p.  104. 
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like  flints,  as  well  as  the  oolites  which  are  fonned  by  the  deposi- 
tion of  silica  from  solution  around  quartz  grains.  Such  an  oolite 
from  Pennsylvania  has  been  studied  by  sereral  investigators.^  It  is 
possible  that  a  single  formation  may  represent  more  than  one  of 
these  processes.  B.  D.  Irraoig  and  C.  R.  V«n  Hiae,'  for  example, 
describing  the  chert  of  the  Penokee  iron  region,  wMdi  was  laid  down 
simultaneously  with  the  iron  carbonates,  suggest  that  it  may  have 
been  partly  derived  from  oi^ganic  remaiiDB  and  also  be  partly  a  <^em- 
ical  sediment.  In  shoirt,  no  one  process  can  account  for  all  the 
occurrences  of  amorphous  or  <Hyptocrystalfi!Eie  silica,  and  eaeii  local- 
ity must  be  atudied  in  the  light  of  its  own  evidence. 

The  foUowiog  analyses  of  chert,  novaculite,  etc.,  Tfill  serve  to  illus- 
trate the  chemical  imifoirmity  of  these  rocks: ' 

Andfy9e8  of  <Aert  and  cdHed  nxab. 

A.  Kovwmllte,  Rockport,  Arkansas.    Analysis  by  R.  N.  Brack«tt.    From  Orlswold's  monograph,  p.  167. 

B.  Chert,  BeUcrlUe,  UkmamL  Ana^to  ^  S.  A.  BchiMlte,  BdlL  U.  S.  Oeol.  flvrey  No.  Zfi,  KOI, 
p.  207.    Other  analyses  are  given  on  the  same  pe^. 

C.  Chert  from  the  Upper  Carbontferoos  of  Ireland.  Analysis  by  E.  T.  Hardman,  Sci.  Trans.  Roy.  Dub- 
lin Soc.,  new  ser.,  vol.  1, 1878,  p.  85.  Some  oCthe  Wab. <d&crts  areblgUr oioareaas,  repceseBtlnf  transttlons 
to  siliceous  limestone. 

D.  Siliceous  oolite,  Center  County,  Pennsylvania.    Analysis  by  Bergt,  Abhandl.  Gesell.  Isis,  1802,  p.  1 15. 

E.  iBAisorial  earth,  Nevuda.  Aaalyito  by  R.  W.  Woodwaid,  Rcpt.  U.  8.  OeoL  Xiytor.  ttfii  Par.,  voL 
2, 1877,  p.  768, 
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Other  analyses,  in  consideimble  number;  show  intermediate  gradar 
tioDs  between  chert  and  limestoiaLe.  These  represent  commingtingB 
in  any  proportion  between  the  cherty  sdUca  amd  calcium  carbonate. 
That  is;  sihca  and  caldum  carbonate  laay  be  deposited  together  in 
the  same  mud  or  ooze,  forming  a  nearly  homogeneous  mixture. 

» E.  H.  Barbour  and  J.  Torrey,  Am.  Jour.  Sol.,  3d  ser.,  voi  4Q,  1890,  p.  246;  E.  O.  Hovey,  BuU.  GeoL  Boc 
America  vol.  5, 1803,  p.  627;  and  Bergt,  Abhandl.  GeseU.  Isis,  1802,  p.  115.  See  also  G.  B.  Wieland,  Am. 
Jour.  Sci.,  4th  ser.,  vol.  4, 1807,  p.  262,  who  ascribes  these  oolites  to  the  agency  of  hot  spring. 

« Tenth  Ann,  Kept.  U.  8.  Geol.  Survey,  pt,  1, 1800, p.  307.  Bee  also  C.  R.  Van  Htoe,  A  treatise  on  metar 
morphism:  Mon.  U.  S.  Geol.  Survey,  vol.  47, 1004,  pp.  847-853. 

s  For  other  analyses  see  Grlswold's  monojpuph  on  novaculite,  Hardman's  paper  on  the  Irish  cherts,  Bai^ 
hour  and  Torrey  on  the  oolite,  and  Hovey  (Am.  Jour.  ScL,  3d  ser.,  voL  48, 1804,  p.  401)  on  cherts  from  Mis- 
souri. In  a  large  number  of  cherts  from  Kentucky,  J.  H.  Kastle,  J.  C.  W.  Fraser,  and  G.  Sullivan  (Am. 
Chem.  Jour.,  voU  20, 1808,  p.  153)  found  appreciable  amounts  of  phosphates  ranging  from  0.18  up  to  3.5  per 
cent  of  Pt0«. 
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SHAUB   AND    SIiATE. 

When  the  finest  products  of  sedimentation  consolidate,  they  tend 
to  form  a  close-grained,  laminated,  or  fissile  rock,  which  is  called 
shale.  As  thus  used,  the  term  is  very  vague  and  has  little  chemical 
significance.  Sand,  reduced  to  the  fineness  of  flour,  may  form  a 
rock  which  is  shaly  in  structure,  and  so  too  may  limestone.  In  these 
cases,  however,  there  is  commonly  more  or  less  argillaceous  impurity 
in  the  rocks,  so  that  it  is  better  to  call  them  argillaceous  sandstones 
or  limestones. 

As  the  term  is  generally  used,  a  shale  is  supposed  to  be  a  consoli- 
dated mud  or  clay  in  which  the  aluminous  sihcates  are  the  naore 
important  and  characteristic  constituents.  Shales,  therefore,  vary  in 
composition  exactly  as  do  the  materials  from  which  they  form,  and 
may  contain  saudy  or  calcareous  impurities.  Bituminous  and  car- 
bonaceous shales  are  also  oommon.  Many  ^ales  contain  p3rrite  or 
marcasite,  which  oxidize  and  give  rise  to  the  formation  of  sulphates. 
These  rocks  are  called  akim  shales  and  exhibit  aluminous  ^efflores- 
cences. The  alum  shales  and  calcareous  shales  are  easily  alterable; 
those  which  consist  chiefly  of  aluminous  silicates,  having  been  formed 
from  the  final  products  of  rock  decomposition,  are  remarkably  stable. 
Their  disintegration,  when  it  occurs,  is  largefy  a  mechanical  process 
and  involves  very  little  chemical  change. 

Between  typical  sandstones  and  typical  shales  there  are  pronounced 
structural  differences.  A  sandstone  is  made  up  of  grains  which  are 
discernible  to  the  eye,  and  is  therefore  distinctly  porous.  In  conse- 
quence of  this  pecuUarity  it  is  easily  permeable  to  percolating  waters, 
the  source  from  which  its  eemienting  substances  are  derived.  A  shale, 
on  the  other  hand,  consists  of  much  finer  particles,  which  are  closely 
packed,  and  its  porosity  is  small.^  In  its  formation  the  cementing 
process  is  less  prominent  than  in  the  case  of  sandstone,  and  its  con- 
solidation seems  to  have  heesR  effected  by  a  sort  of  welding.  The 
cc^oidal  matter  contained  in  most  muds  and  clays  is  capable  of 
binding  under  the  influence  of  pressure  alone;  and  to  unions  of  this 
kind  a  shale  mainly  owes  its  coherence.  Cementation  is  not  excluded, 
but  it  has  become  a  subordinate  factor.  Under  the  influence  of 
pressure,  the  water  of  a  mud  is  largely  expelled,  so  that  the  resulting 
shaJe  is  much  less  hydrote. 

The  followii^  analyses  of  shales  were  all  made  in  the  laboratory  of 
the  United  States  Geological  Survey.  Some  constituents,  reported 
in  "traces"  only,  are  omitted  from  the  table.  A  number  of  other 
analyses  are  given  in  BuBetin  419,  pages  211-218. 

1  For  data  on  the  fineness  of  sand  and  mud  particles,  see  C.  B.  Van  Hisar  A  trocttlsa  on  motaaifiirphjsnt: 
lion.  U.  S.  Oeol.  Survey,  vol.  47, 1004,  p.  893. 
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Analptes  ofthalei. 

A.  A  composite  analjrBis  of  flity-one  Paleosolc  shales,  by  H.  N.  Stokes. 

B.  Composite  analysis  of  twenty-seTen  Mesosoic  and  Cenoaolc  shales,  by  H.  N.  Stokes. 

C.  Black  Deronian  shsle,  near  Longfellow  mine,  Mofeool  distriot,  Ariiona.     Analysed  by  W.  F. 
HiUebrand. 

D.  Middle  Cambrian  shale,  Coosa  Valley,  Alabama.    Analysis  by  Stokes. 

E.  Bltominous  shale.  Dry  Gap,  Georgia.   Analysis  by  L.  G.  Eaklns. 

F.  Bhsle,  near  Rush  Creek,  Pueblo  quadrangle,  Colorado.   Analysis  by  George  Stolger. 

G.  Carboniferous  shale,  Elltott  County,  Kentudcy.    Analjrsis  by  T.  M.  Chatard. 

H.  Cretaceous  shale.  Mount  Diablo,  California.   Highly  caleareons.   Analysis  by  W.  H.  Mehrlile. 
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•  Carbonaceous  matter. 
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The  most  noticeable  feature  in  these  analyses,  as  compared  with 
analyses  of  similar  clays,  is  the  change  in  tiie  iron  oxides.  In  the 
shales  the  proportion  of  ferrous  relatively  to  ferric  oxide  has  increased: 
probably  because  of  the  reducing  action  of  organic  matter  in  the 
sediments  as  they  were  first  laid  down.  Ferric  oxide  has  been  evi- 
dently reduced,  and  organic  substances  furnish  the  most  obvious 
reagent  for  producing  such  an  alteration. 

Under  the  long-continued  influence  of  pressure  the  shales  become 
more  compact  and  less  hydrous,  and  pass  into  the  rocks  known  as 
clay  slates.  By  further  change,  of  a  metasomatic  character,  the 
slates  are  transformed  into  the  metamorphic  mica  schists,  in  which 
various  new  minerals  appear.  The  schists  will  be  considered  in  the 
next  chapter.  Even  in  the  slates  the  effects  of  metasomatism  are 
manifest,  for  micas  and  chlorites  appear  conspicuously  in  them. 
These  minerals  have  been  formed  at  tiie  expense  of  the  clay  silicates 
and  the  residual  feldspars.  Scales  of  detrital  mica  are,  of  course, 
common  in  the  sediments;  but  in  the  slates  the  feldspar  grains  have 
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been  more  or  less  transformed  into  particles  made  up  of  interlocking 
quartz  and  mica;  the  latter  usually  appearing  in  the  fibrous  sericitic 
form.  Even  in  Carboniferous  clays  and  shales  W.  M.  Hutchins  * 
found  little  kaolin,  but  more  or  less  secondary  quartz,  chlorite,  and 
mica.  The  chlorites,  evidently,  were  derived  from  the  d6bris  of 
ferromagnesian  minerals. 

The  mineralogical  composition  of  the  clay  slates  has  been  studied 
by  several  investigators,'  and  the  results  are  thoroughly  summed  up 
by  Dale  in  his  memoir  upon  the  slate  belt  of  eastern  New  York  and 
western  Vermont.  In  these  rocks  he  observed  clastic  particles  of 
quartz,  feldspar,  zircon,  muscovite,  and  carbonaceous  matter;  and 
autogenous  quartz,  chlorite,  muscovite,  pyrite,  and  carbonates  of 
lime,  magnesia,  iron,  and  manganese.  RutUe,  hematite,  and  tourma- 
line were  also  noted.  The  pyrite  was  often  altered  to  limonite. 
Other  observers,  studying  other  slates,  have  found  ottrelite,  stauro- 
lite,  garnet,  biotite,  hornblende,  epidote,  apatite,  pyrrhotite,  gypsum, 
and  magnetite  in  them. 

The  subjoined  analyses  of  roofing  slates  were  all  made  by  W.  F. 
Hillebrand  in  the  laboratory  of  the  United  States  Geological  Survey.* 

Arudysei  of  roofing  slates. 

A.  Sear^reen  date,  Pawlet,  Vemumt.  B.  Purple  slate,  Castleton,  Vermont.  C.  Black  slate,  Benson, 
Vermont.  I>.  Bed  sl&te,  near  Hampton  Village,  New  York.  E.  Oreen  slate,  near  JanesvUle,  New  York. 
F.  Black  slate,  Slatlngten,  Pennsylvania. 
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1  Geol.  Mag.,  1894,  pp.  36,  64;  idem,  1896,  pp.  309,  343. 

>  See  especially  W.  M.  Hutchins,  loc.  cit.;  H.  C.  Sorby,  Quart.  Jour.  Geol.  Sbc.,  vol.  36,  Proc.,  1^80.  pp. 
66-80;  F.  A.  Anger,  Jahrb.  K.-k.  geol.  Reichsanstalt,  Min.  Mitt.,  vol.  25, 1875,  p.  1G2;  T.  N.  Dale  (Nine- 
teenth Ann.  Kept.  IT.  S.  Oeol.  Survey,  pt.  3, 1809,  pp.  153-307;  also  Bull.  275, 1906)  has  made  a  special  study 
of  the  roofing  slates.  His  bulletin  contains  a  report  by  W.  F.  Hillebrand  on  the  oomposition  of  the  slates, 
and  doees  with  a  valuable  bibliography. 

*  See  Dale,  loc.  cit.,  who  cites  other  analyses.  Still  others  are  given  in  Bull.  IT.  8.  Geol.  Survey  No.  228, 
1904,  pp.  337-346.  J.  Roth  (Allgem.  chem.  Geol.,  vol.  2,  p.  588)  tabulates  15  analyses  of  European  clays 
and  shales,  and  H.  Rosenbusch  (Elements  der  Gesteinslehre,  2d  ed.,  p.  442)  gives  a  table  of  19.  See  also 
'jS.  C.  Eckel,  Jour.  Geology,  vol.  12, 1904,  p.  25,  for  the  average  composition  of  36  American  roofing  slates. 
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IJM£STOKE. 

The  carbonAte  rocks,  which  may  be  either  sedimentary^  detrital,  or 
metamorphic,  are  represented  principally  by  limestone  and  dolomite. 
Limestone  consists  of  calcium  carbonate  more  or  less  impure,  and  it 
occurs  in  many  forms  of  very  diverse  origin.  Some  limestone,  the 
variety  known  as  calcareous  tufa  or  travertine,  is  a  chemical  pre- 
cipitate, but  in  its  larger  masses  the  rock  is  generally  of  organic 
origin.  Chalk  is  probably  derived  from  a  marine  ooze;  other  lime- 
stones are  made  up  of  shells  and  corals.  In  some  the  organic  remains 
are  conspicuous;  in  many  cases  they  are  quite  obUterated.  Sandy, 
argillaceous,  glauconitic,  ferruginous,  phosphatic,  and  bituminous 
limestones  owe  their  names  to  their  manifest  impurities.  Even 
gaseous  inclusions  may  give  a  limestone  its  name,  as  in  the  case  of 
the  fetid  limestones  or  *'stinkstone"  of  certain  well-known  localities. 
This  pecularity  is  well  shown  by  a  bed  of  calcito  in  Chatham  Town- 
ship, Canada,  described  by  B.  J.  Harrington,*  which  contains  0.016 
per  cent  of  hydrogen  sulphide.  A  cubic  foot  of  the  rock  contains 
about  500  cubic  inches  of  the  inclosed  gas,  to  which  its  offensive 
odor,  when  struck  or  bruised,  is  due. 

The  primary  source  of  limestone  is  obviously  to  be  found  in  the 
decomposition  of  igneous  rocks  by  carbonated  waters.  Calcium 
carbonate  is  thus  produced;  it  passes  into  solution  in  ground  water, 
springs,  and  streams,  and  is  thence  withdrawn  by  a  variety  of  proc- 
esses. Its  deposition  as  a  chemical  sediment,  especially  from  hot 
springs,  and  even  from  sea  water,  was  considered  in  a  previous  chap- 
ter,* but  the  evidence  may  well  be  repeated  here  and  developed  a 
little  more  fully.  Much  of  the  dissolved  carbonate  is  precipitated 
as  a  cement  in  other  rocks,  but  that  point  needs  no  further  examina- 
tion now. 

When  waters  charged  with  calcium  carbonate  are  allowed  to  evap- 
orate, they  deposit  their  load  in  the  form  of  sinter,  or  tufa.  This 
process  can  be  observed  at  many  thermal  and  *' petrifying"  springs, 
and  also  in  the  formation  of  stalactites  and  stalagmites  in  limestone 
caverns.  In  this  way  large  masses  of  compact  carbonate  may  be 
formed,  which  are  oftentimes  of  great  beauty.  The  so-called  ''<myx 
marbles,''  of  which  the  Mexican  *'onyx''  is  a  familiar  example,  are 
formed  in  this  way.  Some  rock  of  this  class  is  stalagmitic,  from 
caverns,  and  some  of  it  is  formed  by  ^xrings.*    Its  variations  in  color 

1  Am.  Jour.  Sci.,  4tli  aer.,  vol.  19, 1905,  p.  345. 
>  See  ante,  p.  192.    Analyses  of  tufa  and  travortbie  aie  there  given. 

•  For  a  general  account  of  the  onyx  marbles  see  O.  P.  Herrill,  Rept.  U.  S.  Nat.  Mus.,  1893,  p.  541.    A  good 
table  of  analyses  Is  gi  ven  in  this  memoir.    The  onyx  marbles  are  usually  caloite,  rarely  aragonite. 
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and  teoiture,  to  which  ita  omamAntai  diiaracter  is  lai^ely  dne,  are 
commonlj  produced  bj  impuaritieB  or  inclusioiiji,  such  m  oxide  of 
iron,  or  eren  mud  and  clay.^ 

When  fresli  waters,  charged  witk  earbonates,  eftter  the  sea,  a  direct 
precipitation  of  calcium  carbonate  may  occur.  This  form  ot  deposi- 
tion, however,  is  exeeptional,  aad  few  authentic  examples  of  it  are 
recorded.  It  bappeoos  only  when  the  rapply  of  caj^bonate  ia  in  excess 
of  that  which  can  be  confiumed  by  living  orgamsiaiiis  and  when  the 
conditions  ol  t^aiperature  and  evaporation  are  such  as  to  expel  the 
solvent  carbon  dioxide.  By  this  is  meant  the  carbon  dioxide  required 
to  hold  the  carbonate  in  solution  as  bicarbonate.  These  conditions 
are  found,  according  to  Lyell,^  in  the  delta  of  the  Rhone,  and  a 
similar  precipitate  has  been  reported  along  the  coast  of  Florida.' 

At  Pyramid  and  Winnemucca  lakes,  in  Nevada,  great  masses  of 
calcareous  tufa  are  formed,  and  sometimes,  according  to  I.  C.  Rus- 
sell,^ the  deposit  takes  the  shape  of  ooUtic  sand.  la  the  latter  instance 
the  precipitated  carbonate  is  deposited  around  nuclei,  which  may  be 
grains  of  sand  or  other  foreign  bodies.  Similar  formationB  occur 
around  Great  Salt  Lake,  but  only,  as  G.  K.  Gilbert '  reports,  where 
there  is  much  agitation  of  the  waves.  The  tufa  is  not  formed  in 
sheltered  bays,  but  where  there  is  surf  the  overcharge  of  carbon  diox- 
ide is  easily  driven  out  of  the  water,  aad  calcium  carbonate  is  precipi- 
tated. Oohtic  sand  is  also  found  at  Great  Salt  Lake,  and  in  this 
case  its  deposition  has  been  traced  by  A.  Bothpletz  *  to  the  action  of 
minute  aJgsB.    This  mode  of  formation  needs  to  be  considered  further. 

In  1864  Ferdinand  Cohn  ^  studied  the  formation  of  travertine  at 
the  waterfalls  of  Tivoli.  He  found  there  that  many  aquatic  plants, 
especially  species  of  duura,  mosses,  and  alg»,  became  incrusted  with 
calcium  carbonate — a  fact  which  he  attributed  to  their  activity  in 
absorbing  carbon  dioxide  and  so  setting  the  carbonate  free;  that  is, 
plants  consume  carbon  dioxide  and  exhale  oxygen.  When  they  do 
this  in  water  containing  calcium  bicarbonate,  they  deprive  that  salt 

I  On  the  solnbint3r  of  cnldom  carbonate  and  other  carbonates  of  the  aeries  RCO^  In  pure  and  carbonated 
water,  see  J.  von  Eaaen,  Thesis,  Univ.  Geneys,  1907. 
s  Principles  of  geology,  12th  ed.,  vol.  1,  p.  426. 

*  See  8.  Sanford,  Second  Ann.  Kept.  Florida  OeoL  Survey,  190S-0,  pp.  224-5, 228.  Also  T.  W.  Vaughan, 
Pab.  133,  Carnegie  Inst.  Wsahioffkm,  19K),  pp.  114,  MS  eft  seq. 

*  Mon.  U.  S.  Oeol.  Survey,  vol.  11, 1885,  pp.  61, 189. 
A  Idem,  voL  1, 1890.  p.  187. 

a  Am.  Geologist,  vol.  10, 1892,  p.  279.  See  also  E.  B.  Wethered,  Quart.  Tour.  Geol.  Soc.,  vol.  51, 1805» 
p.  196,  on  ooUte  from  other  localities.  Virlet  d'Aoust  (Compt.  Rend.,  voL  45, 1857,  p.  86ft),  studying  the 
formation  of  oolite  in  some  Mexican  lakes,  argues  that  insect  eggs,  which  are  deposited  in  great  namben 
on  the  surface  of  the  water,  may  act  as  nudeL 

7  Neues  Jahrb.,  1864,  p^  58a  An  earlier  paper  by  Cohn  (1862),  on  the  Carlsbad  "sprudeistein,''  I  have 
not  been  able  to  see.  It  is  often  quoted.  W.  H.  Weed  (Ninth  Ami.  Kept.  U.  8.  Oeol.  Survey,  1880,  p.  613) 
has  shown  that  the  travertine  formed  around  the  hot  springs  of  the  Yellowstone  National  Park  is  pro- 
duced by  the  aid  of  algae. 
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of  its  second  molecule  of  carbonic  acid,  and  the  insoluble  neutral  ca<^ 
bonate  is  thrown  down.  The  sinter  or  travertine  is  thus  formed  pri- 
marily, but  it  is  afterwards  transformed  into  a  compact  mass  by  the 
deposition  of  calcite  in  its  interstices;  and  in  times  of  flood,  when 
the  waters  are  muddy,  layers  of  sediment  are  laid  down  with  it. 

The  same  sort  of  plant  activity  has  been  repeatedly  observed  in 
connection  with  the  marl  deposits  of  certain  fresh-water  lakes.  The 
term  ''marl,"  it  must  be  noted,  is  very  vague,  and  has  been  appUed  not 
only  to  earthy  forms  of  calcium  carbonate,  but  also  to  glauconitic 
sands  containing  no  carbonate  at  all.  Shell  marl,  as  its  name  indi- 
cates, is  largely  made  up  of  fragmentary  shells;  the  marl  here  men- 
tioned is  of  a  different  kind.  As  long  ago  as  1854  W.  Eitchell ' 
pointed  out  that  Chara  took  an  active  part  in  the  production  of  fresh- 
water marl.  In  1900  C.  A.  Davis  '  discussed  the  subject  much  more 
fully,  with  reference  to  some  lakes  in  AGchigan,  and  came  to  essen- 
tially the  same  conclusions  as  Cohn.  Davis,  however,  regards  the 
oxygen  hberated  by  the  aquatic  plants,  Chara,  etc.,  as  assisting  in 
some  way  the  precipitation  of  the  carbonate;  but  his  equation  show- 
ing the  supposed  reaction  rests  on  no  experimental  basis.  The  activ- 
ity of  plants  in  marl  formation  was  also  considered  by  W.  S.  Blatch- 
ley  and  G.  H.  Ashley  *  in  their  report  on  the  lakes  of  Indiana,  but 
these  writers  attach  fully  as  much  importance  to  inflowing,  lime- 
bearing  springs.  The  attention  which  these  deposits  have  received 
is  due  to  their  value  for  fertilizing  purposes.  It  is  possible,  as  Mr. 
Bailey  Willis  has  suggested  to  me,  that  some  marine  limestones  have 
been  formed  by  plant  agencies.  In  the  shallow  seas  which  are 
thought  to  have  covered  a  large  part  of  the  North  American  continent 
the  calcium  carbonate  may  well  have  been  thrown  down  by  alg».  To 
produce  a  permanent  deposit,  however,  the  water  must  have  been 
too  warm  to  carry  much  carbonic  acid  in  solution,  and  too  shallow 
for  the  precipitate,  while  sinking,  to  redissolve. 

Another  process  by  which  calcium  carbonate  may  be  precipitated 
was  pointed  out  by  G.  Steinmann.*  He  found  that  albumen,  which 
is  present  in  the  organic  parts  of  all  aquatic  animals,  was  a  distinct 
precipitating  agent.  Apparently,  by  fermentation,  the  albuminoids 
generate  ammonium  carbonate,  and  to  that  compound  the  precipita- 

«  First  Ann.  Rept.  Oeol.  Survey  New  Jersey,  1856,  p.  60.  See  also  G.  H.  Cook,  Geology  of  New  Jeney, 
1868.  p.  172. 

>  Jour.  Geology,  vol.  8, 1900,  pp.  485, 498;  vol.  9, 1001,  p.  401. 

«  Twenty-fifth  Ann.  Rept.  Dept.  Geology,  etc. ,  Indians,  1000,  pp.  31-322.  The  memoir  contains  analyses 
of  marls  by  W.'  A.  Noyes.  See  also  a  criticism  by  C.  E.  Siebenthal,  Jour.  Geology,  vol.  9,  1901,  p.  354. 
W.  C.  Kerr,  in  Geology  of  North  Carolhia,  vol.  1,  p.  187,  gives  many  analyses  of  marl  from  that  State. 
An  elaborate  report  on  marl,  by  D.  J.  Hale,  and  othera,  forms  part  3  of  vohune  8,  Geol.  Survey  Michigan, 
1000. 

«  Ber.  NatuifoFBch.  GeselL  Freibuig,  voL  4, 1880,  p.  288. 
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tion  of  calcium  carbonate  is  due.  This  or  any  other  alkaline  car- 
bonate; entering  waters  saturated  with  calcium  carbonate,  would 
bring  about  the  separation  of  the  last-named  salt. 

In  studying  the  formation  of  shell  limestone  or  coral  rock,  it  is 
desirable  to  take  account  of  the  fact  that  calcium  carbonate  exists 
in  at  least  two  distinct  modifications — calcite  and  aragonite.  Calcite 
crystallizes  in  the  rhombohedral  division  of  the  hexagonal  system, 
and  has,  when  pure,  a  specific  gravity  between  2.71  and  2.72.  Ara^ 
gonite  is  orthorhombic,  and  its  specific  gravity  is  near  2.94.  Calcite 
is  by  far  the  more  abundant  form,  and  it  is  also  the  more  stable.^ 
Aragonite  alters  easily  to  paramorphs  of  calcite,  but  the  reverse 
change  rarely,  if  ever,  occurs.  The  reported  paramorphs  of  arago- 
nite after  calcite  are  of  doubtful  authenticity. 

In  recent  years  two  other  varieties  of  calcium  carbonate  have  been 
described  as  distinct  from  calcite  and  aragonite.  The  carbonate  of 
some  moUuscan  shells,  which  had  been  called  aragonite,  was  made 
into  a  distinct  species  by  Agnes  Kelley,^  who  named  it  conchite.  The 
pisolite  formed  at  the  hot  springs  of  Hammam-Meskoutine,  Algeria, 
was  given  specific  rank  by  A.  Lacroix,*  under  the  name  ktypeite. 
Both  of  these  aUeged  species  have  since  been  identified  with  arago- 
nite^ and  need  no  further  consideration  here. 

Calcite  and  aragonite  may  be  distinguished  from  each  other,  when 
not  distinctly  crystallized,  either  by  their  differences  in  specific 
gravity  or  in  their  optical  properties.  There  are  also  two  chemical 
tests  discovered  by  W.  Meigen.*  When  aragonite  is  immersed  in  a 
dilute  solution  of  cobalt  nitrate,  it  is  colored  lilac,  and  the  color  per- 
sists on  boiling.  Calcite,  under  like  treatment,  remains  white  in  the 
cold,  but  becomes  blue  on  long  boiling.  Again,  calcite,  in  a  solution 
of  ferrous  sulphate,  produces  a  yellow  precipitate  of  ferric  hydroxide; 

>  See  the  phyriooohciiiteal  reeearohee  of  H.  W.  Foote  (Zeitschr.  physikal.  Chemle,  vd.  33, 1900,  p.  740)  in 
which  this  point  is  developed  quantitatively.  Important  modem  papers  on  the  relations  between  calcite 
and  aragonite  are  by  H.  Vater,  Zeitschr.  Kryit.  Hln.,  vol.  31, 18B6»  p.  433;  vol.  23,  1894,  p.  209;  vol.  24, 
1806,  pp.  366,  878;  vol.  37, 1897,  p.  477;  and  vol.  30, 1899,  pp.  295,  485.  See  also  O.  Mflgge,  Neues  Jahrb., 
BeH.  Bd.  14, 1901,  p.  246,  and  H.  Leltmeier,  Neues  Jahrb.,  1910,  Bd.  1,  p.  49.  On  the  conditions  nnder 
which  calcite  and  arasonite  are  formed  as  oh«nieal  precipitates  see  W.  Helgen,  Ber.  natuiforsoh.  Oesell. 
Freiborg,  vol.  13, 1908,  p.  40,  and  vol.  15, 1906,  p.  88,  and  H.  Warth,  Centralbl.  Min.,  Geol.  u.  Pal.,  1902, 
p.  402. 

9  MInetBlcc.  ICag.,  vol.  12, 1900,  p.  863. 

a  Compt.  Rend.,  vol.  126, 1898,  p.  602.  For  another  descriptkm  of  this  deposit  see  L.  Daparo,  Arch.  sd. 
phys.  nat.,  3d  ser.,  vol.  20, 1888,  p.  637. 

*  On  conchite,  see  R.  Brauns,  Centralbl.  Mtai.,  Ged.  n.  Pal.,  1901,  p.  184.  H.  Vater  (Zeitschr.  Kryst. 
Min.,  vol.  36, 1902,  p.  149)  examined  both  conchite  and  ktypeite.  Vater  also  describes  the  Carlsbad  "spni- 
delstefai,"  whidi  is  aragonite. 

•  Centralbl.  Hln.,  Geol.  n.  Pal.,  1901,  p.  677;  Ber.  Oberrtietai.  geol.  Vereln,  1902,  p.  81;  Ber.  NatnrfotBoh. 
Oesell.  Freiburg,  vol.  16, 1906,  p.  66.  See  also  A.  HutcUnson,  Mhieralog.  Mag.,  vol.  13,  I>roc.,  1903,  p. 
xxviii;  G.  Wyxoubofl,  Bull.  Soc.  ndn.,  vol.  24, 1901,  p.  271;  and  S.  Kreutz,  Min.  pet.  Mitt.,  vol.  28, 1909, 
p.  487.  S.  J.  Thugutt  (Centralbl.  Mtai.,  Geol.  u.  Pal.,  1910,  p.  786)  describes  color  discriminations  based 
upon  the  use  of  organic  dyes. 
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while  airagoiute  gives  a  dark-f^reeniah  pcecipkate  oi  ferrous  hydrox- 
ide. These  tests  were  ap|>lied  by  Meigen  to  a  lai;ge  number  of  dbells 
and  corals,  both  recent  and  fossil,  and  tke  mineralogical  character  of 
each  species  was  determined.  A  list  of  the  determinations  is  given 
in  his  memoir. 

The  importance  of  discriminating  between  calcite  and  aragonite 
was  pointed  out  very  clearly  by  H.  C.  Sorby,*  in  his  address  upon 
the  origin  of  limestones.  He  too,  much  earlier  than  Meigen,  gave 
data  concerning  the  calcareous  parts  of  different  classes  of  animals, 
and  showed  that  shells  comiposed  of  aragonite  rarely  appeared  as 
fossils,  The  same  subject  was  also  discussed  by  V.  Cornish  and 
P.  F.  Kendall  ^  on  the  basis  of  experiments  in  which  they  found  that 
carbonated  waters  decompose  and  disintegrate  aragonite  shells  much 
more  readily  than  shells  formed  of  calcite.  The  difference,  however, 
is  attributed  to  structure  rather  than  to  mineralogical  distinctions. 
But  be  that  as  it  may,  while  calcite  organisms  remain  permanently 
in  fossil  form,  aragonite  shells  largely  disappear.  Only  the  laiger, 
denser,  heavier  aragonite  structures  seem  to  be  preserved  to  any 
considerable  extent.  Kendall '  has  applied  these  observations  to  the 
study  of  oceanic  oozes.  The  pteropod  shells,  being  mainly  aragonite, 
disappear  below  1,500  fathoms  depth,  while  the  calcitie  globigmna 
is  found  in  ooze  at  2,925  fathoms.  From  the  fact  that  the  Upper 
Chalk  of  England  contains  only  calcite  organisms,  Kendall^  infers 
that  it  was  deposited  at  a  depth  of  at  least  1,500  fathoms.  Attempts 
have  been  made  to  identify  chalk  with  the  globigerina  ooze,  but  L. 
Cayeux  °  has  shown  that  the  two  substances  are  markedly  different. 
Chalk,  however,  is  composed  of  organic  remains,  largely  foraminif- 
eral,  and  undoubtedly  represents  an  ooae  of  some  kind.*  It  also 
contains  detrital'  impurities,  and  in  chalk  from  northern  France 
Cayeux '  has  identified  microscopic  particles  of  quartz,  zircon,  tour- 
maline,, rutile,  magnetite,  muscovite,  orthodase,  plagioclase,  anatase, 
brookite,  chlorite,  staurolite,  garnet,  apatite,  ihnenite,  and  corundum. 
These  impurities  exist  in  very  small  proportions,  and  for  practical 
purposes  chalk  may  be  r^arded  as  nearly  pure  carbonate  of  lime  Id 
exceedingly  fine  subdivision. 

In  his  study  of  the  oolites  G.  Linck"  has  shown  that  all  recent 
deposits,  so  far  as  he  was  able  to  examine  them,  were  composed  of 

1  Quart.  Jour.  0«q1.  Soo.,  vol.  35,  Proc.,  1879,  p.  50. 

3  Geol.  Mag.,  1888,  p.  66.    See  also  P.  Tesch,  Proc.  Sec.  Sci.,  Amsterdam  Acad.,  voL  U,  1908,  p.  236;  A* 
R.  Horwood,  Geol.  Mag.,  1910,  p.  173;  and  O.  A.  J.  Cole  and  O.  H.  LittJe,  idem,  Ifill,  p.  40. 
s  Kept.  Brit.  AaBoo.  Adv.  Sci.,  1896,  p.  780. 

•  Idem,  1806,  p.  701. 

»  M6m.  Soc.  g6(rt.  du  Nocd,  vol.  4,  pt.  2, 1897,  p.  518. 

•  See  C.  Wyville  Thomson,  Depths  of  the  sea,  London,  1874,  pp.  467,  501. 
T0p.cit.,p.257. 

•  Neues  Jahrb.,  Beil.  Bd.  16,  p.  405.    Lindc  gives  a  good  summary  of  previous  literature  upon  oolite. 
See  also  H.  Fischer,  Monateh.  Deutsoh.  geol.  GeeeU.,  1910,  p.  247. 
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aragonite;  while  the  older  "fossil"  occurrences  were  calcite — that  is, 
according  to  his  observations,  oolite  forms  as  aragonite  and  slowly 
changes  to  the  more  stable  calcite.  By  experimenting  directly  with 
sea  water  it  was  found  that  precipitation  with  sodium  or  ammonium 
carbonate  produced  aragonite,  as  determined  by  Meigen's  reaction 
with  cobalt  nitrate.  When  solutions  of  calcium  bicarbonate  alone 
were  allowed  to  eyaporate,  Linck  further  found  that  at  ordinary 
atmospheric  temperature  calcite  was  deposited,  but  that  at  60°  arago- 
nite was  formed.  In  sea  water,  then,  the  separation  of  calcium  car- 
bonate in  one  modification  or  the  other  is  conditional  upon  the  proc- 
ess of  precipitation,  and  probably  also  upon  climate.  Where  organic 
decay  is  prominent,  the  ammonium  carbonate  produced  thereby  may 
act  as  precipitant,  and  that  is  more  likely  to  be  the  case  in  warm 
climates  than  in  cold.  The  direct  deposition  of  calcium  carbonate 
is  commonly  in  the  calcite  form,  because  the  temperature  of  oceanic 
water  is  usually  low.  The  two  minerals  in  certain  cases  may  be 
formed  together,  and  this  actually  happens  in  the  growth  of  some 
shells.  A  shell  may  consist  of  a  principal  mass  of  calcite,  coated  by 
a  pearly  layer  of  aragonite,  and  other  associations  of  the  two  species 
in  a  single  animal  are  well  known.  In  the  fossilization  of  such  a 
shell  the  aragonite  portion  is  commonly  destroyed,  while  the  calcitic 
layer  or  fragment  is  preserved. 

In  what  manner  do  plants  and  animals  withdraw  or  segregate 
calcium  carbonate  from  sea  water  ?  To  this  question  there  have  been 
many  answers  proposed,^  but  the  problem  is  essentially  physiological, 
and  its  full  discussion  would  be  inappropriate  here.  Some  of  the 
answers,  however,  were  framed  before  the  modem  theory  of  solutions 
had  been  developed,  and  are  therefore  no  longer  relevant.  It  is  ixot 
necessary  to  ask  whether  the  living  organisms  derive  their  calcareous 
portions  from  the  sulphate  or  chloride  of  calcium  or  absorb  the  car- 
bonate directly,  for  these  salts  are  largely  ionized  in  sea  water.  It 
is  only  essential  that  calcium  ions  and  carbonic  ions  shall  be  simul- 
taneously present;  then  the  materials  for  coral  and  shell  building 
are  at  hand.  The  carbonic  ions  may  be  of  atmospheric  origin,  or 
brought  to  the  sea  by  streams,  or  developed  by  the  physiological 
processes  of  marine  animals,  or  a  product  of  organic  decay;  all  of 
these  sources  contribute  to  the  one  end  and  help  to  supply  the  mate- 
rial from  which  limestones  are  made.  Where  marine  life  is  abun- 
dant, there  also  the  carbonic  ions  abound.  This  fact  is  strikingly 
shown  by  W.  L.  Carpenter's  analyses  *  of  the  gases  extracted  from 
sea  water  and  their  correlation  with  the  results  obtained  by  dredging. 
In  one  series  of  three  samples  from  different  depths,  but  at  the  same 
locality,  the  gases  were  composed  as  follows : 

1  See  R.  Brauns,  ChemJscfae  Mineralogie,  pp.  377-378,  for  a  summary  of  this  subject. 
101381*— Bull.  491—11 34 
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Gases  extraeUdfrom  sea  water  ooUecUd  at  difereni  depths. 


snfktlioms 

(bottom). 

800  fathoms. 

TSOteOioms. 

o, 

17.22 
94.60 

48.28 

17.79 
48.46 
33.75 

18.76 

N, 

49.32 

CO, 

31.92 

100.00 

100.00 

100.00 

On  the  bottom,  where  the  pro-  )rtion  of  CO,  was  highest,  ammal 
life  was  abundant,  and  the  dr^  xge  brought  up  a  rich  haul.  At 
another  point,  where  the  CO,  at  the  sea  bottom  fell  to  7.93  per  cent, 
the  dredge  made  a  very  bad  haul.  In  short,  from  the  composition 
of  the  dissolved  gases,  it  was  possible  to  assert  whether  living  forms 
were  scarce  or  plentiful  upon  a  particular  point  of  the  ocean  floor. 

The  most  obvious  occurrence  of  limestone  building  from  shells  is 
that  which  may  be  observed  on  many  sea  beaches.  The  coquina  of 
Florida  is  a  familiar  example  of  this  kind.  Masses  of  shell  frag- 
ments are  there  compacted  together,  cemented  by  calcium  carbonate 
which  has  been  deposited  from  solution  between  the  bits  of  shell,  and 
a  fairly  substantial  rock,  available  for  building  purposes,  is  produced. 
Some  quartz  sand  is  commingled  with  the  shell  material,  and  at  one 
locality,  noted  by  W.  H.  Dall,'  limonite,  deposited  by  a  chalybeate 
spring,  serves  as  the  cementing  substance. 

In  the  Bay  of  Naples,  according  to  J.  Walther,*  calcareous  algse, 
especiaUy  of  the  genus  Lithothamnionj  are  conspicuous  makers  of 
limestone;  and  similar  observations  have  been  made  elsewhere  by 
others.  Lniholhanmion  is  a  seaweed  whose  framework  or  skeleton 
consists  of  calcite;  another  genus,  Haiimeday  which  is  also  active  in 
limestone  making,  contains  aragonite. 

From  a  genetic  point  of  view  the  coralline  limestones  have  probably 
been  the  limestones  most  carefully  studied.  Their  formation  aroimd 
coral  islands  and  in  coral  reefs  can  be  observed  with  the  greatest 
ease,  and  the  process  may  be  followed  step  by  step.  First,  the 
living  coral;  then  its  dead  fragments,  broken  into  sand  by  the  waves; 
then  their  cementation  by  solution  and  redeposition  of  calcium  car- 
bonate; and  finally  the  solid  rock,  made  up  visibly  of  organic  remains^ 
may  be  seen.  In  such  limestones,  according  to  E.  W.  Skeats,^  both 
calcite  and  aragonite  occur,  directly  deposited  from  the  sea  water. 
In  composition,  when  recent,  they  are  like  the  coral  itself,  neariy 
pure  carbonate  of  lime,  but  a  little  organic  matter  is  also  present, 

1  In  C.  WyyiUe  ThomMn's  Depths  of  the  sea,  London,  1874,  pp.  602-511.    On  p.  613  is  girsn  ft.t»Ma  ofi 
snalytm  of  sea  water  by  Frankland,  in  which  the  presenoe  of  abundant  organic  matter  is  shown. 

*  Am.  Jour.  Set.,  3d  ser,  toI.  34, 1887,  p.  163. 

*  Zeitschr.  Deutsch.  geol.  OeseU.,  vol.  37, 1886,  p.  830. 

*  Bun.  Mns.  Camp.  ZooL,  toL  42, 1008,  pp.  63-136. 
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some  earthy  matter,  and  very  small  quantities  of  calcium  phosphate. 
In  corals  from  the  Gulf  Stream  S.  P.  Sharpies  *  found  from  95.37 
to  98.07  per  cent  of  CaCO,,  and  0.28  to  0.84  of  Caj*,0«.  These 
results  are  concordant  with  those  obtained  by  many  other  analysts,* 
and  need  no  further  illustration  just  now.  The  alteration  of  coral 
rock  to  dolomite  will  be  considered  later. 

From  what  has  been  said  in  the  preceding  pages,  it  is  evident 
that  important  limestones  may  be  formed  in  various  ways,  which, 
however,  are  chemically  the  same.  Calcium  carbonate,  withdrawn 
from  fresh  or  salt  water,  is  laid  down  under  diverse  conditions, 
yielding  masses  which  resemble  one  another  only  in  composition. 
An  oceanic  ooze  may  produce  a  soft,  flourlike  substance  such  as 
chalk,  or  a  mixture  of  carbonate  and  sand,  or  one  of  carbonate  and 
mud  or  clay.  Calcium  carbonate,  transported  as  a  silt,  may  soUdify 
to  a  very  smooth,  fine-grained  rock,  while  shells  and  corals  yield  a 
coarse  structure,  full  of  angular  fragments  and  visible  oi^anic  remains. 
Buried  under  other  sediments,  any  of  these  rocks  may  be  still  further 
modified,  the  fossils  becoming  more  or  less  obliterated,  until  in  the 
extreme  case  of  metamorplusm  a  crystalline  limestone  is  formed. 
All  trace  of  organic  origin  has  then  vanished,  a  change  which  both 
heat  and  pressure  have  combined  to  bring  about,  aided  perhaps  by 
the  traces  of  moisture  from  which  few  rocks  are  free.  Several  experi- 
mental investigations  bear  directly  upon  this  class  of  transformations. 

To  illustrate  the  influence  of  pressure  alone,  we  have  an  important 
experiment  by  W.  Spring.*  A  quantity  of  dry,  white  chalk,  inclosed 
in  a  steel  tube,  was  placed  in  a  screw  press  under  a  pressure  of  6,000 
to  7,000  atmospheres,  and  left  there  for  a  little  over  seventeen  years. 
At  the  end  of  that  time  it  had  become  hard  and  smooth,  with  a 
glazed  surface,  and  was  somewhat  discolored  by  iron  from  the  tube. 
It  was  also  in  part  distinctly  crystalline;  in  short,  it  resembled  to 
some  extent  a  crystalline  limestone,  although  the  change  was  not 
absolutely  complete. 

When  heated  above  redness  at  ordinary  pressures,  limestone  decom- 
poses into  carbon  dioxide  and  lime.  This  is  the  common  change 
produced  in  a  limekiln.  Under  pressm-e,  however,  this  dissociation 
is  prevented,  and  calcium  carbonate  may  be  apparently  fused. 
Over  a  century  ago  Sir  James  Hall*  heated  limestone  in  closed 

1  Am.  Jour.  ScL,  3d  ser.,  yol.  1, 1871,  p.  168. 

*  See,  for  example,  A.  Lfversidge,  Proc.  Roy.  Soc.  New  South  Wales,  vol.  14, 1880,  p.  IW;  on  coral  from 
New  Hebrides,  and  coral  rook  from  Duke  of  York  Island.  Also  A.  J.  Jukes-Brown  and  J.  B.  Harrison, 
Quart.  Jour.  GeoL  Soc.,  vol.  47,  1801,  p.  234,  on  ooral  rocks  from  Barbedoes.  A  number  of  analyses  of 
coquJna,  coralline  limestones,  etc.,  are  given  in  Bull.  U.  S.  OeoL  Survey  No.  228, 1004.  Several  analyses 
by  H.  W.  Nichols  appear  in  Pub.  HI,  Field  Columbian  Mus.,  1000,  p.  3L 

*  Zeitaehr.  anorg.  Chemie,  vol.  11, 1806,  p.  160. 

*  Tians.  Roy.  Soc.  Edinburgh,  vol.  6,  1812,  p.  71.  The  experiments  were  performed  in  1805.  For  a 
summary  of  the  results  obtained  by  Bucholz,  Petsholdt,  and  Rtehthofen,  see  J.  Lemberg,  Zeitschr.  Deutsch. 
geol.  Oesell.,  vol.  24,  1872,  i>p.  237-241.  Lemberg  criticises  the  conclusions  drawn  from  Hall's  data,  and 
•zpresses  a  strong  doubt  as  to  whether  fusion  actually  ooourred. 
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vessels  and  obtained  from  it  a  product  identical  in  general  character 
with  crystalline  marble.  Since  Hall's  time  the  experiment  has  been 
repeated  by  a  number  of  other  investigators,  under  varying  condi- 
tions, with  various  degrees  of  success,  and  with  quite  dissimilar 
interpretations.  It  was  supposed  at  first  that  Hall  had  fused  lime- 
stone, and  this  beUef  was  prevalent  for  many  years.  G.  Rose,^ 
however,  transformed  a  compact  limestone  into  marble  as  Hall  had 
done,  but  without  evidence  of  fusion;  and  A.  Becker,*  in  a  more 
extended  research,  found  that  by  moderate  heat  and  relatively  slight 
pressure  calcium  carbonate  could  be  converted  into  a  finely  granular 
mass.  A  fine  powder  of  the  carbonate  even  developed  into  lai^er 
grains  of  calcite  without  either  fusing  or  softening. 

In  the  experiments  of  H.  Le  Chateher'  an  actual  fusion  of  the 
carbonate  was  perhaps  effected.  The  chemically  precipitated  car- 
bonate was  inclosed  in  a  steel  cylinder  between  two  pistons,  under  a 
pressure  of  about  1,000  kilograms  to  the  square  centimeter.  Heat 
was  applied  by  an  electric  current  passing  through  a  spiral  of  plati- 
nrnn  wire  embedded  in  the  mass,  and  the  temperature  attained  was 
about  1,050°.  Under  these  conditions  the  calcium  carbonate  near 
the  spiral  was  fused  to  a  translucent  mass  resembling  some  marbles. 
Between  the  fused  and  xmfused  portions  there  was  a  sharp  demarca- 
tion, with  no  indication  of  any  intermediate  state.  In  his  second 
paper  Le  Chatelier  states  that  even  at  1,020®  and  under  slight  or 
insignificant  pressure  calcium  carbonate  agglomerates  to  a  crystal- 
line mass.  In  similar  experiments  A.  Joannis  ^  was  able  to  transform 
chalk  into  something  Uke  marble  at  a  temperature  above  the  melting 
point  of  gold  and  under  a  pressure  of  15  atmospheres.  Joannis  sug- 
gets"  that  the  melting  point  of  calcium  carbonate  may  perhaps  be 
lowered  by  pressure.  H.  E.  Boeke,*^  however,  found  that  although 
the  carbonate  sinters  together  at  temperatures  between  1,400°  and 
1,500°,  under  a  pressure  of  30  atmospheres  of  carbon  dioxide,  it 
undergoes  partial  dissociation,  but  does  not  appear  to  fuse. 

From  all  of  this  evidence  we  may  conclude  that  the  change  from 
apparently  amorphous  calcium  carbonate  to  a  distinctly  crystalline 
limestone  or  marble  may  be  effected  by  pressure  alone,  heat  alone,  or 
both  together.  Actual  fusion  may  or  may  nor  occur;  at  all  events 
it  seems  to  be  unnecessary.  Furthermore,  it  is  highly  probable  that 
water  plays  some  part  in  bringing  about  the  transformation,  for  in 
geological  phenomena  its  influence  is  rarely  excluded.     If  water  did 

>  Pogg.  Annalen,  vol.  US,  1863,  p.  566. 

*  Min.  pet.  Mitt.,  vol.  7, 18S6,  p.  122.  Becker  alao  gives  a  good  summary  of  the  earlier  literature  of  the 
subject. 

<  Compt.  Hend.,  vol.  115, 1802,  pp.  817, 1009.    Two  papers. 

« Idem,  vol.  115, 1892,  pp.  934, 1236.    Two  papers. 

^  Zeitschr.  anorg.  Chemie,  vol.  50, 1906,  p.  244.  Boeke  found  that  aragonite  is  transformed  into  oaloite 
at  about  470*. 
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no  more  than  to  dissolve  and  redeposit  particles  of  carbonate,  it 
would  go  far  toward  producing  the  observed  change  in  structure. 
Under  those  conditions  the  carbonate  would,  in  time,  become  a 
coarsely  crystaUine  or  granular  mass  of  calcite. 

The  following  analyses  of  limestones  are  all  taken  from  the  lab- 
oratory records  of  the  United  States  Geological  Survey.* 

Analyses  of  limestones, 

A.  Limestone,  Lee,  Maasachuaetts.    Analysis  by  O.  Stelger. 

B.  Limestone,  BilTerdale,  Kansas.   Analysis  by  C.  Catlett. 

C.  Lithographic  stone,  Solenhofen,  Bavaria.    Analysis  by  Stelger. 

D.  Oolitic  sand,  Great  Salt  Lake,  tJtah.   Analysis  by  T.  If.  Chatard. 

E.  Coqoina,  Key  West,  Florida.   Analysis  by  F.  W.  Clarke. 

F.  Recent  coral  iSideroatria),  Bermuda.    Analysis  by  L.  G.  Eakins. 

G.  Composite  analysis,  by  II.  N.  Stokes,  of  345  limestones. 

H.  Composite  analysis  by  Stokes  of  498  limestones  used  for  building  purposes.    Does  the  high  pro- 
portion of  silica  determine  the  availability  of  these  rocks  to  structural  ends? 
Ideally  pure  calcium  carbonate  contains  56.04  per  cent  of  CaO  and  43.96  of  COs. 
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a  Insoluble  In  hydrochloirlc  acid.  &  Includes  organic  matter. 

Limestones  undergo  alteration  in  several  ways.    They  may  be  silic- 
ified  by  percolating  waters,  or  phosphatized,  as  is  often  seen  on 

1  See  Bun.  No.  228, 1904,  pp.  901-336,  where  234  analyses  of  carbonate  rocks  are  given.  For  other  data 
aee  T.  C.  Hopkins,  Ann.  Kept.  Oeol.  Survey  Arkansas,  vol.  4, 1890;  S.  W.  McCallie,  Bull.  No.  1,  Geol. 
Survey  Georgia,  1904;  F.  O.  Clapp,  Bull.  U.  S.  Oeol.  Survey  No.  249, 1905,  gives  many  analyses  compiled 
from  the  geological  reports  of  Pennsylvania;  H.  Riesand  £.  C.  Eckel,  Bull.  No.  44,  New  York  State  Mus., 
1901;  Ries,  Fifty-first  Ann.  Rept.  New  York  State  Mus.,  pt.  2, 1899,  pp.  357-467;  E.  C.  Eckel,  Bull.  U.  S. 
Oeol.  Survey  No.  248, 1906,  en  cement  materials;  W.  O.  Miller,  Rept.  Bur.  Mines  (Ontario),  pt.  2, 1904; 
T.  C.  Hopkins  and  C.  E.  Siebenthal,  Twenty-first  Ann.  Rept.  Dept.  Oeology,etc.,  Indiana,  1896,  pp.  293-427. 
On  the  evolution  of  limestones  and  the  relation  of  their  composition  to  geologic  age  see  R.  A.  Daly,  Bull. 
Oeol.  Soc.  America,  1909,  vol.  20,  p.  153. 
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guano  islands.^  By  oxidation  of  inclosed  pyiite,  acid  sulphates  can 
be  fonned,  and  these  will  alter  the  limestone  partially  or  entirely  to 
gypsum.  Acid  waters  dissolve  limestone  with  evolution  of  carbon 
dioxide;  and  some  effervescent  springs  may  owe  their  sparkling 
qualities  to  reactions  of  this  kind.  A  honeycombed  limestone  at  the 
bottom  of  Lake  Huron  was  possibly  corroded  by  water  of  an  acid  type. 
R.  Bell '  foimd  the  water  of  the  lake  over  the  limestones  to  be  distinctly 
acid,  the  acidity  having  been  possibly  derived  from  sulphides  in 
Huronian  rocks  to  the  northward.  By  tJiermal  metamorphism  a  lime- 
stone may  be  profoundly  altered;  but  that  class  of  changes  is  to  be 
considered  in  another  chapter.  By  far  the  most  important  alteration, 
however,  is  that  produced  by  waters  containing  carbon  dioxide, 
especially  meteoric  waters.  These  dissolve  limestone,  and  the  caverns 
formed  in  limestone  regions  are  produced  in  this  way.  Great  masses 
of  limestone  are  thus  removed,  to  be  deposited,  generally  in  a  diffused 
form,  elsewhere.  At  the  same  time,  the  insoluble  residual  impurities 
are  left  behind,  in  the  form  of  sand,  clay,  ores  of  manganese  and  iron, 
etc.'  Some  analyses  of  such  residual  clays  are  given  in  the  preceding 
chapters.  These  residues  are  very  variable  in  composition,  and  rarely 
approximate  to  kaoUn.  This  point  was  developed  by  H.  Le  Chate- 
her,^  who  dissolved  several  calcareous  marls  in  acetic  acid,  and 
analyzed  the  residual  siUcates.  Kaolinite  was  not  foimd  in  them; 
but  hydrous  silicates  of  aluminum,  ill  defined  and  impure,  were  gen- 
erally obtained.  In  one  sample  from  the  French  Congo,  the  residue 
was  a  silicate  of  magnesitim.  According  to  A.  L.  Ewing,^  the  rate  of 
limestone  erosion  in  Spring  Creek  valley.  Center  Coimty,  Pennsyl- 
vania, amoimts  to  275  tons  per  square  mile  per  annimi.'  This  cor- 
responds to  a  lowering  of  the  land  smrface  in  that  region  of  about  1 
foot  in  nine  thousand  years. 

DOIiOMITE. 

In  the  foregoing  pages  upon  limestone,  the  magnesian  varieties 
have  been  purposely  left  out  of  accoimt.  They  represent  transitions 
from  calciiun  carbonate  to  dolomite,  CaMg(0O,)„  a  rock  of  great 
importance  both  practically  and  theoretically,  and  one  which  de- 
mands separate  consideration.    In  addition  to  dolomite,  it  is  neces- 

1  On  the  slUoUlcation  of  limestones  see  F.  Knhlmmiii,  Ann.  Ghem.  Fbann.,  toI.  41, 1842,  p.  220;  J.  Lem- 
berg,  Zeitschr.  Deutach.  geol.  Oesell.,  vol.  28, 1S76,  p.  562;  and  W.  Ctomm,  Inang.  Diss.  Frelbcurg,  1909L 
On  the  sflicUloatlon  of  fossils,  R.  S.  Busier,  Proo.  U.  8.  Nat.  Mus.,  vol.  35, 1906,  p.  133.  On  phosphatJxa- 
tlon  see  R.  Irvine  and  W.  S.  Anderson,  Proo.  Roy.  Soc.  Edinburgh,  vol.  18, 1801,  p.  52;  L.  Qassner,  Inaog. 
Diss.  Freiburg,  1906,  and  references  in  the  section  on  phosphate  rock  in  the  preceding  chapter. 

s  BuU.  Oeol.  Soc.  America,  vol.  0,  1804,  p.  902. 

"  See  I.  C.  Russell,  Bull.  U.  S.  Oeol.  Survey  No.  52, 1889,  for  a  discussion  of  this  subject.  Russell  regards 
the  Clinton  iron  ores  of  Alabama  as  residues  of  this  kind,  but  his  views  on  that  matter  have  been  contested. 

*  Compt.  Rend.,  vol.  118, 1804,  p.  262. 

ft  Am.  Jour.  Scl.,  3d  ser.,  vol.  20, 1885,  p.  20. 

*  Or  20.173  grams  per  square  meter. 
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saxy  also  to  consider  magnesium  carbonate  itself,  magnesite,  and  its 
hydrous  derivatives,  of  which  several  are  known.  Like  calcium  car- 
bonate, these  species  originate  in  vvery  different  ways,  and  some  of 
the  processes  by  which  they  form  must  be  discussed  in  connection 
with  the  subject  of  serpentine  later.  Only  the  compounds  of  sedi- 
mentary or  organic  origin  fall  within  the  scope  of  this  chapter. 

The  double  carbonate,  dolomite,  can  be  produced  artificially  by 
several  methods,  and  its  accidental  formation  has  also  been  observed. 
C.  de  Marignac^  obtained  it  by  heating  calciimi  carbonate  with  a 
solution  of  magnesium  chloride  to  200^,  under  a  pressure  of  15  atmos- 
pheres. J.  Durocher'  heated  fragments  of  porous  limestone  with 
dry  magnesium  chloride  to  dull  redness  in  a  closed  gun  barrel,  in 
such  manner  that  the  carbonate  was  impregnated  by  the  vapor  of  the 
chloride.  Under  those  conditions  the  limestone  was  partly  changed 
to  dolomite.  The  local  formation  of  dolomite  by  volcanic  action  is 
explained  by  this  experiment,  but  that  mode  of  occurrence  is  of 
minor  import.  C.  Saiate-Claire  Deville'  saturated  chalk  with  a 
solution  of  magnesium  chloride  and  heated  the  mass  upon  a  sand 
bath.  A  partial  replacement  of  lime  by  magnesia  was  thus  effected, 
and  similar  results  were  obtained  with  corals.  A.  von  Morlot,*  by 
heating  powdered  calcite  with  magnesium  sulphate  to  200^  in  a  sealed 
tube,  transformed  the  carbonate  into  a  mixture  of  dolomite  and  gyp- 
sum. This  reaction  had  been  suggested  by  Haidinger,  in  order  to 
accoimt  for  the  frequent  association  of  the  two  last-named  species. 
The  process,  however,  ia  reversible,  and  solutions  of  gypsum  will 
transform  dolomite  into  calcium  carbonate  and  magnesium  sidphate. 
Efflorescences  of  the  latter  salt  are  not  uncommon  in  gypsum  quar- 
ries, and  H.  C.  Sorby**  has  observed  them  in  Permian  limestones. 
Because  of  this  reaction,  according  to  Sorby,  the  upper  beds  of  mag- 
nesian  limestone  are  often  more  calcareous  than  the  lower.  Their 
content  in  magnesia  has  been  diminished  in  this  way. 

The  elaborate  experiments  of  T.  Sterry  Hunt  •  upon  the  precipi- 
tation of  calciimi  and  magnesium  carbonates,  especially  by  alkaline 
carbonates  from  bicarbonate  solutions,  are  too  complex  to  admit  of 
anything  like  a  full  summary  here.  In  most  of  the  experiments 
mixtures  of  calcium  carbonate  with  the  hydrated  magnesium  com- 
pound were  obtained.  When,  however,  the  pasty  mass  formed  by 
precipitating  the  two  carbonates  together  was  heated  to  temperatures 
above  120^,  union  took  place  and  dolomite  was  formed.     From  the 

1  cited  In  a  memoir  by  A.  Favre,  Compt.  Rend.,  vol.  28, 1819,  p.  364. 
s  Idem,  vol.  33,  1851,  p.  64. 
'Idem,  vol.  47, 1858,  p.  91. 

•  Jahresber.  Cbemle,  1847-48,  p.  1290.    Also  Compt.  Rend.,  vol.  26, 1848,  p.  311. 

•  Kept  BilL  Aflioa  Adv.  8d.,  1856,  p.  77. 

•  Am.  Joor.  Sd.,  2d  aer.,  vol.  28, 1859,  pp.  170, 365;  vol.  42, 1866,  p.  49. 
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fact  that  a  sedimentary  dolomite  could  thus  be  produced,  Hunt  con- 
cluded that  dolomite  is  generally  a  chemical  precipitate,  a  view  which 
is  not  widely  held  to-day. 

Still  more  recently  G.  Linck  ^  has  reported  a  synthesis  of  dolomite 
effected  in  the  following  way:  Solutions  of  magnesium  chloride, 
magnesium  sulphate,  and  anmionium  sesquicarbonate  w^re  mixed, 
and  to  the  mixture  a  solution  of  calcium  chloride  was  added.  An 
amorphous  precipitate  formed,  which  upon  prolonged  gentle  heating 
in  a  sealed  tube  became  crystalline,  and  had  the  composition  and 
optical  properties  of  dolomite.  linck  believes  that  the  conditions  of 
this  synthesis  are  fulfilled  in  nature,  and  that  ammonium  salts  derived 
from  organic  decomposition  play  an  important  part  in  the  formation 
of  marine  dolomite. 

In  several  instances  the  deposition  of  magnesian  travertine  and 
even  of  crystallized  dolomite  from  natural  waters  has  been  observed. 
According  to  J.  Glrardin,'  the  travertine  formed  by  the  mineral 
spring  of  St.  Allyre,  near  Clermont,  in  France,  is  rich  in  magnesium 
carbonate.  In  recent  travertine  he  found  28.80  per  cent  of  MgCO, 
with  24.40  of  CaCO,,  and  in  old  travertine  the  proportions  were  26.86 
and  40.22,  respectively.  Whether  this  represents  dolomite  or  a  mix- 
ture of  the  carbonates  was  not  determined.  A.  Moitessier'  found 
that  in  a  badly  closed  bottle  of  water  from  another  French  spring 
distinct  crystals  of  dolomite  had  been  deposited.  In  another  water 
from  a  hot  spring  near  the  Dead  Sea,  which  was  transported  to  Paris 
in  a  sealed  tube,  similar  crystals  were  found  by  A.  Terreil.^  From 
this  observation  Lartet  concludes  that  the  dolomites  of  the  Dead  Sea 
region  were  probably  formed  through  the  impregnation  of  limestones 
by  magnesian  waters. 

On  the  other  hand,  E.  von  Gorup-Besanez "  found  that  springs 
from  the  dolomites  of  the  Jura,  which  contain  calcium  and  magne- 
sium carbonates  in  the  dolomite  ratio,  deposit  the  mixed  salts  upon 
evaporation  and  not  the  double  compound.  Gorup-Besanez  observed, 
however,  that  carbonated  waters,  acting  upon  dolomite,  dissolve  the 
mineral  with  its  ratios  undisturbed.  The  occurrence  of  dolomite 
geodes  in  magnesian  limestones  would  seem  to  show  that  in  such  cases 
at  least  the  double  salt  can  be  re-formed.  Similar  results  were  eaiiier 
obtained  by  T.  Scheerer,*  when  artificial  solutions  of  calcium  and 
magnesium  bicarbonate  were  allowed  to  evaporate  spontaneously  at 
ordinary  temperatures.    Only  mixtures  were  formed,  no  dolomite. 

iMonatsh.  Deutsch.  geol.  OeMU.,  1909»  p.  280.    W.  U^igen  (Oeol.   RnndBcbau,  vol.  1, 1010,  p.  131} 
repeated  Llnck's  experiment,  but  unsucoenfuUy. 
s  Annalee  dee  mines,  3d  ser.,  yol.  11, 1837,  p.  460. 
•Jahxesber.  Chemle,  1806,  p.  178. 
^ated  by  L.  Lartet,  Bull.  Soc.  gfiol  Fraooe,  ad  ser.,  vol.  33, 1866»  p.  730. 

*  Liebig'8  Annalen,  8th  Sapp.  Bd.,  1873,  p.  330. 

•  Neaes  Jabrb.,  1866,  p.  1. 
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He  also  found  that  powdered  chalk  precipitated  magnesium  carbon- 
ate from  a  bicarbonate  solution,  although  carbonated  waters  dissolved 
calcium  carbonate  out  of  magnesian  limestones.  The  last  observa- 
tion, however,  had  been  made  by  other  chemists  previously. 

In  Hunt's  investigations  it  became  evident  that  temperature  is  an 
important  factor  in  the  formation  of  dolomite.  The  same  conclu- 
sion is  to  be  drawn  from  F.  Hoppe-Seyler's  experiments.*  At  ordi- 
nary temperatures  a  solution  of  magnesium  chloride  acting  upon 
calcium  carbonate  for  several  months  yielded  no  dolomite.  Sea 
water  mixed  with  an  excess  of  calcium  carbonate  and  saturated  with 
carbon  dioxide,  after  standing  four  months  in  a  closed  flask,  also 
failed  to  form  dolomite.  But  when  magnesium  salts  or  sea  water 
were  heated  with  calcuim  carbonate  in  sealed  tubes,  then  both  dolo- 
mite and  magnesite  were  formed.  Carbonate  of  lime,  heated  to  over 
100®  with  a  solution  of  magnesium  bicarbonate,  gave  this  result. 

In  the  earlier  researches  upon  the  conversion  of  limestone  into 
dolomite  little  or  no  attention  seems  to  have  been  paid  to  the  min- 
eralogical  character  of  the  initial  substance.  In  C.  Klement's  ex- 
periments *  aragonite,  the  less  stable  form  of  calcium  carbonate  and 
the  form  which  is  abundant  in  coral  reefs,  was  especially  studied. 
It  was  found  that  a  concentrated  solution  of  magnesium  sulphate, 
at  60°,  would  partially  transform  aragonite  into  magnesium  carbon- 
ate, and  coral  was  altered  in  the  same  way.  Calcite,  by  similar  treat- 
ment, was  but  slightly  attacked.  Magnesium  sulphate  and  sodium 
chloride,  used  together,  altered  aragonite  strongly,  forming  a  product 
containing  as  high  as  41.5  per  cent  of  MgCO,.  Normal  dolomite, 
ideally  pure,  would  contain  45.7  per  cent.  Magnesium  chloride 
proved*  to  be  less  active  than  the  sulphate.  The  products  of  these 
reactions  consisted,  however,  not  of  dolomite,  but  of  the  mixed  car- 
bonates, and  Klement  su^ests  that  mixtures  of  this  kind  would  prob- 
ably, in  time,  recrystallize  into  the  double  salt.  He  attributes  the 
formation  of  dolomite  to  the  action  of  sea  water  in  closed  lagoons 
upon  aragonite — that  is,  upon  coral  rock.  The  latter,  as  will  be 
shown  presently,  is  often  the  parent  of  dolomite.  It  must  be  ob- 
served, however,  that  aragonite  is  not  the  only  parent  of  dolomite, 
for  pseudomorphs  of  dolomite  after  calcite  are  well  known.* 

Two  other  investigations  upon  the  synthesis  of  dolomite  remain 
to  be  mentioned.  L.  Bourgeois  and  H.  Traube  *  obtained  it  by  heat- 
ing a  solution  of  magnesium  chloride,  calciimi  chloride,  and  potas- 

1  Zeltaehr.  Deutsch.  geoL  Q^sell.,  vol  27, 1876,  p.  609.  In  this  ooDnectlon  it  may  be  noted  that  H.  C.  Sorby 
(Quart.  Jour.  Oeol.  Soo.,  vol.  36,  Proc,  1870,  p.  66)  found  that  Iceland  spar,  in  a  solution  of  magnesium 
ohiorlde,  beoame  slowly  iDonuted  with  magnflriiiTn  carbonate. 

*BuU.Soc.belgeg6oL,voL0,lC6m.3,18d6.  AOn.  pet.  ICitt.,  vol.  14, 18M,  P- £26.  See  also  experiments 
by  O.  ICahler;  Inaug.  Diss.,  Fielburg,  1906. 

•  See  Blum's  Pseudomorphosen,  p.  61,  and  Nachtiag,  p.  23. 

«  BulL  800.  min.,  yoL  16, 1802,  p.  13. 
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slum  cyanate,  KCNO,  to  130^  in  a  sealed  tube.  This  mode  of  pro- 
duction has  no  geological  significance,  except  in  so  far  as  it  sho^ws 
that  the  necessaiy  carbonic  acid  may  be  supplied  from  organic  or 
semiorganic  sources.  Such  sources  are  considered  by  F.  W.  Pfaff/ 
who  has  shown  that  the  products  of  organic  decomposition,  as 
derived  from  the  coral-building  organisms^  probably  take  part  in 
the  dolomitic  process.  Not  alone  carbonic  acid  is  generated  during 
organic  decay,  but  anmionium  carbonate,  ammonium  sulphide,  and 
hydrogen  sulphide  are  also  produced,  and  these  compounds,  accord- 
ing to  Pfaff,  appear  to  assist  in  the  formation  of  dolomite.  In  a 
later  paper,  however,  Pfaff  ^  states  that  when  a  current  of  carbon 
dioxide  is  passed  for  a  long  time  through  a  warm  solution  of  the 
sulphates  and  chlorides  of  magnesium  and  calcium,  the  solution,  upon 
slow  evaporation  at  a  temperature  of  20^  to  25^,  yields  a  residue 
which  contains  a  double  carbonate  insoluble  in  weak  hydrochloric 
acid.  That  is,  under  these  conditions,  which  might  be  approximately 
paralleled  in  the  concentration  of  sea  water,  dolomite  may  be  formed. 

Under  certain  exceptional  conditions  magnesium  carbonate  may 
be  deposited  alone.  A  solution  of  the  bicarbonate,  on  evaporating 
spontaneously,  forms  the  hydrous  salt  MgCO,.3H30,  which  cor- 
responds to  the  rare  mineral  nesquehonite.  This  species,  described 
by  F.  A.  Genth  and  S.  L.  Penfield,^  from  the  Nesquehoning  anthra- 
cite mine  in  Pennsylvania,  was  there  produced  by  the  alteration  of  a 
basic  carbonate,  lansfordite,*  3MgOO,.Mg(OH),.2lH20,  which  first 
formed  as  stalactites  in  one  of  the  galleries.  Nesquehonite  has  since 
been  identified  by  C.  FriedeP  as  a  similar  formation  in  a  French 
coal  mine.  Such  stalactiform  minerals  are  obviously  deposited  from 
solution  in  carbonated  waters. 

The  term  ^'dolomite''  is  sometimes  loosely  used  by  geologists  as 
equivalent  to  magnesian  limestone.  Any  limestone  containing 
notable  amounts  of  magnesia  may  be  described  by  this  name.  Prop- 
erly, the  word  should  be  restricted  to  the  definite  double  carbonate, 
which  occurs  both  as  a  well-crystallized  mineral  and  as  a  massive 
rock.  When,  after  allowing  for  natural  impurities,  the  molecular 
ratio  of  lime  to  magnesia  in  such  a  rock  is  1:1,  it  is  legitimately,  at 
least  in  most  cases,  a  dolomite,  but  exceptional  mixtures  are  of  course 
possible.  Ordinarily,  a  magnesian  limestone  is  a  mixture  of  dolo- 
mite and  calcite,  with  such  impurities  as  sedimentary  rocks  and  lime- 

1  Neues  Jahrb..  BeU.  Bd.  9, 1894,  p.  485.    A  later  paper  by  Pfikff  Is  published  In  vol.  28, 1907,  p.  520. 

s  Centralbl.  libi.,  Geol.  u.  Pal.,  1903,  p.  0S9.  PfKfl  regards  pressure  as  an  Important  tector  in  tbe  famui- 
tion  of  dolomite.  His  conclusions  are  criticixed  in  an  important  paper  by  E.  PhiUppi  (Neues  Jahrb. 
Festband,  1907,  p.  897),  who  cites  evidence  to  show  that  certain  dolomitio  nodules  have  been  ftumed  by 
chemical  precipitation.  F.  Tucan  (Centralbl.  liln.,  QeoL  u.  Pal.,  1909,  p.  506)  finds  that  the  Karst  dolo- 
mites of  Croatia  contain  sodium  chloride  and  calcium  sulidiate,  ^^lioh  suggests  a  marine  origtai. 

*  Am.  Jour.  Scl.,  8d  ser.,  vol.  89, 1890,  p.  121. 

*  Described  by  OenCh,  Zeitschr.  Kryst.  liin.,  vol.  14, 1888,  p.  255. 

*  Bull.  Soc.  min.,  vol.  14, 1891,  p.  60.  See  also  H.  Leitmelflr  (Zeitsohr.  Kryst.  ICin.,  vol.  47, 1909, p.  UQ 
on  the  deposition  of  magnesian  hydrocarbonates  by  the  mtawnl  springs  of  Rohitsch,  Styiia. 
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stones  in  general  are  likely  to  contain.  In  these  rocks  the  ratio  of 
lime  to  magnesia  is  greater  than  1:1;  but  in  computation  it  must 
be  remembered  that  some  dolomites  contain  iron,  which  replaces 
magnesia  in  equivalent  amounts.  Ferruginous  dolomite,  or  ankerite, 
is  not  rare.  All  the  iron  of  a  carbonate  rock,  however,  is  not  neces- 
sarily a  part  of  the  carbonate.  It  may  be  present  as  hydroxide  or 
in  claylike  impurities,  and  these  possibilities  must  be  taken  into 
account  in  any  interpretation  of  the  dolomites.  In  some  cases  free 
magnesian  carbonates  must  also  be  considered,  and  in  certain  alter- 
ation products,  brucite,  MgO^H,,  may  also  occur.  Commonly  the 
dolomites  are  fairly  simple  in  composition  and  difficulties  in  inter- 
preting the  analyses  rarely  arise. 

In  the  study  of  natural  dolomites  as  well  as  in  the  synthetic  ex- 
periments which  have  just  been  described,  it  is  often  necessary  to 
discriminate  between  the  separate  carbonates  and  the  true  double 
salt.  In  most  cases  this  is  easily  done  by  taking  advantage  of  differ- 
ences in  solubility.  Calcite  and  aragonite  dissolve  easily  in  weak 
acetic  or  hydrochloric  acid;  dolomite  and  magnesite,  at  ordinary 
temperatures,  are  attacked  slowly.^  These  magnesian  carbonates 
are  not  absolutely  insoluble  in  dilute  acids,  but  they  are  sufficiently 
resistant  to  admit  of  a  rough  separation  from  calcite,  and  their  subse- 
quent identification.  From  a  mixture  of  dolomite  and  calcite,  cold 
dilute  acetic  acid  will  dissolve  the  latter  mineral,  leaving  nearly  all 
of  the  dolomite  unattacked.  From  mixtures  of  calcite  and  magne- 
site, on  the  other  hand,  all  of  the  lime  will  be  thus  removed.  Some 
magnesia  also  may  pass  into  solution,  for  as  Vesterberg  has  shown, 
there  are  magnesian  carbonates,  probably  basic  or  hydrous,  which 
dissolve  with  ease.  Magnesite  is  even  more  refractory  toward  sol- 
vents than  dolomite. 

Furthermore,  discrimination  between  calcite  and  dolomite  can  be 
effected  by  microchemical  tests.  Among  the  best  of  these  is  that 
described  by  J.  Lemberg,'  whose  reagent  consists  of  a  solution  of 
aluminum  chloride  and  haematoxyUn  (extract  of  logwood).  This 
reagent  deposits  a  violet  coating  upon  calcite  surfaces,  but  leaves 
dolomite  uncolored.  According  to  F.  Comu,'  the  two  minerals  are 
easily  distinguished  by  covering  the  powdered  material  with  water 
and  adding  a  few  drops  of  phenolphthalein  solution.  Calcite  gives 
a  strong  coloration;  dolomite  is  affected  but  slightly.     E.  Hinden  ^ 

1  upon  these  dlfferanoes  in  solubility,  there  Is  ui  abundant  literature,  which  has  been  veil  summarized 
by  A.  Vesterberg,  Bull.  Qeol.  Inst.  Upsala,  vol.  5, 1901,  p.  97;  vol.  6. 1905,  p.  254.  See  also  the  synthetic 
papers  already  cited,  and  Haushofer,  Sltiungsb.  Akad.  lillnchen,  vol.  11, 1881,  p.  220. 

*  Zeltschr.  Deutsch.  geol.  OeseU.,  vol.  40, 1888,  p.  367.  In  vol.  39, 1887,  p.  489,  Lemberg  describes  tests 
based  upon  the  use  of  fenio  chloride  and  ammonium  sulphide.  In  a  still  earlier  paper  (op.  cit. ,  vol.  24, 1872, 
p.  228)  Lemberg  gives  tests  with  silver  nitrate,  which  stains  calcite  and  dolomite,  after  IgcJtion,  unequally. 
See  also  Otto  Meyer,  Zeltschr.  Deutsch.  geol.  Gesell.,  vol.  81, 1879,  p.  445. 

s  CentTBlbl.  l£ln.,  Oeol.  u.  Pal.,  1906,  p.  560. 

4  VeriiandL  Naturfonch.  QeseU.  Basel,  vol.  15, 1908,  p.  201.  O.  Mahler  (Inaug.  Diss.,  Fielbuig,  1906) 
finds  the  femic  chloride  unsatiatactory,  but  obtahied  good  results  with  the  copper  salt. 
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states  that  limestone  is  colored  red-brown  by  ferric  chloride  solution, 
and  blue  by  copper  sulphate,  dolomite  remaining  unchanged. 

So  far  as  the  experimental  evidence  goes,  dolomite  can  be  formed 
in  several  ways.  In  specific  cases,  however,  field  evidence  must  be 
brought  to  bear.  First,  dolomite  may  exist  as  a  true  chemical  sedi- 
ment, although  occurrences  of  this  kind  are  probably  rare.  G.  Leube  * 
described  a  "fresh- water  dolomite"  near  Ulm,  in  Bavaria;  and  C. 
W.  Gumbel,*  studying  the  dolomites  of  the  same  region,  which  are 
interbedded  with  Hmestones,  likewise  asserts  their  sedimentary  ori- 
gin. T.  Scheerer'  also  argues  that  the  oldest  dolomites  were  formed 
as  chemical  precipitates;  and  T.  Sterry  Hunt's^  positive  views  on 
this  subject  are  well  known.  Hunt's  experiments  help  us  to  under- 
stand how  sediments  of  dolomite  may  perhaps  be  formed;  and  it  is 
also  possible  that  algre  may  precipitate  mixed  carbonates  just  as  they 
do  calcareous  marl.  When  the  carbonates  are  thrown  down  together, 
heat  and  pressure  may  combine  to  bring  about  their  union.  These 
suggestions  relate  to  possibilities  only;  and  it  would  be  rash  to  assert 
positively  that  dolomites  are  ever  formed  on  a  large  scale  by  direct 
sedimentation. 

Magnesian  carbonates  are,  however,  deposited  with  calcium  carbon- 
ate by  marine  organisms,  albeit  in  small  relative  amounts.  G.  Forch- 
hanmier*  made  many  analyses  of  shells  and  corals,  finding  m^ag- 
nesium  carbonate  in  them  in  percentages  ranging  from  0.15  to  7.64, 
1  per  cent  being  rather  above  the  average.  This  result  has  been  con- 
firmed by  many  other  investigators.  In  LUhothamnium  nodosum 
Gtimbel^  found  2.66  per  cent  of  MgO  and  47.14  of  CaO;  and  A.  G.  Hog- 
bom  '  in  fourteen  analyses  of  algae  belonging  to  this  genus  reports 
from  1.95  to  13.19  per  cent  of  MgCO,.  To  these  higher  figures  refer- 
ence will  be  made  later.  In  the  skeleton  of  a  recent  crinoid,  H.  W. 
Nichols"  found  about  11  per  cent  of  magnesium  carbonate,  a  result 
which  has  been  confirmed  by  C.  Palmer  in  the  laboratory  of  the  U.  S. 
Geological  Survey. 

From  these  data  it  is  clear  that  limestones  formed  by  marine 
organisms  must  contain  magnesia,  and  evidence  shows  that  as  a  rule 
they  contain  rather  more  of  it  proportionally  than  the  remains  from 
which  they  are  made.  The  analyses  of  oceanic  oozes  collected  by  the 
Challenger  expedition,  as  discussed  by  Hogbom,*  show  this  fact  very 

1  Neues  Jahrb.,  1840,  p.  371. 

s  SiUungsb.  Akad.  MOncheQ,  1871,  Heft  1,  p.  45. 

s  Nfiues  Jahrb.,  1806,  p.  1. 

*  See  Chemical  and  geological  essays,  p.  80,  and  the  literature  ahnady  dted. 

»  Neues  Jahrb.,  1862,  p.  854. 

a  Abhandl.  Akad.  MOnchen,  vol.  11, 1871,  p.  26. 

7  Neues  Jahrb.,  1804,  vol.  1,  p.  262.  The  analyses  were  made  by  a  number  of  chemists  for  H<SgbQm, 
who  gives  data  for  several  shells  and  oonUs  also.    In  the  latter  organisms  the  magnwia  was  low. 

s  Pub.  No.  Ill,  Field  Columbian  Museum,  1006,  p.  81.  See  also  A.  H.  Clark,  Proc.  U.  8.  Nat.  Mus., 
vol.  30, 1011,  p.  487. 

•Op.cit.,p.267. 
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well,  and  also  illustrate  the  tendency  of  the  magnesium  carbonate 
to  accumulate,  while  the  more  soluble  calcium  carbonate  is  dissolved 
away.  That  is,  by  the  leaching  of  these  deposits  they  become  rela- 
tively enriched  in  magnesia,  until  in  the  extreme  cases  something 
very  near  the  true  dolomite  ratio  is  attained.  In  short,  a  dolomite 
may  be  produced  by  concentration  from  a  magnesian  limestone,  and 
either  sea  water  or  percolating  waters  of  atmospheric  origin  may 
operate  in  this  way.  Grandjean  ^  was  probably  the  first  to  interpret 
certain  dolomites  as  having  been  formed  by  this  process;  a  view  which 
various  other  writers  have  adopted  and  which  is  well  developed  in 
Hogbom's  memoir.  Hdgbom,  in  addition  to  the  facts  already  cited, 
brings  other  important  evidence  to  bear  upon  the  problem.  He 
shows  that  stalactites  from  caverns  in  the  coral  rocks  of  Bermuda 
contam  only  0.18  to  0.68  per  cent  of  magnesium  carbonate,  while  the 
rocks  themselves  carry  about  five  times  as  much.'  Here  the  lime 
salt  has  dissolved  much  more  freely  than  the  magnesium  compound. 
H^bom  also  studied  the  marine  marls  of  Sweden,  and  found  that 
the  transported  material  contained  progressively  larger  proportions 
of  magnesium  carbonate,  as  its  distance  from  the  parent  limestone 
increased.  Near  its  point  of  origin  the  marl  carried  3.7  parts  of 
MgCO,  to  100  of  CaCO,;  and  from  these  figures  the  ratio  was 
gradually  raised  to  36  MgCO,  and  100  CaCOg.  In  these  finely 
divided  sediments  the  leaching  out  of  calcium  carbonate  by  atmos- 
pheric and  glacial  waters  is  naturally  rapid,  and  the  concentration 
of  the  dolomitic  portion  is  effected  with  great  ease.  This  mode  of 
concentration,  then,  must  be  recognized  as  real,  and  as  accounting 
in  part  at  least  for  the  formation  of  dolomite.'  But  it  is  not  the 
whole  story.     It  accounts  for  some  occurrences,  but  not  all. 

Coral  rock,  it  will  be  remembered,  consists  chiefly  of  calcium  car- 
bonate, which  in  the  living  forms  is  mineralogically  aragonite.  But 
in  1843  J.  D.  Dana,^  in  a  rook  from  the  coral  island  of  Makatea,  in 
the  Pacific,  reported  magnesium  carbonate  to  the  extent  of  38.07  per 
cent.  This  approached  the  dolomite  ratio,  which  requires  45.7  per 
cent,  and  the  thought  was  at  once  suggested  that  the  rock  had  been 
dolomitized  by  the  introduction  of  magnesia  from  sea  water,  the 
latter  having  possibly  been  first  concentrated  by  evaporation  in  a 
shallow  lagoon. 

Since  Dana's  observation  was  made,  many  other  investigators 
have  recorded  similar  enrichments  of  coral  reefs,  and  the  sjmthetic 

1  Neues  Jahrb.,  1844,  p.  543. 

*  It  Is  well  known  that  stalactites  from  caverns  in  dolomitic  limestones  consist  essentially  of  calcium 
carbonate,  with  little  or  no  magnesia. 

*  For  an  elaborate  discussion  of  this  side  of  the  dolomite  problem  see  0.  Biachof,  Lehrbuch  der  chemlschen 
und  physlkalischen  Oeologie,  2d  ed.,  pp.  32-01.  The  older  data  are  well  summarixed.  See  also  C.  W.  Hall 
and  F.  V^'.  Sardeson,  Bull.  Geol.  Soc.  America,  vol.  6, 1884,  p.  1S9. 

i  See  Dana's  Coral  and  coral  islands,  3d  ed.,  p.  303.  Analysea  by  B.  SUUman,  Jr.  The  Island  is  called 
Metia  by  Dana. 
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experiments  of  various  chemists,  as  cited  in  the  preceding  pages,  have 
shown  that  the  indicated  reaction  can  actually  take  place.  Klement's 
experiments,  especially,  have  helped  to  make  this  point  clear.  In  a 
coral  reef  from  Porta  do  Mangue,  Brazil,  J.  C.  Branner  ^  reports 
6.95  per  cent  of  magnesia,  equivalent  to  14.5  of  carbonate,  while  the 
corals  themselves  continued  only  0.20  to  0.99  per  cent  of  MgO.  In  the 
islands  of  the  Pacific  Ocean  a  large  number  of  similar  cases  have 
been  observed,  the  analyses  by  E.  W.  Skeats  *  rising  to  a  maximum 
of  43.3  per  cent  of  MgCO,.  From  instances  of  this  kind,  and  from 
the  resemblance  of  many  dolomites  to  reef  rocks,  it  has  been  com- 
monly inferred  that  dolomitization  is  generally,  or  at  least  often, 
effected  in  this  way,  lime  being  gradually  removed  and  replaced  by 
magnesia  from  the  sea.' 

The  most  striking  Dlustration  of  this  mode  of  transformation  is 
furnished  by  the  borings  on  the  atoll  of  Funafuti,  as  discussed  by 
J.  W.  Judd.*  The  principal  boring  was  driven  to  a  depth  of  over 
1,100  feet  through  coral  and  coral  rock  all  the  way,  and  samples 
of  the  cores  were  analyzed  for  practically  every  10  feet  of  the  dis- 
tance. From  the  table  of  data  presented  by  Judd,  the  following 
figures  are  selected: 

Magnenum  oarbonaU  in  borings  on  atoll  of  Funafuti, 


Depth,  feet. 

PeroBDta^ 
MgCO,. 

Depth,  feet. 

Percentage 
MgCOa. 

4 

4.23 

295 

3.6 

13 

7.62 

400 

3.1 

15 

16.4 

500 

2.7 

20 

11.99 

598 

1.06 

26 

16.0 

640 

26.33 

55 

5.85 

698 

40.04 

110 

2.11 

795 

38.92 

159 

0.79 

898 

39.99 

200 

2.7 

1,000 

40.56 

250 

4.9 

1,114 

41.05 

These  figures  are  very  remarkable.  They  show,  first;  an  enrichment 
in  magnesium  carbonate  near  the  surface,  then  an  irregular  rising 
and  falling  in  much  smaller  amounts,  while  below  700  feet  the  ap- 
proach to  a  dolomite  ratio  is  apparent.  The  surface  enrichment  Judd 
attributes  to  a  possible  leaching  out  of  lime  salts,  and  the  irregulari- 
ties may  be  due  in  part  to  differences  in  the  proportions  of  the  various 

1  Bull.  Mus.  Comp.  Zool.,  vol.  44, 1904,  p.  264.  Analysis  of  rock  by  R.  E.  Swain,  of  the  corals  by  L.  R. 
Lenox. 

*  Idem,  vol.  42, 1903,  pp.  53-12A. 

s  See  R.  Harkness,  Quart.  Jour.  Oeol.  Soc.,  vol.  15, 1860,  p.  103,  on  dolomite  near  Cork,  Ireland.  Abo 
C.  Doelterand  R.  Hoemes,  Jahrb.  K.-k.  geol.  Reicbaanstalt,  vol.  25,  p.  293.  Theee  authors  give  a  blbUog- 
'raphy  of  dolomitisation,  down  to  1875,  the  date  of  their  memoir. 

*  The  atoll  of  Funafuti,  published  by  the  Royal  Society,  London,  1904.  For  Judd's  report  on  the  chem- 
ical examhwtion,  see  pp.  362-389. 
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reef-forming  organisms.  Some  of  these  are  more  soluble  than  others, 
as  we  have  already  seen.  AlgsB,  especially  lAihotJuLmnion  and  Hali^ 
meda,  are  abmidant  at  Funafuti,  and  Judd  suggests  that  the  abnor- 
mally high  magnesia  found  by  Hogbom  in  these  organisms  may  also 
be  due  to  leaching,  possibly  aided  by  carbon  dioxide  derived  from  the 
decomposition  of  the  plants  after  death.  The  replacement  of  lime  by 
magnesia  extracted  from  sea  water  probably  takes  place  at  the  same 
time,  so  that  two  distinct  processes  combine  to  produce  the  final 
result.  It  is  noticeable  that  the  lower  portions  of  the  core,  which 
were  the  earliest  deposited  and  have  therefore  been  acted  upon  for 
the  longest  time,  are  the  most  completely  changed. 

In  this  double  process  of  leaching  and  replacement,  we  find  the 
nearest  approach  to  a  satisfactory  theory  of  dolomitization  in  coral 
reefs.  It  is,  however,  not  general,  as  the  following  analyses  by 
George  Steiger,^  of  borings  from  an  artesian  well  at  Key  West, 
Florida,  clearly  show: 

IAtm  cmd  magnesia  in  borings  at  Key  West. 


Depth,  feet. 

Peroentafle 
CaO. 

Fdroentags 
UgOT 

Depth,  feet. 

PeroentagD 
CaO. 

Fensntage 
MgO. 

25 
100 
150 
350 
600 
775 
1,125 

54.03 
54.01 
54.38 
51.46 
48.87 
46.53 
53.84 

0.29 

.77 

.86 

1.67 

2.50 

6.70 

.86 

1,325 
1,400 
1,475 
1,625 
1,850 
2,000 

54.49 
55.12 
54.48 
53.90 
54.28 
54.02 

0.62 
.30 
.73 
1.14 
1.12 
1.06 

Here  there  is  a  progressive  magnesian  enrichment  down  to  775 
feet,  and  then  a  falling  off,  but  no  such  thorough  alteration  appears 
as  at  Fimafuti.  What  different  conditions  may  have  existed  to 
accoimt  for  these  differences  of  composition  is  not  known. 

It  is  of  course  evident  that  dolomitization  by  replacement  need 
not  be  limited  to  the  action  of  sea  water  upon  coral  reefs.  Magnesian 
spring  waters  may  be  equally  effective,  and  are  so  locaUy,  as  observed 
by  J.  E.  Spurr '  in  the  rocks  about  Aspen,  Colorado.  In  that  region 
hot  springs  containing  magnesium  are  manifestly  operative  in  trans- 
forming limestone  to  dolomite.  But  large  areas  of  dolomite  are  not 
likely  to  originate  in  that  way.  Where,  however,  limestones  are 
situated  near  magnesian  eruptive  rocks,  dolomitization  due  to  this 
cause  is  to  be  anticipated. 

>  Analyses  made  in  the  laboratory  of  the  United  States  Geological  Sorvey.  Pabllahed  In  full  in  BulL 
No.  228, 1904,  p.  309.    Boring  described  by  E.  O.  Hovey,  Bull.  Mus.  Comp.  Zool.,  vol.  28, 1896,  p.  63. 

I  Hon.  U.  S.  Geol.  Survey,  vol.  31, 1886,  p.  200.  Spurr  (p.  210)  also  reports  an  interesting  siiioiflcatlon  of 
limestones,  which  is  visible  in  all  Its  stages.  The  final  product  la  made  up  of  quarts  grains.  The  mag- 
nesian enrichment  of  slates  at  the  expense  of  sea  water  has  bean  dBOQcHwd  by  J.  A.  Phillips,  QuarL  Jouc^ 
Geol.  Soc.,  VOL  31, 1875,  p.  821 
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The  f ollowmg  analyses  of  magnesian  limestones  were  made  in  the 
laboratory  of  the  United  States  Geological  Survey.^  Other  analyses 
in  abundance  are  scattered  through  the  Uterature  of  limestones. 

Analyses  of  magnesian  limestones. 

A.  Gxeen  Peak  Quarry,  Dorset,  Vermont    Analysis  by  GoorBB  SteigBT.'   Described  by  T.  N.  Dale  in 
BuU.  No.  185, 1902. 

B.  "  Knox  dolomite,"  MorrisriUe,  Alabama.    Analysis  by  W.  F.  HUlebiand.    Described  by  I.  C.  Ros- 
SBll  in  BolL  No.  52,  1889. 

C.  Fenokee  district,  Wisconsin.    Analysis  by  HlUebrand.    See  R.  D.  Irving  and  C.  R.  Van  Hise,  in 
ICon.,  vol.  19, 1892. 

D.  "Niobrara  dolomite,"  Denver  Bssin,  Colorado.    Analysis  by  L.  0.  Eakins.    Described  by  Emmons, 
in  Mon.,  vol.  27, 1896. 

E.  Near  Red  Mountain,  Silver  Peak  district,  Nevada.    Analysis  by  Btelger. 

F.  Tbe  tbeoretical  composition  of  ideally  pure  dolomite. 


A 

B 

c 

D 
12.01 

E 

F 

Insoluble 

0.31 

SiOa 

8.36 

1.77 

.22 

1.08 

3.24 
.17 
.17 
.06 

0.63 

"  "'.ds' 

.76 

.08 

20.68 

30.94 

AlA 

.54 
.11 

*"'.'26' 
18.03 
27.49 

f4o' 

Feo.';;.;....::;.:...: :.. 

1.89 

MnO 

MffO 

16.68 

29.03 

.06 

1.08 

.03 

.42 

41.66 

20.84 
29.58 

20.19 
30.35 

21  9 

CaO 

30.4 

NaoO 

KoO 

HjO- 

}  •» 

45.54 

}  ■" 

46.27 

}  •=■ 

41.40 
.03 

H2O+ 

COo 

47.21 

47  7 

pA 

qIL:::. : ::::: 

trace 

100.39 

99.90 

99.65 

100.42 

99.95 

100.0 

Under  ordinary  atmospheric  and  aqueous  conditions  dolomite 
alters  like  limestone,  but  less  readily.  By  volcanic  agencies,  that  is, 
the  combined  action  of  heated  or  fused  rocks  and  steam,  dolomite  is 
sometimes  transformed  into  a  substance  which  was  once  thought  to 
be  a  distinct  mineral  species,  and  was  named  predazzite  and  penca- 
tite  by  different  investigators.  This  substance  has  been  interpreted 
by  Damour,'  G.  Hauenschild,*  J.  Roth,*  and  J.  Lemberg,*  as  a  mix- 
ture of  calcite  and  brucite,  MgO^,.  O.  Lene6ek,'  however,  regards 
it  as  a  mixture  of  calcite  and  hydromagnesite,  the  latter  being  partly 
pseudomorphous  after  periclase  and  partly  an  infiltration.  In  either 
case  the  dolomite  has  been  altered  by  the  transformation  of  its  mag- 
nesium carbonate  into  a  basic  salt  or  into  hydroxide.    The  latter 

I  See  BulL  No.  228, 1904,  pp.  301-^335,  for  these  analyses  and  others, 
s  Boll.  80c.  gtel.  France,  2d  ser.,  vol.  4, 1847,  p.  1060. 
a  Sitztmgsb.  Akad.  Wien,  vol.  60, 1870,  p.  706. 

4  See  Allgem.  chem.  Geol.,  vol.  1,  pp.  422-425.    Roth  dtes  many  analyses  of  altered  dolomites,  and  gives 
the  data  oonoeming  predacslte  with  considerable  fulhiess. 

•  Zeitschr.  Deatsdi.  geol.  GoseU.,  vol.  24, 1874,  p.  187. 

•  Min.  pet.  Mitt.,  vol.  12, 1892,  pp.  429, 447.  Lene6ek  gives  a  good  summary  of  the  litemture  of  predaxsite. 
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compound,  under  some  conditions,  can  be  leached  away,  leaving 
nearly  pure  calcite;  or  it  may  be  dehydrated,  forming  periclase, 
MgO.  Predazadte  was  first  observed  at  Predazzo,  in  the  Tyrol;  and 
Lemberg,  by  acting  on  normal  dolomite  from  that  loceJity  with 
steam,  obtained  a  similar  product.  A  like  alteration  of  dolomite 
from  a  Russian  locality  was  also  reported  by  F.  Rosen.^ 

IKON    CAKBONATB. 

Another  important  rock-building  carbonate  is  siderite,  the  ferrous 
carbonate  FeCO,.  Its  formation  as  bog  ore  has  already  been  con- 
sidered,' together  with  its  transformation  into  limonite,  but  its  rela- 
tions to  limestone  and  dolomite  remain  to  be  noticed.  Between  these 
rocks  there  are  many  transitional  mixtures,  and  ankerite,  the  ferrif- 
erous dolomite,  is  one  of  them.  This  mineral  contains  iron  replacing 
magnesium,  to  use  the  ordinary  phraseology,  but  this  implies  that  the 
double  salt  CaFeCjOe  exists  isomorphous  with  and  equivalent  to 
the  magnesian  compoimd,  dolomite.  The  two  salts,  CaFeCjOe  and 
CaMgCjO^,  may  commingle  in  any  proportion,  and  varieties  contain- 
ing manganese  carbonate  are  also  known.  So,  too,  there  are  mixtures 
of  magnesite  and  siderite,  known  as  breunnerite,  mesitite,  and  pis- 
tomesite,  but  they  are  comparatively  unimportant  except  in  the 
study  of  isomorphism.  The  manganese  carbonate,  rhodochrosite, 
MnCOj,  is  usually  a  mineral  of  metalliferous  veins. 

As  bog  ore,  siderite  is  deposited  from  a  bicarbonate  solution  in 
presence  of  organic  matter  and  out  of  contact  with  air.  But  siderite, 
like  dolomite,  may  a^so  be  formed  by  replacement  when  iron  solu- 
tions act  upon  limestones.  H.  C.  Sorby'  found  that  Iceland  spar 
immersed  in  a  solution  of  ferrous  chloride  was  slowly  transformed 
into  crystalline  siderite;  in  ferric  chloride,  on  the  other  hand,  ferric 
hydroxide  was  formed.  A  similar  precipitation  of  limonite  was 
observed  by  G.  Keller  *  when  calcite  was  treated  with  ferric  sulphate. 
Reactions  of  this  kind  have  often  been  invoked  in  the  interpretation 
of  sedimentary  iron  ores.  J.  P.  Kimball,*  for  example,  regards  the 
reaction  of  ferrous  solutions  upon  limestones  as  of  the  highest  impor- 
tance, and  refers  to  isolated  masses  of  coral  reef  in  Cuba  which  have 
been  so  replaced  by  iron  compounds.  Fossils,  originally  calcareous, 
but  now  composed  of  limonite,  are  not  rare.  In  the  Jurassic  lime- 
stones of  central  France  ores  of  iron,  manganese,  and  zinc  are 
widely  disseminated.    According  to  L.  Dieulafait,*  these  ores  were 

1  Arch.  Naturkunde  Llv.,  Esth.  a.  Ktiriands,  1st  ser.,  vol.  3, 1864,  p.  142. 

*  See  ante,  p.  505. 

s  Quart.  Joar.  Oeol.  Soc.,  vol.  35,  Proc.,  1879»  p.  73« 

*  Neoes  Jahrb.,  1882,  pt.  1,  ref.,  p.  363. 

•  Am.  Jour.  SoL,  3d  ser.,  vol.  42, 1891,  p.  231. 

•  Compt  Rend.,  voL  100, 1886,  p.  662. 
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precipitated  from  solution  by  calcium  carbonate,  the  iron  first,  zinc 
and  manganese  later.  The  iron  ores  are  always  at  the  bottom  of 
the  serieS;  and  the  other  metals  are  found  in  the  overlying  limestones. 
Like  carbonate  of  lime,  iron  carbonate  may  be  removed  from  solu- 
tion by  aquatic  vegetation.  The  process,  however,  is  different  in 
one  particidar.  Ferrous  carbonate  is  easily  oxidized  to  limonite,  and 
that  change,  which  takes  place  in  air  alone,  is  doubtless  accelerated 
by  the  oxygen  which  the  plants  exhale.  The  deposit  formed  is  not 
siderite  then,  but  hydroxide.  Similar  precipitation  of  limonite  may 
also  occur  from  sulphate  solutions,  as  in  or  near  a  chalybeate  spring 
in  Death  Gulch,  Yellowstone  National  Park.  Here,  according  to 
W.  H.  Weed,*  the  mosses  form,  from  the  water  of  the  spring,  an  iron 
sinter,  which  was  analyzed  by  J.  E.  Whitfield  in  the  laboratory  of  the 
United  States  Geological  Survey  with  the  following  results: 

AnalysiB  of  iron  sinter, 

SiOa L37 

FeaOa 63.03 

AlA 08 

SO, &35 

HjO  and  organic  matter 26. 94 

99.77 

The  instability  of  ferrous  carbonate  is  also  shown  by  the  deposits 
of  iron  rust  around  iron-bearing  springs  in  general,  and  by  the  forma- 
tion of  stalactites  of  limonite.  Such  stalactites  were  formed  exactly 
like  calcite  stalactites,  by  carbonate  solutions,  only  the  iron  salt  has 
decomposed  and  left  residues  of  hydroxide.  According  to  T.  Steny 
Himt  *  the  alteration  of  siderite  to  limonite  is  attended  by  a  contrac- 
tion of  27.5  per  cent,  whence  limonite  ore  bodies  are  often  porous  or 
spongy. 

The  vast  deposits  of  iron  ores  in  the  Lake  Superior  region,  limo- 
nites,  hematites,  magnetites,  etc.,  are  now  regarded  as  being  in  great 
measure  secondary  bodies  derived  from  iron  carbonates  of  sedimen- 
tary origin.  The  process  by  which  their  concentration  was  probably 
eflPected  has  been  simuned  up  by  C.  R.  Van  Hise  *  as  follows:  First, 
meteoric  waters  attacked  the  upper  portions  of  the  ori^al  carbon- 
ate, oxidizing  the  latter  to  limonite.  In  so  doing  the  waters  lost 
their  dissolved  oxygen  and  became  carbonated.  In  this  condition 
the  waters  dissolve  ferrous  carbonate,  with  some  silicate,  and  transfer 

1  Am.  Qeologlst,  vol.  7, 1881,  p.  48. 

t  Canadian  Naturalist,  vol.  9, 1881,  p.  431. 

•  Twenty-first  Ann.  Kept.  U.  S.  Oeol.  Sturey,  pt.  3,  1900,  p.  326.  Monograpbs  19,  28,  38,  43,  45, 
and  46  of  the  Survey,  by  Irving,  Van  Hise.  Clements,  Smyth,  Bayley,  and  Leith,  deal  exhaustively  with 
these  "  Lake  Superior"  ores.  See  also  J.  E.  Spurr,  Bull.  No.  10,  Geol.  Nat  Hist.  Survey  Minnesota,  1894, 
on  t^e  Mesabi  ores;  and  S.  Weidman,  Bull.  No.  13,  Wisconsin  Oeol.  Nat.  Hist.  Survey,  1904,  on  the  Baiaboo 
district.  BulL  No.  6  of  the  Minnesota  Survi^,  1891,  by  N.  H.  Mid  H.  V.  WinohteU,  is  devoted  to  a  dis- 
cussion of  the  Minnesota  deposits. 
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it  to  lower  levels.  Later,  the  surface  oxidation  haying  been  com- 
pleted, waters  charged  with  atmospheric  oxygen  percolate  downward, 
mingle  with  the  iron  solutions  previously  fonned,  and  precipitate 
limonite.  The  latter,  by  heat  and  pressure,  may  be  transformed  to 
hematite.  A  similar  interpretation  is  given  by  A.  Brunlechner  ^  to 
the  associated  siderite  and  limonite  at  Htlttenberg  in  Carinthia.  In 
this  case,  however,  the  waters  charged  with  ferrous  carbonate  re- 
deposit  it  upon  contact  with  limestones.  Here  also  the  original  for- 
mation, the  main  ore  body,  is  sedimentary. 

The    following    analyses    represent    mixed    carbonates,    mainly 
ferriferous: 

AnaJy9e9  of  mixed  carhonateg. 

A.  Iron  carbonate,  Sunday  Lake,  Iflchlgan.    Analysis  by  W.  F.  HUlebrand. 

B.  Iron  carbonate,  Penokee  distriot,  Michigan.    Analysis  by  R.  B.  Riggs. 
G.  Iron  carbonate,  OnnfUnt  Lake,  Canada.   Analysis  by  T.  M.  Cbatard. 

D.  Farrodolomlte,  ICarqoette  district,  Michigan.  Analysis  by  O.  SteigBr.  For  analyses  A,  B,  C,  D, 
and  others,  see  BoU.  U.  8.  GeoL  Survey  No.  228, 1904,  pp.  318-820. 

£.  CobaltUBTOUs  siderite,  from  a  mine  near  NeonUroben,  Qermany.  Analysis  by  G.  BOdlander,  Neoes 
Jahrb.,  1802,  pt  2,  p.  236. 

F.  Mangandokmiite,  Oretner,  Tyrol.  Analysis  by  K.  Eiaenhnth,  Zeltsdir.  Kryst  Min.,  vol.  36,  1902, 
p.  582.    other  analyses  of  dokunite,  etc.,  are  ^ven  in  this  paper. 


A 

B 

C 

D 

B 

F 

Insoluble . .  » ,-,.-,--,^-, 

0.16 

SiOo 

28.86 

.20 

L29 

1.01 

37.37 

.97 

15.62 

■'■i'27' 

8.14 

32.85 

5.06 

23.90 

none 

.07 

.44 

10.72 

.28 

26.97 

TiOj 

A1.A             

1.30 

2.31 

39.77 

.29 

Fe^fli::*: :: 

F^fc;::::::::;::::;::::::: 

45.34 

L21 
8.80 

6.59 

MnO 

23.41 

CoO             

CaO 

.74 

3.64 

.81 
2.66 

22.25 
8.52 

.66 
1.94 
.09 
.10 
.51 
.03 
26.20 

10.48 

MgO 

14.58 

AlbJies 

H-O- 1 

}  ■« 

}      .68 

none 

.99 

trace 

32.42 

.17 

HoO+ 

rV). 

c6,!::::::::::::;:::::::::::: 

25.21 

30.32 

41.55 

45.59 

SO3 

99,97 

100.41 

99.76 

100.17 

100.75 

100.81 

SIIilCATED    IRON    ORES. 

In  addition  to  sideritej  certain  sedimentary  silicates  serve  as  sources 
for  limonite  and  hematite  ores.  Glauconite,  for  example,  was  sug- 
gested by  R.  A.  F.  Penrose  ^  as  a  possible  parent  of  iron  ore,  and  a 
green  silicate  from  which  the  Mesabi  ores  are  derived  was  placed 
under  glauconite  by  J.  E.  Spurr.*    C.  K.  Leith/  however,  in  his 

1  Zeltschr.  prakt  Oeologie,  1883,  p.  301. 

*  Ann.  Kept.  GeoL  Survey  Arlcansas,  voL  1, 1802.    This  is  a  monograph  on  the  Iran  oras  of  Arkansas. 
«  Ban.  No.  10,  GeoL  Nat.  Hist.  Snrvey  Minnesota,  1804. 

*  lion.  U.  8.  GeoL  Survey,  voL  43, 1908,  pp.  237-379. 
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report  on  the  Mesabi  district,  has  shown  that  the  green  mineral  of 
the  ferruginous  cherts  is  not  glauconite,  but  a  hydrated  ferrous  or 
ferroso-ferric  siUcate,  containing  no  potassium.  To  this  silicate  he 
gives  the  name  greenalite.  Its  composition,  as  shown  by  the  analyses 
made  by  G.  Steiger  ^  in  the  laboratory  of  the  United  States  Geological 
Survey,  is  not  accivately  determinable,  for  the  green  granules  can 
not  be  mechanically  separated  from  the  enveloping  chert.  Three 
analyses  of  the  portion  of  the  rock  soluble  in  hydrochloric  add  gave 
the  following  residts,  after  union  of  like  bases  and  recalculation  to 
100  per  cent.  For  comparison  with  them,  in  a  fourth  column,  I  give 
an  analysis  by  F.  Field '  of  a  green,  massive,  chloritic  mineral  asso- 
ciated with  the  cronstedtite  of  Cornwall: 

Analyses  of  greenalite,  etc. 


GnsBDalite,  Steiger. 

Ootnwail, 

1 

2 

3 

FWdT 

SiO, 

30.08 

34.85 

25.72 

9.35 

30.49 

23.52 

36.92 

9.07 

38.00 
8.40 

46.56 
7.04 

31.72 

FeA 

1&51 

Feb.. 

39.46 

HoO 

11.02 

100.00 

100.00 

100.00 

100.71 

Field's  mineral  and  the  greenalite  No.  2  are  very  similar,  and 
approach  in  composition  a  hydrated  compound  of  the  garnet  type, 
Fe'''3Fe''3(Si04)s.3H30.  The  third  greenalite  analysis,  however,  is 
of  an  almost  entirely  ferrous  compound,  a  hydrous  metasiUcate 
approaching  the  formula  FeSi03.aq.  It  is  evident  that  the  abso- 
lutely definite  sihcate  is  yet  to  be  identified. 

In  the  analyses  cited  the  soluble  green  granules  formed  from  48  to 
82.5  per  cent  of  the  entire  greenalite  rock,  which,  according^  to  Leith, 
represents  a  marine  sediment  analogous  to  glauconite.  From  this 
silicate,  by  leaching,  the  hydrous  hematites  of  the  Mesabi  district 
were  concentrated;  but  the  reactions  proposed  by  Leith  to  account, 
first,  for  the  greenaUte  and,  later,  for  its  decomposition  are  largely 
hypothetical.  Iron,  in  solution  as  carbonate,  was  probably  brought 
into  the  ocean  by  waters  from  the  land,  and  precipitated  as  ferric 
hydroxide.  The  latter  compotmd,  partly  or  wholly  reduced  to  the 
ferrous  state  by  organic  matter  derived  from  marine  vegetation, 
then  combined  with  silica,  of  which  an  excess,  now  represented  by 

chert,  was  also  present.     These  processes  are  possible,  and  the  expla- 

1 

1  See  C.  K.  Ldth,  Mon.  U.  8.  OeoL  Survey,  yoL  43,  U03»  p.  340.    DiacuMkui  by  F.  W.  ClariDB. 
s  ptiiL  Ha^,  6th  sar.,  voL  6, 1878,  p.  82. 
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nation  thus  offered  to  account  for  the  iron-bearing  rocks  is  probable 
enough  to  be  provisionally  held,  at  least  until  something  better  is 
offered.  We  know  that  ferruginous  sediments  are  now  forming  in 
the  ocean;  we  know  that  chert,  in  many  cases,  is  of  oi^anic  origin; 
and  these  facts  are  consistent  with  the  suppositions  summarized  above. 

At  a  number  of  European  localities  iron  ores  are  found  which  con- 
sist partly  of  siUcates.  One  of  these,  thuringite,  is  a  member  of  the 
chlorite  group ;  but  another  chloritic  mineral,  chamosite,  which  occurs 
associated  vrith  magnetite,  limonite,  or  hematite  in  ooUtic  aggrega- 
tions, is  more  definitely  an  ore  of  iron.  Its  composition,  as  deter- 
mined by  C.  Schmidt  *  on  Swiss  material,  and  by  E.  R.  Zalinski '  on 
Thuringian  specimens,  is  represented  by  the  empirical  formula 
3FeO.Al20,.2SiO,.3H20:  The  much  rarer  mineral  cronstedtite  has 
probably  the  same  formula,  with  ferric  oxide  in  place  of  alumina;  and 
it  differs  from  greenaUte,  as  represented  by  the  second  analysis  of  the 
latter,  in  containing  one  less  molecule  of  siUca.  Berthierine,  from 
Hayanges,  near  Metz,  is  essentially  a  mixture  of  chamosite  and 
magnetite,'  and  forms  a  valuable  ore. 

These  siUcates  all  undergo  alteration  with  great  ease,  yielding 
oxides  or  hydroxides  of  iron.  In  most  cases  the  ores  containing  them 
are  ooUtic,  and  form  beds  of  sedimentary  origin.^  In  this  respect 
they  resemble  glauconite  and  greenaUte,  with  which,  chemicaUy,  they 
are  so  closely  alUed.  How  they  were  formed  is  uncertain,  and  dif- 
ferent authorities  interpret  the  evidence  differently.  The  latest 
writer,  E.  R.  Zalinski,'^  regards  thuringite  and  chamosite  as  secondary 
products,  derived  by  alteration  from  earUer  sediments  at  the  bottom 
of  the  Lower  Silurian  sea.  Whatever  the  final  conclusion  may  be, 
it  seems  clear  that  glauconite,  chamosite,  and  greenaUte,  and  possibly 
other  alUed  siUcates,  were  aU  formed  by  similar  reactions,  different 
local  conditions  having  determined  which  product  should  appear.* 

1  Zeitschr.  Kryst.  ICIn.,  yoL  11, 1886,  p.  001. 
>  Neues  Jahrb.,  Bell.  Bd.  19, 1904,  p.  40, 

*  See  A.  Lacroiz,  liindralogle  de  la  France,  vol.  1,  p.  401,  for  this  and  other  French  occorrences. 

4  On  the  ores,  locally  known  as  *<nihiette,"  of  LaxembuiK  and  Lorraine,  see  Bleicher,  Bull.  Soc.  indtist 
de  TEst,  1804;  L.  HofEman,  VerhandL  Naturhist.  Ver.  preuss.  Rhelnland,  etc,  vol.  fiS,  1888,  p.  100;  H. 
Ansel,  Zeitschr.  prakt.  Oeologie,  1001,  p.  81;  and  L.  van  Werveke,  idem,  p.  396.  On  the  Thuringian  ores  see 
H.  Loretx,  Jahrb.  K.  preoss.  geoL  Landesanstalt,  1884,  p.  120.  Much  other  literature  is  cited  in  the  memohs 
mentioned  here. 

*  Nenes  Jahrb.,  Befl.  Bd.  19, 1904,  p.  79.  Zalinski  gives  a  good  summary  of  the  various  theories  which 
have  been  firamed  in  onler  to  aoooont  for  these  ores. 

*  In  addition  to  the  literature  already  cited,  the  following  American  reports  on  iron  ores  are  worth  notio- 
ing:  W.  B.  Phillips,  Iron  maiding  in  Alabama,  a  bulletin  issued  by  the  Alabama  GeoL  Survey  in  1906. 
8.  W.  McCallie,  BulL  No.  lO-A,  QeoL  Survey  Oeoigia,  1900,  on  the  brown  izon  ores  of  tha(  State;  H.  B.  C. 
Nltfe,  Bull.  No.  1,  North  Carolina  GeoL  Survey,  1893;  F.  L.  Nason,  Report  on  iron  ores,  IClssouri  GeoL 
Survey,  1802;  Rept.  of  Progress  F,  Second  GeoL  Survey  Pennsylvania,  1878,  on  the  ores  of  the  Juniata 
Valley;  E.  T.  Dumble,  Reports  on  the  iron-ore  district  of  East  Texas:  Second  Ann.  Rept.  Texas  GeoL 
Survey,  189L  The  most  exhaustive  general  treatise  is  R.  Beck's  great  monograph.  Die  Geschiehte  des 
BiaeiM.  Lea  minerals  de  fer  oolitique  de  France,  by  L.  Cayeux  (Ministftre  Trav.  PubL,  Paris,  1900)  Is  an 
important  recent  monograph. 
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GYPSUM. 

The  occurrence  of  gypsum  as  a  sedimentary  rock  has  already  been 
partially  considered.^  It  may  form  on  a  large  scale  during  the  con- 
centration of  oceanic  and  other  natural  brines,  and  it  is  sometimes 
deposited  from  solution  in  fresh  waters.  Acid  waters  of  volcanic 
origin,'  or  derived  from  the  oxidation  of  pyrite,  by  acting  upon 
limestones,  also  produce  gypsum.  Its  appearance  as  an  accessory 
mineral  in  dolomitization  is  due  to  double  decomposition  between 
limestone  and  solutions  containing  magnesium  sulphate;  and  other 
sulphates  may  act  in  a  similar  way.  L.  Jowa,*  for  example,  prepared 
crystals  of  selenite  by  acting  upon  chalk  with  a  solution  of  ferrous 
sulphate.  Gypsum  formed  by  reactions  of  this  order,  however,  is 
conmionly  dissolved  by  the  waters  which  assist  in  the  process,  and  is 
carried  away  to  be  diffused  or  deposited  elsewhere.  As  an  important 
rock  gypsum  is  generally  a  saline  residue.  Its  formation  in  the  first 
instance  is  probably  oftener  due  to  the  action  of  oxidizing  pyrite 
upon  lime-bearing  rocks  than  to  any  other  cause.^ 

NATIVB   SUIaPHUR. 

Native  sulphur  is  a  frequent  companion  of  gypsum,  and  this,  too, 
may  be  produced  in  several  ways.  It  is  known  as  a  volcanic  subli- 
mate and  is  a  product  of  reactions  between  sulphur  dioxide  and 
hydrogen  sulphide.  It  is  also  formed  by  the  incomplete  combustion 
of  hydrogen  sulphide,  probably  in  accordance  with  the  equation* 
2H,S  +  0,— 2H,0  +  2S.  According  to  Becker,  who  studied  the  phe- 
nomena at  Sulphur  Bank,  California,  the  oxidation  of  H^S  to  H,S04 
develops  201,500  calories.  The  oxidation  to  11,0  +  8  develops  only 
59,100  calories.  Hence,  where  oxygen  is  in  excess,  as  at  the  surface, 
hydrogen  sulphide  is  completely  oxidized,  and  sulphuric  acid  is 
formed.  A  short  distance  below  the  surface  oxygen  is  deficient,  and 
then  sulphur  is  liberated.  Probably,  however,  the  actual  conditions 
are  more  complex.  Sulphur  dioxide  must  be  produced  to  some  ex- 
tent and  that  reacts  with  the  hydrogen  sulphide  to  form  sulphur 
also.  At  all  events,  sulphuric  acid  and  free  sulphur  both  occur  at 
Sulphur  Bank,  and  in  accordance  with  the  conditions  imposed  by 
theory.  The  deposition  of  sulphur  at  the  Rabbit  Hole  mines,  Ne- 
vada, is  also  ascribed  by  G.  I.  Adams  *  to  solf ataric  activity. 

>  See  ante,  pp.  211-230. 

*  J.  W.  Dawson  (Acadian  geology,  1891,  p.  202)  attributes  the  formation  of  gypnun  in  Nova  Sootia  to 
the  action  of  sulphuric  acid,  derived  from  volcanic  sourcesp  on  limestones. 

*  Annates  Soc.  gfiol.  Belglque,  vol.  23, 1806,  p.  czxviL 

«  Fordata  upon  American  gypsum  see  O.  P.  Orimsley,  Oeol.  Survey  Michigan,  voL  9,  pt.  2, 1904;  Ortmsley 
and  £.  H.  S.  Bailey,  Univ.  Geol.  Survey  Kansas,  vol.  ft,  1899;  C.  R.  Keyes,  Iowa  OeoL  Survey,  vol  3, 
pp.  257-^304;  F.  J.  H.  Merrill,  BulL  New  York  State  Mus.,  vol.  3,  No.  11, 1893.  Bull.  U.  8.  GeoL  Survey 
No.  223, 1904,  by  O.  L  Adams  and  others,  describes  the  gypsum  deposits  of  the  United  States. 

•  See  O.  F.  Becker,  Mon.  U.  8.  Oeol.  Survey,  vol.  13, 1888,  p.  2M;  and  J.  Habennaon,  Zeitsdir.  anoig. 
ChenUe,  voL  38, 1904,  p.  101. 

•  BuU.  U.  8.  Geol.  Survey  No.  225, 1904,  p.  497. 
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Sulphur  deposits  are  common  around  mineral  springs,  being  due 
to  the  imperfect  oxidation  of  hydrogen  sulphide;  and  the  latter  com- 
pound may  be  generated;  either  by  the  action  of  acid  waters  upon 
sulphides,  or  through  the  reduction  of  sulphates,  such  as  gypsum, 
by  micro-organisms.^  The  interpretation  of  any  given  locality  for 
sulphur  is  not  easy,  for  different  conditions  reign  in  different  places. 
In  one  deposit  the  evidence  of  thermal  reduction  may  be  clear,  while 
elsewhere  some  other  process  is  seen  to  have  been  operative.  The 
most  famous  of  all  sulphur  deposits  is  that  near  Girgenti,  in  Sicily, 
and  this  has  been  variously  interpreted.  Gypsum,  sulphur,  celestite, 
and  aragonite  are  here  intimately  associated,  in  what  is  evidently  a 
sedimentary  formation  not  far  removed  from  a  center  of  great  vol- 
canic activity.  The  sulphur,  therefore,  has  been  regarded  by  some 
writers  as  volcanic,  by  others  as  a  product  of  nonvolcanic  agencies, 
and  the  conditions  are  such  that  either  supposition  can  be  strongly 
supported.  Sicily  abounds  in  solf  ataras,  and  in  springs  charged  with 
hydrogen  sulphide;  and  these  may  well  have  brought  the  sulphur 
from  volcanic  sources  far  below  the  surface.  Its  deposition,  in  that 
case,  is  due  to  the  decomposition  of  hydrogen  sulphide,  which  haa 
taken  place  under  aqueous  rather  than  igneous  conditions;  and  this 
view,  with  differences  in  detail,  has  been  adopted  by  various  author- 
ities.' A.  von  Lasaulx,'  for  example,  has  argued  that  the  sulphur 
was  deposited  from  waters  containing  hydrogen  sulphide  and  cal- 
cium carbonate  during  concentration  in  fresh-water  basins;  and  G. 
Spezia  ^  has  developed  a  similar  argument  more  fully.  In  order  to 
accoimt  for  the  association  of  sulphur  and  gypsum  without  assuming 
the  derivation  of  one  from  the  other,  Spezia  cites  an  observation  of 
A.  B^champ,*  who  found  that  when  hydrogen  sulphide  was  passed 
into  water  containing  suspended  calcium  carbonate  the  latter  was 
partly  decomposed  and  calcium  hydrosulphide  was  formed.  This 
experiment  was  repeated  by  Spezia,*  but  with  fragments  of  marble 
and  under  a  pressure  of  six  atmospheres.  The  solution  thus  obtained 
was  found  to  contain  a  sulphide,  and  upon  evaporation  to  small 
bulk  at  ordinary  temperatiures  it  deposited  microscopic  crystals  of 
calcite,  sulphur,  and  gypsum.  By  a  reaction  of  this  kind,  between 
the  sedimentary  limestones  and  the  ascending  sulphureted  waters, 
the  observed  association  of  minerals  may  have  been  produced. 
Wherever  such  waters  act  slowly  upon  limestones  free  sulphur  with 

1  See  espedallj  E.  Plaaohud,  Compt  Rend.,  toL  84, 1877,  p.  235;  vol.  96, 1882,  p.  1368.  Also  A.  Etud 
and  L.  OUvier,  idem,  toL  «6, 1882,  p.  846. 

•  R.  TravagUa  (BoL  Com.  geoL,  1880,  p.  110),  however,  regardi  tlie  SielUan  solphar  as  having  been  formed 
through  the  redaction  of  gypeam  by  organic  matter,  the  remains  of  marine  animals. 

•  Neaes  Jahrb.,  1879,  p.  400. 

•  SaU'  orlgfaie  del  solfo  nei  glaclmenti  solflferi  della  SidUa,  Torino,  1802.  The  theories  relative  to  the 
origin  of  SioUian  sutphtir  are  exhaustively  summed  np  and  disoossed  in  this  memoir.  Several  Italian 
works,  cited  by  Bpeiia,  I  have  not  been  able  to  consult 

•  AnnaleB  ohim.  phys.,  4th  ser.,  voL  16, 1860,  p.  234. 
•Op.cit.,p.U0. 
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gypsum  is  likely  to  be  formed.*  It  must  be  observed,  however,  that 
the  partial  oxidation  of  hydrogen  sulphide  in  presence  of  limestone 
would  also  produce  the  same  association  of  substances.  It  is  inter- 
esting to  note  that  in  a  large  crystal  of  gypsum  from  Cianciana,  H. 
Sjogren'  found  a  fluid  inclusion  which  yielded  liquid  enough  for 
analysis.  Its  composition  resembled  that  of  sea  water,  and  the  cavity 
also  contained  hydrogen  sulphide. 

The  considerable  deposits  of  sulphur  found  in  western  Texas  are 
also  associated  with  gypsum,  and  with  waters  which  contain  hydro- 
gen sulphide.  Some  waters  from  the  sulphur  beds  are  strongly  acid, 
and  E.  M.  Skeats '  reports  one  water  which  carried  1,360  parts  per 
million,  or  79.08  grains  per  gallon,  of  free  H3SO4.  The  deposits  are 
associated  with  Umestones,  which  are  sometimes  bituminous,  and  at 
some  points,  as  described  by  Richardson,  gypsum  has  evidently  been 
formed  by  alteration  of  the  carbonate.  At  Cove  Creek,  in  Utah, 
sulphur  occurs  in  great  quantities  as  an  impregnation  in  rhyolitic 
tuff.^  It  is  derived  from  hydrogen  sulphide  of  volcanic  origin,  and 
is  also  accompanied  by  strongly  acid  water.  So  far  as  the  sedi- 
mentary rocks  are  concerned,  the  association  of  limestone,  gypsum, 
sulphur,  and  hydrogen  sulphide  seems  to  be  quite  general,  although 
not  absolutely  invariable.  The  association  of  sulphur  with  petroleum 
or  bituminous  matter  is  also  common. 

CELESTITE. 

Celestite,  the  sulphate  of  strontium,  SrS04,  is  another  mineral  of 
the  sedimentary  rocks,  which  also  occurs  in  Sicily  with  the  g3rpsum 
and  sulphur.  It  is  one  of  the  most  characteristic  minerals  of  the 
Sicilian  deposits.  In  Monroe  County,  Michigan,  according  to 
E".  H.  Kraus  and  W.  F.  Hunt,*  the  celestite  is  found  disseminated 
through  dolomite,  and  the  upper  layer  of  the  rock  at  the  point 
especially  studied  contained  over  14  per  cent  of  the  strontium  com- 
pound. Below  this  layer  there  is  a  porous  stratum,  with  cavities 
containing  celestite  and  free  sulphur.  The  latter  is  found  in  consid- 
erable quantities,  and  is  evidently  derived  by  reduction  from  the 
sulphate.     Eraus^  has  also  reported  celestite  as  extensively  dissemi- 

1  other  examples  are  given  by  R.  Brauns,  Chemlsche  Mlneralogie,  p.  366.  L.  Dieulafidt  (Compt 
Rend.,  vol.  97, 1883,  p.  61),  has  suggested  that  polysulphides  of  caldum  and  strontium  may  assist  In  the  for- 
matlon  of  sulphur  deposits. 

«  BuU.  Oeol.  Inst.  Upsala,  vol.  1,  No.  2, 1809.  A  similar  incluaian  was  earlier  described  by  O.  SUveitrl, 
Oasc.  chim.  ital.,  voi.  12, 1882,  p.  0. 

«  Univ.  Texas  Mineral  Survey,  Bull.  No.  2, 1902.  See  also  O.  B.  Richardson,  idem,  BulL  No.  9, 19M, 
p.  68.  The  sulphur  deposits  of  Louisiana  are  described  by  L.  Baldacci,  II  giacimento  solfitero  deUa  Loo- 
isisna,  Rome,  1906. 

4  See  W.  T.  Lee,  Bull.  IT.  8.  Qeol.  Survey,  No.  815, 1907,  p.  486.  For  an  earlier  de^ption  see  O.  vom 
Rath,  Neues  Jshrb.,  1884,  Bd.  1,  p.  2S9. 

•  Am.  Jour.  Scl.,  4th  ser.,  vol.  21, 1906,  p.  237.  See  also  W.  H.  Sherser,  idem,  3d  ser.,  vol  60, 1806,  p.  216, 
and  Oeol.  Survey  Michigan,  vol.  7,  pt.  1, 1900,  p.  208. 

•  Am.  Jour.  SoL,  4th  ser.,  vol.  18, 1904,  p.  80. 
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nated  through  dolomitic  limestone  near  Syracuse,  New  York.  At 
Put-in-Baj;  Lake  Erie,  the  limestones  contain  disseminated  celestite, 
and  caverns  exist  which  are  lined  with  crystals  of  that  mineral.^ 
The  celestite  here  has  evidently  been  leached  out  from  the  surround- 
ing rocks  and  redeposited  in  the  cavities.  Although  strontium  sul- 
phate is  much  less  soluble  than  gypsum,  it  is  more  soluble  than 
calcium  carbonate,  and  therefore  it  may  be  dissolved  away  from  the 
latter.  In  Transylvania,  according  to  A.  Koch,*  celestite  and  barite 
occur  together  in  bituminous  limestone.  H.  Bauerman  and  C.  Le 
Neve  Foster '  report  celestite  in  a  nummuUtic  limestone  in  Egypt,  and 
the  crystals  sometimes  inclose  fossil  remains.  It  also  appears  as 
filling  the  interior  of  fossil  shells,  especially  the  chambers  of  nautiU. 
At  Condorcet,  in  France,  as  described  by  Lachat,  celestite  is  found 
associated  with  gypsum  in  limestone.^  Examples  of  this  kind  might 
be  multiphed  almost  indefinitely.  Strontium  and  calcium  are  so 
nearly  related  chemically  that  their  common  association  in  rocks  is 
something  to  be  naturally  expected. 

BARITE. 

Barite,  the  barium  sulphate,  BaSO^,  is  closely  akin  mineralogically 
to  celestite,  but  is  more  characteristically  found  in  metalliferous  veins 
than  in  bedded  formations.^  Its  occurrence  as  a  cement  in  sandstones 
has  already  been  noticed,^  and  it  has  also  been  observed  as  a  sintery 
or  even  stalactitic  deposit  from  spring  and  mine  waters.*^ 

P.  P.  Bedson  ^  found  barium  to  be  present  in  notable  amounts  in 
an  English  colliery  water;  and  T.  Richardson*  has  described  a 
deposit  of  barite  from  a  similar  solution.  like  deposits  from  other 
EngUsh  coUieries  have  been  reported  by  F.  Clowes,^®  who  analyzed 
samples  containing  from  81.37  to  93.35  per  cent  of  BaSO^.  The 
pipes  carrying  water  from  the  mines  which  yielded  these  sediments 
were  often  choked  by  them,  the  barium  sulphate  being  rarely  absent 
and  frequently  their  chief  constituent.  At  Doughty  Springs,  in 
Delta  County,  Colorado,  according  to  W.  P.  Headden,"  lai^e  masses 
of  sinter  have  formed,  consisting  at  some  points  of  nearly  pure 
barium  sulphate,  which  at  other  points  is  mixed  with  minor  to  domi- 

1  Kraus,  Am.  Jour.  ScL,  4th  ser.,  voL  19, 1906,  p.  386. 

•  Mln.  pet.  BOtt.,  vol.  9, 188S,  p.  416. 

•  Quart.  Jour.  Qeoi.  Soc.,  vol.  26, 1860,  p.  40. 

«  Aimales  des  mines,  7tli  aer.,  vol.  20, 1881,  p.  557. 

•  See  L.  Dieulafidt,  Compt  Rend.,  vol.  97, 1883,  p.  51. 

•  See  ante,  p.  516. 

7  For  the  distribution  of  barium  in  waters,  etc.,  see  R.  Delkeskamp,  Notlzbl.  Ver.  Erdkunde,  4th  ser.. 
Heft  21, 1900,  pp.  47-83.  On  the  distribution  of  barium  and  strontltmi  in  sedimentary  rocks,  see  L.  CoUot, 
Compt.  Rend.,  voL  141, 1906,  p.  832. 

•  Jour.  Soc.  Chem.  Ind.,  voL  6, 1887,  p.  712. 

•  Rept  Brit.  Assoc.,  1863,  p.  54. 

»  Proo.  Roy.  Soo.,  vol.  46, 1889,  p.  868. 
u  Ftoo.  Colorado  ScL  Soc,  voL  8, 1905,  p.  1. 
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nant  quantities  of  calcium  carbonate.  Barytic  sinters  are  also  formed 
by  a  brine  spring  in  a  mine  at  Lautenthal,  in  the  Hartz  Mountains, 
and  these  have  been  carefully  studied  by  O.  Lattermann.^  In  this 
case  they  are  precipitated  by  the  mingliTig  of  the  sulphate-bearing 
mine  waters  with  the  brine  from  the  spring.  Lattermann's  analyses 
of  the  two  waters,  as  stated  by  him  in  grams  per  Hter,  are  as  follows: 

Analyses  of  spring  and  mine  waUrs  at  LaiUenthal. 


Spring. 


Mine 


BaClj.. 
SiCL. . . 
OaCi,... 
MgCl^.. 
NaCl... 
KCL... 

ZnS04.. 


0.318 

.899 

10.120 

4.360 

68.168 

.458 


1.615 

.023 

4.533 


.652 
.015 


The  barytic  deposits  from  these  waters  contain  strontium,  and 
appear  in  several  forms — as  stalactites,  as  mud,  and  as  incrustations. 
Analyses  of  them  by  Fernandez  and  Bragard  show  the  subjoined 
proportions  of  the  two  principal  ingredients.' 

Barium  and  strontium  sulphates  in  deposits  at  Lautenthal. 


White  stalao* 
ates. 


Brown  stalac- 
tttes. 


Mod. 


Cnuts. 


BaS04. 
SrS04.. 


84.81 
12.04 


83.88 
8.64 


82.3 
13.4 


92.44 
4.32 


Similar  mixtures  of  the  two  sulphates  intermediate  between  barite 
and  celestite  are  well  known  in  crystaUine  form,  and  calcium  sulphate 
is  often  present  also.  A  remarkable  banded  barite,  from  Pettis 
County,  Missouri,  described  by  C.  Luedeking  and  H.  A.  Wheeler,* 
had  the  following  composition: 

Analysis  o/bariU/rom  Pettis  County y  Missouri. 

BaSO* 87.2 

SrSO* 10.9 

CaS04 2 

(NH4)aS04 2 

HaO 2.4 

100.9 

1  Jalirb.  K.  pretue.  geol.  Landenuutalt,  1888,  p.  250.  A  stmilar  deposit  of  baiium  aod  ■trontiiim  snlpiutct 
from  an  EngUah  mine  water  is  deaciil)ed  by  J.  T.  Dunn,  Chem.  News,  toL  36, 1877,  pu  140. 

>  Complete  analyses  are  given  in  the  orl^^nal  memoir  by  Lattennann. 

*  Am.  Jour.  8d.,3deer.,  vol.  42, 1891,  p.  405.  The  presence  of  ammonium  Mlts  was  Independently  ▼actfled 
by  testa  in  the  laboratory  of  the  United  States  Geoloclcal  Survey. 
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The  presence  of  an  ammonium  salt  in  such  a  mineral  is  most 
imusual. 

Nearly  or  quite  all  of  the  occurrences  of  barite  indicate  that  it  is  a 
mineral  of  aqueous  origin.  It  may  form  as  a  direct  deposit  from 
waters,  or  as  a  precipitate  when  different  waters  commingle,  or,  as 
C.  W.  Dickson  *  has  shown,  by  a  reaction  between  solutions  of  barium 
bicarbonate  and  gypsum.  Barium  sulphate  is  also  produced,  accord- 
ing to  Dickson,  when  the  bicarbonate  solution  is  brought  into  contact 
with  oxidizing  pyrite;  and  its  presence  in  limestones  is  attributed  to 
a  possible  coincidence  of  the  two  reactions.  The  oxidizing  pyrite  is 
first  instrumental  in  transforming  calcium  carbonate  to  sulphate,  and 
the  latter  then  undergoes  double  decomposition  with  the  percolating 
barium  solutions.  The  original  source  of  the  barium  is  in  the  feld- 
spars and  micas  of  the  crystalline  rocks,  from  which  it  is  dissolved 
out  during  the  ordinary  process  of  weathering. 

One  very  different  occurrence  of  barite  remains  to  be  mentioned. 
In  the  Salem  district  of  India  T.  H.  Holland  ^  found  a  remarkable 
network  of  veins  consisting  of  quartz  and  barite,  with  about  70  per 
cent  of  the  first  mineral  and  30  of  the  second.  These  veins  are 
mostly  in  pyroxenic  gneiss,  and  one  cuts  a  dike  of  augite  diorite, 
and  Holland,  for  structural  reasons,  regarded  the  quartz-barite  rock 
as  a  segregation  from  the  original  magma.  This  supposition,  how- 
ever, is  chemically  improbable.  In  a  molten  state  quartz  (or  free 
silica)  would  react  upon  barium  sulphate,  to  form  a  silicate  and  set 
sulphuric  acid  or  sulphur  dioxide  free.  Quartz  and  barite  are  mag- 
matically  incompatible.' 

Various  syntheses  of  crystalline  barite  are  on  record.  One  of  the 
latest  by  Hilda  Gebhart,^  is  worth  noting.  Solid  barium  chloride 
was  covered  by  a  layer  of  gelatinous  silica,  over  which  a  solution  of 
a  sulphate  was  placed,  and  the  apparatus  was  allowed  to  stand  undis- 
turbed for  eight  or  nine  months.  By  slow  diffusion  of  the  sulphate 
through  the  intervening  siUceous  jelly  definite  crystals  of  barite  were 
formed. 

FLUORITE. 

Fluorite  or  fluorspar,  calcium  fluoride,  CaF,,  is  also  a  common 
mineral  in  dolomites  and  limestones,'  and  it  is  often  associated  with 
galena  and  zinc  blende.     Crystals  of  it  are  found  in  limestone  geodes, 

1  School  of  Mines  Quart.,  vol.  28, 1902,  p.  366. 
s  R«e.  G«ol.  Survey  India,  vol.  30, 1807,  p.  236. 

*  On  tlM  genesis  ofljarite  see  an  imi>ortant  paper  by  O.  B.  Trener,  Jahrb.  K.-k.  geol.  Reichsanstalt,  vol. 
58, 1008,  p.  387.  This  paper  contains  abundant  literature  referenoes.  On  the  barite  deposits  of  Virginia 
see  T.  L.  Watson,  Bull.  Am.  Inst.  Min.  Eng.,  1007,  p.  053. 

«  Hin.  pet.  Hitt.,  vol.  20, 1010,  p.  185. 

*  See  ante,  p.  318,  tor  an  account  of  fluorite  as  a  rock-lbnning  mineral.  Also  p.  615  for  fluorite  as  a  cement 
In  sandstones.  For  an  exhaustive  memoir  on  fluorite  in  sediments  see  K.  Andrte,  Min.  pet.  Mitt.,  vol. 
28»1000,p.5B6. 
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where  it  has  evidently  been  deposited  from  solution.  In  some  cases 
it  may  have  been  formed  by  fluoride  solutions  percolating  through 
and  replacing  limestone.  Its  conmionest  occurrence  is  as  a  filling 
of  veins.* 

>  For  a  deacription  of  the  great  fluorspar  deposits  In  Kentaeky  and  southern  IllJnois  see  8.  F.  Emmons, 
Trans.  Am.  Inst.  Hin.  Eng.,  vol.  21, 1883,  p.  81;  H.  P.  Bain,  BoU.  U.  B.  Oeol.  Sorvey  No.  256,  IMS;  E.  O. 
Ulrich  and  W.  8.  T.  Smith,  Prof.  Paper  U.  8.  Geol.  Survey  No.  86, 1806;  and  F.  J.  Fobs,  Eoon.  Geolocy 
vol.  5,  ]910,  p.  377.  On  the  fluorspar  of  Derbyshire  see  W.  IC.  Egglestone,  Trans.  Inst.  Hin.  Eng.,  voL 
85,  1906,  p.  286;  and  C.  B.  Wedd  and  O.  C.  Dxabble,  idem,  p.  501.  The  latter  paper  contains  a  good 
bibliography.  On  the  fluonpar  of  8an  Roqne,  Cordoba,  Azgentina,  see  J.  Valentin,  Zeitschr.  piakt. 
Qeologie,1886,p.l04. 
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CHAPTER  XIV. 

METAMORPHIC  R0CE3. 

METAMORPHIC   PROCESSES. 

In  its  widest  sense  the  adjective  metamorphic  may  be  applied  to 
any  rock  that  has  undergone  any  sort  of  change.  Practically,  how- 
ever, it  is  used  to  describe  a  well-defined  class  of  rocks  in  which  the 
transformation  from  an  original  form  has  been  nearly  complete.  A 
slightly  altered  igneous  or  sedimentary  rock  ia  not  commonly  called 
metamorphic;  neither  is  a  mass  of  decomposition  products  so  desig- 
nated. The  gneisses,  the  schists,  quartzite,  marble,  and  serpentine 
are  the  most  familiar  examples  of  metamorphism,  and  in  each  case 
an  antecedent  rock  has  been  changed  into  a  new  rock  by  one  or  sev- 
eral among  many  different  processes. 

Some  varieties  of  metamorphism  are  entirely  physical  or  structural, 
and  therefore  will  not  be  considered  in  this  memoir.  Metamorphoses 
which  represent  only  a  development  of  slaty  or  schistose  structure 
are  of  this  kind.  In  most  cases,  however,  metamorphism  is  accom- 
panied by  chemical  changes,  which  are  indicated  by  the  production 
of  new  minerals,  and  this  sort  of  metamorphism  concerns  us  now. 
It  may  be  regional,  when  large  areas  are  affected,  or  a  phenomenon 
limited  to  a  contact  between  two  reacting  rocks,  but  these  distinc- 
tions are  of  little  significance  chemically.  The  chemical  phases  of 
the  process  are  all  that  we  need  to  consider  at  present. 

The  reactions  involved  in  metamorphism  are  not  difficult  to  classify. 
The  following  changes  are  probably  the  most  important: 

1.  Molecular  rearrangements,  as  in  the  process  of  uralitization, 
when  a  pyroxene  rock  is  changed  into  one  characterized  by  amphibole. 

2.  Metamorphism  by  hydration.  The  conversion  of  a  peridotite 
or  pyroxenite  into  serpentine  is  a  case  of  this  kind,  although  some- 
thing more  than  simple  hydration  is  involved  in  the  change. 

3.  Metamorphism  by  dehydration.  The  change  of  limonite  to 
hematite  and  of  bauxite  to  emery  are  good  examples.  Alterations 
of  this  class,  however,  are  often  more  profound  than  dehydration 
alone  can  account  for,  especially  when  they  take  place  at  high  tem- 
peratures. Then  the  molecules  of  hydrous  minerals  may  be  broken 
down,  as  when  serpentine  breaks  up  into  olivine  and  enstatite,  or  talc 
into  a  metasilicate  and  quartz. 
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4.  Oxidations  and  reductions,  which  aflFect  chiefly  the  iron  oxides 
of  the  rocks.  Ferrous  compounds  become  ferric,  and  hematite,  on 
the  other  hand,  may  be  reduced  to  magnetite. 

5.  Changes  other  than  hydration,  produced  by  percolating  solu- 
tions. Cementation  is  one  process  of  this  kind,  and  the  change  from 
sandstone  to  quartzite  is  a  conunon  example  of  it.  In  other  cases 
the  solutions  effect  chemical  transformations,  and  develop  new  com- 
pounds.    The  dolomitization  of  limestone  is  a  case  in  point. 

6.  Metamorphism  by  the  action  of  gases  and  vapors,  the  so-called 
'^mineralizing  agents."  This  process  generates  new  minerals  within 
a  rock,  and  introduces  like  solutions,  new  constituents. 

7.  Metamorphism  by  igneous  intrusions.  This  heading  covers  the 
changes  due  to  the  intrusion  of  molten  matter  into  or  between  rock 
masses,  whereby  a  class  of  ''contact  minerals''  is  formed. 

Although  this  classification  is  simple,  it  is  only  superficially  so. 
It  is  useful  as  a  matter  of  convenince,  but  its  application  to  concrete 
examples  of  metamorphism  is  not  always  easy.  Two  or  more  proc- 
esses may  operate  simultaneously,  or  they  may  shade  into  one  an- 
other, with  all  sorts  of  variations  in  detail  due  to  variations  in  tem- 
perature and  pressure.  All  of  these  considerations  must  be  borne  in 
mind  in  dealing  with  the  actual  phenomena  of  metamorphism.  The 
ideal  simpUcity  is  not  often  found. 

In  the  study  of  metamorphic  phenomena  the  conceptions  developed 
by  C.  R.  Van  Hise  *  are  also  helpful.  Van  Hise  divides  the  li^o- 
sphere  into  two  zones — an  upper  zone  of  katamorphism  and  a  lower 
of  anamorphism.  The  zone  of  katamorphism  is  furthermore  sub- 
divided into  two  belts — one  the  belt  of  weathering,  the  other  that  of 
cementation.  These  approximately  concentric  shells  are  character- 
ized by  definite  chemical  differences,  which  may  be  briefly  sum- 
marized as  follows: 

The  uppermost  shell  of  all,  the  belt  of  weathering,  extends  from 
the  surface  of  the  ground  to  the  level  of  the  ground  water,  and  its 
thickness  is  veiy  variable.  It  is  essentially  the  r^on  of  rock  decom- 
position, and  its  reactions  are  mainly  those  of  hydration,  oxidation, 
absorption  of  carbonic  acid  with  liberation  of  siUca,  and  losses  of 
material  by  leaching.  It  is  also  a  region  of  low  pressing,  relatively 
low  temperature,  and  great  porosity.  In  it  the  complex  silicates 
are  broken  down  into  simpler  compounds,  from  which,  within  the 
belt,  they  are  rarely  regenerated. 

The  belt  of  cementation  is  that  which  contains  the  ground  water. 
Its  rocks  are  more  or  less  porous  and  fractured,  its  temperature  is 
still  not  high,  but  the  pressure  is  great  enough  to  play  an  important 
part  in  the  reconsolidation  of  sedimentary  material.    It  is,  in  short, 

I A  treatise  on  metunorphJam:  Hon.  tJ.  8.  Oeol.  Surrey,  yoI.  47,  lOOL 
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the  birthplace  of  such  rocks  as  shales  and  sandstones.  In  the  belt 
above  it  solution  is  a  leading  process,  but  here,  in  the  accumulated 
ground  water,  redeposition  rules.  Hence  its  name,  the  belt  of  cemen- 
tation. 

In  the  zone  of  anamorphism,  which  lies  below  the  region  of  the 
ground  water,  the  rocks  are  no  longer  distinctly  porous.  The  pres- 
sure above  them  tends  to. close  up  all  pores  and  fractures.  The  tem- 
perature is  also  relatively  high — that  is,  below  the  melting  point  of 
the  rocks,  but  possibly  above  the  critical  temperature  of  water. 
Under  these  conditions  the  reactions  of  the  upper  zone  are  reversed. 
Instead  of  hydration,  there  is  dehydration;  reduction  is  more  com- 
mon than  oxidation;  carbonates  are  decomposed  and  silicates  are 
regenerated.  Pneumatolytic  reactions  are  characteristic  of  this 
region,  and  so  too  are  metasomatic  changes.  There  is  also  a  tendency 
to  the  development,  imder  pressure,  of  the  heavier  and  denser  rock- 
forming  minerals,  and  of  ilxe  species  which  contain  constitutional 
water,  fluorine,  or  boric  oxide.  Garnet,  stauroUte,  muscovite,  epi- 
dote,  and  tourmaline  are,  for  examples,  typical  minerals  of  the  meta- 
morphic  rocks. 

According  to  C.  R.  Van  Hise,  the  minerals  of  the  upper  zone  are 
those  which  are  formed  with  increase  of  volume  and  evolution  of 
heat.  In  the  lower  zone,  contraction  and  absorption  of  heat  occur. 
These  distinctions,  of  course,  are  general,  not  absolute,  and  should 
only  be  accepted  in  a  broad  way.  They  stand  for  prevailing  tend- 
encies, to  which  many  exceptions  are  possible.  Nor  can  the  belts 
and  zones  be  rigorously  delimited,  for  they  shade  into  and  even 
interpenetrate  one  another.  Material  formed  in  the  belt  of  weather- 
ing is  covered  up  by  sediments,  and  presently  finds  itself  within  the 
belt  of  cementation.  Still  later,  covered  more  deeply,  it  may  pass 
into  the  zone  of  anamorphism.  So  also,  by  erosion,  a  part  of  the 
anamorphic  zone  may  be  uncovered  and  brought  within  the  realm 
of  weathering.  To  aU  of  these  changes  chemical  changes  correspond, 
so  that  the  same  mass  of  material  can  be  metamorphosed,  in  opposite 
directions,  over  and  over  again.  A  clay  becomes  a  shale;  that  is 
transformed  into  a  schist  or  gneiss,  and  that  again  may  pass  back 
into  clay.  The  phenomena  of  decomposition,  of  reconsohdation,  and 
of  recrystallization  form  parts  of  a  cycle  of  changes  which  are  recog- 
nized mainly  by  their  interruptions.  The  definite  products  to  which 
we  give  definite  names'  represent  temporary  stoppages  or  periods  of 
slow  change  in  the  progress  of  the  cycle. 

In  both  zones  of  the  lithosphere  water  is  the  chief  agent  of  chem- 
ical metamorphism.  It  is  most  abimdant  in  the  zone  of  katamor- 
phism,  where  it  acts  mainly  as  a  liquid  and  fills  more  or  less  com- 
pletely the  pore  spaces  of  the  rocks.  In  the  zone  of  anamorphism 
water  is  much  less  abundant  and  operates  in  the  subcapillary  and 
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intermolecTilar  spaces,  where,  because  of  the  higher  temperatures,  it 
is  probably  present,  at  least  for  the  most  part,  as  vapor.  At  a  depth 
of  about  10  kilometers  the  critical  temperature  of  water  is  likely  to 
be  reached,  and  its  chemical  activity  should  then  be  very  high.  Tte 
well-known  corrosive  action  of  superheated  steam  upon  glass  is  an 
illustration  of  this  point.  Even  when  the  water  is  still  liquid,  at 
temperatures  of  over  200°,  it  may  form  a  fluid  or  pasty  mass  with 
some  silicates,  as  was  shown  by  C.  Barus  ^  in  his  experiments  upon 
aqueo-igneous  fusion. 

In  the  zone  of  katamorplusm  the  water  is  moving  freely,  percolat- 
ing from  place  to  place.  In  the  lower  zone  its  mobility  must  be 
much  diminished,  so  that  on  a  given  particle  of  rock  it  acts  for  a 
longer  time.  It  may  appear  in  this  zone,  according  to  Van  Hiae,  in 
three  ways — ^as  water  held  by  bmied  sedimentaries,  as  water  liberated 
from  hydrous  compounds  by  heat  or  pressure,  and  as  magmatic  water 
contained  in  igneous  intrusions.  But  from  whatever  source  it  may 
be  derived,  its  chemical  functions  are  the  same.  It  acts  as  a  solvent 
upon  practically  all  the  rock-forming  minerals;  it  therefore  trans- 
fers matter  slowly  from  point  to  point  and  in  that  way  assists  in 
bringing  about  recrystalUzation.  In  so  doing  the  water  is  partly 
taken  up  into  the  molecules  of  new  compounds,  such  as  staurolite, 
epidote,  mica,  and  tourmaline,  of  which  it  forms  a  constitutional 
part  and  from  which  it  can  only  be  expelled  at  temperatures  ap- 
proaching or  even  exceeding  a  red  heat.  Loosely  combined  water 
thus  becomes  firmly  combined  water  and  ceases  for  the  time  being  to 
be  further  active.  A  reference  back  to  the  chapter  upon  rock-form- 
ing minerals  will  show  how  many  syntheses  have  depended  upon 
heating  the  constituent  substances  with  water  under  pressure.  The 
minerals  thus  formed  are  characteristic  of  the  zone  of  anamorphism, 
even  though  they  are  not  confined  to  it. 

The  sediments,  as  a  rule,  contain  oi^anic  matter.  When  they 
reach,  by  burial,  the  high  temperatures  of  this  zone,  the  organic 
matter  is  decomposed,  yielding  free  carbon,  carbon  dioxide,  nitrogen, 
and  water.  The  free  carbon  may  appear  in  the  metamorphosed  rocks 
as  amorphous  particles  or  it  may  be  recrystaUized  into  graphite;  the 
carbon  dioxide  may  escape,  working  its  way  slowly  upward,  or  it  may 
be  caught  and  inclosed  within  crystals  of  quartz  or  other  minerals. 
Inclusions  of  this  kind  are  common,  and  so  also  are  inclusions  of 
free  carbon. 

In  this  process  of  decomposition  the  organic  matter  of  the  sedi- 
ments acts  as  a  reducing  agent,  transforming  ferric  to  ferrous  com- 
pounds. When  magnetite  is  thus  formed  from  limonite,  the  reduction 
is  partial,  but  when  the  iron  compounds  of  a  clay  are  metamorphosed 
into  stauroUte  or  tourmaline,  the  change  from  ferric  to  ferrous  is 


I  Bee  ante,  p.  283. 
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nearly  or  quite  complete.  It  must  not  be  assumed,  however,  that 
organic  matter  is  the  only  reducing  agent  during  metamorphism. 
We  have  seen  in  a  previous  chapter  that  hydrogen  may  be  either 
occluded  in  or  generated  from  heated  rocks/  and  its  activity  as  a 
reducer  may  be  very  great.  But  on  this  point,  geologically  speaking, 
there  is  litUe  positive  knowledge.  We  are  compelled  to  deal,  more 
or  less,  with  reasonable  inferences. 

By  the  action  of  the  heated  waters  much  silica  is  liberated^  which 
recrystallizes  in  part  as.  quartz.  Some  of  it,  however,  attacks  the 
limestones  of  the  buried  sedimentaries,  liberating  carbon  dioxide  and 
forming  silicates,  such  as  wollastonite.  When,  however,  a  large  mass 
of  fairly  pure  limestone  or  dolomite  reaches  the  anamorphic  zone,  it 
is  recrystallized  into  marble.  This  change,  and  also  the  formation 
of  dolomite,  was  considered  in  detail  in  the  preceding  chapter,  where 
the  subject  was  perhaps  out  of  place.  Some  of  the  concomitant 
changes  will  be  discussed  later. 

One  great  distinction  between  the  two  zones  remains  to  be  noted. 
In  the  belt  of  weathering  the  transfer  of  material  from  point  to  point, 
both  by  mechanical  and  by  chemical  means,  is  a  conspicuous  feature. 
In  the  belt  of  cementation  the  mechanical  transfers  become  less  prom- 
inent, but  the  moving  waters  carry  much  matter  long  distances  in 
solution.  In  the  zone  of  anamorphism  the  mechanical  movements 
become  relatively  insignificant  and  the  chemical  changes  are  prac- 
tically effected  in  place — that  is,  the  chemical  movements  of  matter 
within  the  lower  zone  are  only  through  trifling  distances,  and  the 
transformations  are  effected  with  material  close  at  hand.  The  upper 
zone  is,  then,  emphatically  a  zone  of  mobility;  while  the  material  of 
the  lower  zone,  being  under  great  pressure,  is  comparatively  immov- 
able. I  speak  now,  of  course,  of  certain  kinds  of  movement;  the 
motions  of  the  earth's  crust,  its  upheavals  and  depressions,  the  dis- 
placing influence  of  igneous  intrusions,  etc.,  are  phenomena  of  a  dif- 
ferent order.  Neither  do  I  use  the  terms  movable  and  immovable 
in  any  absolute  sense,  for  they  have  only  a  relative  meaning.  The 
freedom  of  motion  in  the  upper  zone  is  vastly  greater  than  in  the 
lower;  and  because  of  that  fact  the  phenomena  of  the  two  zones 
become  strongly  contrasted. 

CliASSIFICATION. 

The  classification  of  the  metamorphic  rocks  is  not  a  simple  matter. 
The  criterion  of  structure  is  not  sufficiently  general,  and  that  of 
genesis  is  too  vague.  We  can  not  always  determine  the  genesis  of 
a  given  rock,  and  when  we  are  able  to  do  so,  the  result,  for  purposes 
of  classification,  may  be  unsatisfactory.    A  gneiss  can  be  derived 

>  See  ante,  pp.  260  et  seq.,  for  the  experiments  of  Tilden,  Trayers,  Oautler,  etc. 
101381^— Bull.  491—11 36 
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from  an  igneous  rock  or  from  one  of  sedimentary  origin,  the  product 
being  sensibly  the  same  in  both  cases.  Is  is  possible,  of  course,  to 
classify  these  rocks  on  the  basis  of  their  composition;  but  here  again 
there  are  difficulties,  even  greater,  perhaps,  than  those  which  becloud 
the  classification  of  purely  igneous  material.^  Quite  dissimilar  rocks 
may  have  very  similar  composition.  In  fact,  no  single  classifica^ 
tion  covers  all  the  ground;  for  the  phenomena  of  nature  do  not 
arrange  themselves  in  linear  sequence.  They  form  an  irregular  net- 
work of  interlacing  lines,  with  all  manner  of  intersections  and  fre- 
quent disturbances. 

Taking  all  of  the  difficulties  into  account,  I  prefer  to  study  the 
metamorphic  rocks,  so  far  as  may  be  practicable,  with  reference  to 
the  chemical  processes  which  have  governed  their  formation.  I  have 
already  stated  that  several  processes  may  take  part  in  a  single 
metamorphosis;  but  in  many  cases  one  process  predominates.  The 
conspicuous  process,  then,  gives  a  basis  for  classifying  our  data 
which  need  not,  however,  exclude  other  arrangements  for  other  pur- 
poses. The  method  supplements,  but  does  not  supplant  its  rivals. 
For  convenience  we  may  also  divide  the  metamorphic  rocks  into  three 
classes,  as  follows:  First,  those  derived  from  igneous  rocks;  second- 
those  of  sedimentary  origin;  third,  rocks  formed  by  contact  reac- 
tions between  the  igneous  and  the  sedimentary. 

The  metamorphism  of  the  igneous  rocks  is  commonly  a  deep-seated 
phenomenon;  that  is,  its  conspicuous  examples  are  formed  in  the 
zone  of  anamorphism,  or  under  anamorphic  conditions.  Leaving 
mechanical  or  structural  changes  out  of  consideration,  its  conspicu- 
ous feature  is  of  the  order  of  a  molecular  rearrangement;  in  other 
words,  the  older  minerals  are  transformed  into  new  species,  some- 
times by  simple  paramorphism  and  sometimes  with  transfer  of 
material  from  one  molecule  to  another.  In  general,  as  F.  Becke' 
has  shown,  the  rearrangements  are  attended  by  decrease  of  volume, 
the  product  of  the  change  being  denser  than  the  original  material. 
For  example,  in  the  special  case  chosen  by  Becke,  the  plagioclase  and 
orthoclase  of  a  rock  containing  a  little  water  were  transformed  into 
a  mixture  of  albite,  zoisite,  muscovite,  and  quartz,  the  volume  reduce 
tion  being  in  the  ratio  of  547.1  :  462.5,  a  loss  of  over  15  per  cent. 
A  number  of  similar  condensations  are  cited  by  U.  Grubenmann;* 

1  IT.  Qrubemnaim  (Die  Kiistallinen  Schiefer,  Berlin,  vol.  1, 1904;  vol.  2, 1907)  has  attempted  to  ibrm  a 
chemical  classlflcation  of  the  schists,  which  resembles  Osann's  disoossioii  of  the  Igneoos  locks.  A  second 
edition  of  Orubenmann's  book  in  one  volume  appeared  In  1910.  The  references  in  this  work  an  to  the 
first  edition. 

«  Neues  Jahrb.,  1896,  pt.  2,  p.  182. 

I  Die  Kristalllnen  Schiefer,  Berlin,  1904,  pp.  34-38.  Grabenmann's  data  are  taken  from  a  paper  hj 
F.  Becke,  in  Compt.  rend.  IX.  Cong,  gfiol.  intemat.,  1903,  p.  553.  See  also  F.  Loewlnaon-Lesslng,  StodiBQ 
fiber  die  Smptivgesteine:  Compt.  rend.  VU.  Cong,  gfiol.  Intemat.,  St.  TMmbutg,  U97. 
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and  although  the  calculations  are  necessarily  crude,  they  are  none 
the  less  conclusive.^  The  fact  that  there  are  exceptions  to  the  rule 
does  not  destroy  its  general  validity. 

From  a  mineralogical  point  of  view,  the  more  noteworthy  meta- 
morphoses within  the  igneous  rocks  may  be  classified  under  the 
following  headings: 

1.  Change  of  pyroxene  to  amphibole. 

2.  Change  of  feldspar  to  mica. 

3.  Change  of  feldspar  to  zoisite. 

4.  Change  of  feldspar  to  Bcapolite. 

5.  Formation  of  epidote. 

6.  Formation  of  garnet. 

7.  Change  of  hornblende  to  chlorite. 

8.  Segr^;ation  of  albite  from  plagioclase. 

9.  Formation  of  serpentine. 
10.  Alteration  of  ilmenite. 

This  schedule  is  by  no  means  exhaustive,  for  many  other  minor 
changes  are  to  be  observed  in  the  metamorphism  of  igneous  rocks. 
Every  primary  mineral  that  they  contain  may  give  rise  to  secondary 
species,  and  these  represent  all  orders  of  transformation  from  the 
slightest  modification  to  the  complete  molecular  breaking  down 
which  is  seen  in  the  processes  of  weathering.  Decompositions,  how- 
ever, are  not  now  under  discussion;  we  are  dealing  with  the  phe- 
nomena of  recrystallization  within  rock  masses,  excepting,  of  course, 
the  case  of  serpentinization,  which  is  a  process  of  a  different  order. 

URAIilTIZATION. 

The  alteration  of  pyroxene  rocks  into  hornblende  rocks  is  one  of 
the  best-established  metamorphoses.  The  hornblende  thus  produced, 
when  fibrous,  is  known  as  uralite,  and  the  change  ia  called  uralitiza- 
tion.*  It  is  often  accompanied  and  complicated  by  other  changes, 
such  as  the  formation  of  epidote  or  zoisite,  and  it  may  also  be  coinci- 
dent with  the  development  of  a  schistose  structure.  Mediosilicic  and 
subsilicic  rocks,  like  gabbro  and  diabase,  are  thus  metamorphosed  into 
amphibolite  or  hornblende  schist.  An  excellent  example  of  this  sort 
of  change  was  found  by  J.  J.  H.  Teall '  in  a  dike  at  Scourie,  Suther- 
landshire,  Scotland,  where  a  dolerite  had  changed,  first  into  a  mass- 
ive hornblende-bearing  rock  and  later  into  a  schist.  The  following 
analyses  will  serve  to  illustrate  the  character  of  the  changes  thus 
produced. 

1  For  a  tabolatton  of  the  volume  changes  attending  the  alteration  of  minerals,  see  C.  R.  Van  HIse,  A 
treatise  on  metamorphism:  Hon.  U.  S.  QeoL  Sorvey,  vol.  47, 1004,  pp.  397-408. 

•  See  0.  H.  WlUlams,  Boll.  U.  S.  OeoL  Survey  No.  82, 1800,  p.  fi2,  ibr  a  full  discussion  of. this  subject, 
aooompanied  by  abundant  references  to  literature.  See  also  L.  Duparo  and  T.  Homung,  Compt.  Bend.^ 
vol.  139, 1004,  p.  223,  on  a  theory  of  uralitlsation. 

•  British  petrography,  1888,  p.  198;  also  in  Quart  Jour.  OeoL  Soo.,  voL  41, 1886,  p.  137, 
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AruUyus  of  pyroxene  rock%  before  and  after  oltenifioit. 

Aa.  Thd  plugfcwtoa^pyroxBne  redk  of  the  Soomto  dikB. 

Ab.  The  derived  hornblende  schist  AnalyBes  by  Teall,  loc  olt. 

Ba.  Pyroxene  fhnn  the  center  of  a  crystal,  Templeton,  Canada. 

Bb.  Intermediate  portion  of  the  same  crystaL 

Be.  Hornblende  forming  the  rim  of  the  crystaL  Analyses  B  by  B.  J.  Hanlnston,  Oeol.  Surrey  Oaaada, 
Bee.  of  Progress,  1877-78,  p.  21  0. 

Oa.  Diallage  fhmi  a  gabbro,  Transraal,  South  Africa. 

Cb.  Uralite  from  alteration  of  the  diallage.  Analyses  C  by  P.  Dahms,  Neiies  Jahrb.,  BelL  Bd.  7,  p.  09, 
1801. 
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Ca. 
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SiOo 

47.45 
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2.47 

14.71 

49.78 

13.13 

4.35 

1L71 

60.87 
4.67 

.97 
L98 

.15 
16.37 
24.44 

.22 

.50 
OL44 

50.90 

4.82 

L74 

L36 

.16 

15.27 

24.39 

.08 

.15 

OL20 

62.82 

a  22 

2.07 

2.71 

.28 

19.04 

15.39 

.90 

.69 

02.40 

53.53 
a  12 
5.09 
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52.73 

ALO. 

4.70 
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5.26 
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10.21 
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6.00 
a  87 
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.99 
1.00 
L47 

.36 

5.40 
a  92 
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L05 
L14 
2.22 
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ia77 

a  19 

.50 
.20 

12.50 

OaO 
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.23 

k!S.::::;  ;;::::" ;::::::;;:: 

.06 

H-O ; 

L54 

TiO, 

CO. 

SDecific  fzzavitv 

100.12 
3.10 

100.19 
3.10 

100.49 
3.181 

100.06 
3.205 

99.52 

aoo3 

lOLOl 

99.90 

a  Loss  on  ignition. 

That  the  change  from  pyroxene  to  uralite  or  amphihole  is  something 
more  than  a  paramorphism  these  few  analyses  clearly  show.  In  A 
there  has  been  oxidation  of  ferrous  to  ferric  iron,  in  B  a  loss  of  lime, 
and  in  C  a  loss  of  magnesia.  In  many  cases  uralitisation  is  accom^ 
panied  by  a  separation  of  magnetite,^  and  the  lime  removed  reappears 
as  calcite.  Epidote  is  also  a  common  product  during  the  process, 
which  must  vary  with  variations  in  the  composition  of  the  altering 
rock  and  of  the  individual  pyroxene.  Augite  thus  yields  hornblende 
or  actinolite;  diopside  may  change  into  tremoUte,  and  from  the  soda 
pyroxenes  the  aluminous  glaucophane  may  be  derived.  The  com- 
position of  the  pyroxene  is  reflected  in  that  of  its  derivative,  but 
the  augite-homblende  change  is  the  most  common.'  Between  the 
original  igneous  rock  and  the  secondary  amphibolites,  there  are  all 
possible  intermediate  gradations,  from  incipient  change  to  complete 
transformation.' 

1  See  G.  Rose,  Zeltschr.  Deatsch.  geol.  Gesell.,  toL  16»  18M,  p.  6;  S.  Svedmark,  Neues  Jahrb.,  1877,  p.  90. 
•  See  discussion  of  the  change  by  C.  H.  Gordon,  Am.  Geologist,  vol.  34, 1004,  p.  40. 
«  On  amphlbolite  produced  by  the  Intrusion  of  granite  into  liniiwtane,  in  the  Laorantian  rocks  of  Canada, 
see  F.  D.  Adams,  Jour.  Geology,  vol.  17, 1900,  p.  1. 
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GliAUCOPHANE   SCHISTS. 

The  glaucophane  schists  differ  from  the  amphibolites  in  that  they 
contain  the  soda  amphibole  instead  of  hornblende.  H.  S.  Wash- 
ington *  divides  these  rocks  into  three  classes,  namely,  epidote-glau- 
cophane  schist,  mica-glaucophane  schist,  and  quartz-glaucophane 
schist;  but  he  also  recognizes  the  fact  that  there  are  many  transitional 
varieties.  W,  H.  Melville,^  for  example,  has  described  a  gamet- 
glaucophane  schist  from  Mount  Diablo,  Califomia;  and  A.  Wich- 
mann  •  an  epidote-mica-glaucophane  schist  from  Celebes.  A  zoisite- 
glaucophane  schist  from  Sulphur  Bank,  Califomia,  is  also  mentioned 
by  G,  F.  Becker.*  It  consists  chiefly  of  glaucophane  and  zoisite,  but 
quuxtz,  albite,  sphene,  and  muscovite  are  also  present.  Another  rock 
from  Piedmont,  containing  glaucophane,  garnet,  hornblende,  epidote, 
mica,  and  sphene,  described  by  T.  O.  Bonney,^  is  called  a  glaucophane 
eclogite. 

OeneticaUy,  the  glaucophane  rocks  differ  widely.  Some  of  them 
are  undoubtedly  derived  from  mediosilicic  or  subsilicic  igneous  rocks; 
others  from  sedimentaries.  In  Greece,  for  example,  according  to  R, 
Lepsius,*  some  glaucophane  schists  represent  gabbro,  and  others  are 
metamorphosed  Cretaceous  shales.  The  epidote-glaucophane  schist 
of  Anglesey,  Wales,  described  by  J.  F.  Blake,^  was  originally  a  dio- 
rite,  and  in  this  rock  alterations  of  glaucophane  to  chlorite  occur.  In 
Piedmont,  as  described  by  S.  Franchi,"  there  are  glaucophane  rocks 
associated  with  amphibolite,  both  having  been  derived  from  diabase. 
In  Japan,  according  to  B.  Koto,*  the  metamorphosed  material  was 
formerly  a  diabase  tuff,  and  the  glaucophane  was  derived  from  dial- 
lage.  By  further  alteration  the  glaucophane  sometimes  passes  into 
crocidolite.  And  on  Angel  Island,  in  San  Francisco  Bay,  Califomia, 
a  glaucophane  schist  studied  by  F.  L.  Ransome  ^®  has  been  developed 
from  a  radiolarian  chert,  probably  by  contact  metamorphism.  In 
many  cases  the  genesis  of  these  rocks  is  obscure;  but  Washington  sug- 
gests that  the  epidote-glaucophane  schists  represent  originally  gab- 
broid  magmas,  while  the  quartz-glaucophane  schists  are  metamor- 
phosed quartzites  or  quartzose  shales.    For  convenience,  differences 

>  Am.  Jour.  Sc!.,  4th  aer.,  vol.  11, 1901, p.36.  This  memoir  is  a  very  complete  summary  of  our  knowledse 
of  these  rocks.  It  contains  many  analyses,  and  abundant  references  to  literature.  See  also  K.  Oebbeke, 
Zdtschr.  Deutsch.  geol.  Oesell.,  vol.  38, 1886,  p.  634;  U.  Qrubenmann,  Rosenbusch  "Festschrift,"  1906; 
E.  H.  Nutter  and  W.  B.  Barber,  Jour.  Geology,  vol.  10,  1902,  p.  738;  and  J.  P.  Smith,  Proc.  Am.  Philos. 
Soc.,  vol.  46, 1906,  p.  183.  The  last  two  papers  relate  to  the  glaucophane  rocks  of  Califomia.  Other  note, 
worthy  papers  aie  by  E.  Murgool,  Bull.  D^t.  Oeotogy  TJniv.  r4aitomla,  vol.  4, 1906,  p.  3M;  and  L.  liUch, 
Neuea  Jahrb.,  Festband,  1907,  p.  348. 

B  BulL  Geo!.  Soc  America,  vol.  2. 1890,  p.  413. 

«  Neuea  Jahrb.,  1893,  pt.  2,  p.  176. 

« Hon.  U.  S.  Geol.  Survey,  vol.  13, 1888,  p.  101 

•  Minoralog.  Mag.,  voL  7, 1887,  p.  1. 

•  Oeologie  von  Attlka,  Berlin,  1803,  pp.  102, 133. 
V  Qeol.  Mag.,  1888,  p.  125. 

•  Bol.  Com.  geol.  ital.,  vol.  36, 1805,  p.  192. 

•  Jour.  Coll.  Sci.  Japan,  vol.  1, 1886,  p.  85. 

•  BulL  Dq;>t.  Ctoology  Univ.  California,  vol.  1,  p.  2U. 


Digitized  by  VnOOQ IC 


566 


THE  DATA  OF  OBOGHEMI8TRY. 


of  origin  will  be  disregarded  here  and  the  analyses  of  this  group  of 
rocks  are  tabulated  together,  as  follows: 

Analyies  ofamphiholUes  and  gUmcophane  schists  A 

A.  Amphiboltte  dike,  Palmer  Oentw,  Massachusetts. 

B.  AmphlboUte  bed,  Palmer  Center.  Analyses  A  and  B  by  W.  F.  Hillebrand,  BuIL  U.  S.  Oeol.  Soivey 
No.  228, 1904,  p.  36. 

C.  AmphlboUte,  Crystal  Falls  district,  Michigan.  Described  by  H.  L.  Smyth,  Mon.  U.  S.  Geol.  Survey, 
vol.  36, 1899,  p.  897.  Analysis  by  H.  N.  Stokes.  Probably  derlyed  from  a  diabase  or  basalt.  Contains 
hornblende,  plagkxdase,  biotlte,  and  quartz,  with  a  little  rotUe  and  magnetite. 

D.  Epidote-glauoophane  schist,  Mount  Diablo,  California.  Analysis  by  W.  H.  Melville,  BoU.  GeoL  Soe. 
America,  vol.  2, 1890,  p.  413.   Contains  garnets.    Possibly  derived  from  diale. 

B.  Oamet'glauoophane  schist,  Bandon,  Oregon.  Analysed  and  described  by  H.  S.  Waaihington,  Am. 
Jour.  Sci.,  4th  sar.,  vol.  11, 1901,  p.  35.    Contains  glauoophane,  epidote  or  soisite,  garnet,  and  white  mica. 

F.  Zoisite^lauoophane  schist,  Sulphur  Bank,  California.  Analysis  by  Melville.  Described  by  G.  F. 
Becker,  Mon.  U.  8.  Qeol.  Survey,  voL  13, 1888,  p.  104. 

O.  Mica^lauoophane  schist,  Island  of  Syra,  Greece.    Analysed  and  described  by  Washington,  loc.  cit. 

H.  Quarts-glaucophane  schist,  Fourmlle  Creek,  Coos  County,  Oregon.  Analysed  and  desorfbed  by 
Washington.   Contains  quarts,  glauoophane,  chlorite,  muscovlte,  and  garnet. 
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a  A  number  of  am|^ibolltes  from  Massachusetts  are  described  by  B.  E.  Emeraon  in  Mon.  U.  8.  Geol.  Snr- 


,  ,  _   analyses  iL.  _ 

&532.    See  also,  on  amphibolite,  F.  Becke,  Min.  pet.  Mitt.,  vol.  4, 1882.  p.  286;  and  J.  A.  Ippen,  Mltthl 
aturwiss.  Ver.  Steiermark,  1892,  p.  328.    Ippen  describes  "normal  amphibolite,"  and  also  lolslte,  pyrox- 
ene, feldspar,  and  garnet  amphibolite. 


SERICITIZATION. 

The  conversion  of  feldspar  into  muscovite  is  one  of  the  common- 
est processes  of  metamorphism,  whether  of  igneous  or  of  sedimentary 
rocks.  In  many  instances  the  mica  produced  is  the  compact  or  fibrous 
variety  known  as  sericite,  which,  in  former  times,  was  generally  mis- 
taken for  talc.    The  so-called  talcose  schists  of  the  earlier  geologists 
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have  proved  in  most  cases  to  be  not  talcose,  but  sericitic.^  The  iden- 
tity of  sericite  with  muscovite  was  finally  established  by  H.  Las- 
peyres^  in  1880,  and  since  then  its  occurrence  has  been  repeatedly 
investigated.  The  alteration  is  most  conspicuous  in  regions  where 
the  dynamic  metamorphism  has  been  most  intense — ^high  tempera- 
ture, the  chemical  activity  of  water,  and  mechanical  stress  all  work- 
ing together  to  bring  it  about.  Any  feldspathic  rock  may  undergo 
sericitization,  but  orthoclase  rocks  furnish  the  most  typical  exam- 
ples. The  derivation  of  sericitic  schists  and  gneisses  from  granite, 
quartz  porphyry,  and  diabase,  and  also  from  arkose  and  clay  slate, 
has  been  repeatedly  observed.' 

Sericite  is  commonly  derived  from  orthoclase  or  microcline,  as 
suggested  above,  but  may  be  generated  from  plagioclase  feldspars 
also,  the  reactions  in  the  two  cases  being  diflFerent.  In  the  formar 
tion  of  muscovite  from  orthoclase  the  necessary  potassium  is  already 
present;  but  in  order  to  produce  muscovite  from  plagioclase  a  replace- 
ment of  sodium  by  extraneous  potassium  is  required.  In  either  case 
the  reaction  which  takes  place  may  be  represented  by  more  than  one 
equation,  although  it  must  be  admitted  that  the  formulation  is 
purely  hypothetical.  Until  the  processes  shall  have  been  experi- 
mentally reproduced  the  equations  will  remain  doubtful. 

First,  orthoclase  may  be  transformed  to  muscovite  by  the  addition 
of  colloid^  alumina  equivalent  in  composition  to  diaspore,  thus: 

KAlSisO, + 2A10.0H  =  KHjAlaSisO,,. 

This  reaction  is  very  simple  chemically,  but  geologically  improbable. 
It  requires  the  presence  of  solutions  containing  much  alumina,  and  it 
is  not  easy  to  see  whence  they  could  be  derived.  It  suggests,  how- 
ever, a  possible  relation  between  the  formation  of  sericite  and  the 
alteration  to  bauxite,  a  possibility  which  deserves  further  investi- 
gation. 

A  second,  more  probable,  and  even  simpler  reaction  is  the  follow- 
ing: 

SKAlSisOg  -f  HjO  =  KHjAljSisO,  J  +  K^SiOs  +  SSiO^. 

In  this  case  water  alone,  acting  on  orthoclase  at  a  high  temperature 
and  under  pressure,  forms  muscovite,  free  silica,  and  potassium  sili- 
cate, the  last  compound  being  leached  away.  The  liberated  silica 
may  be  partly  removed  in  solution,  or  it  can  recrystallize  as  quartz, 

1  See  O.  H.  Williams,  Bull.  U.  8.  Qeol.  Survey  No.  62, 1880,  pp.  flO^,  for  historical  details. 

>  Zeitschr.  Eryst.  Min.,  vol.  4, 1879,  p.  246. 

*  See  J.  G.  Lehmann,  Untersuchungen  liber  die  Entstehung  deralttrystaUintschen  Scfaiefargesteine,  Bonn, 
1884;  A.  Wichmann,  Verhandl.  Natur.  Ver.  preuss.  Rheinl.  u.  WestCEilens,  vol.  34, 1877,  p.  1;  A.  von  Orod- 
deck,  Neues  Jahrb.,  Bell.  Bd.  2, 1883.  p.  72:  C.  Schmidt,  idem,  Beil.  Bd.  4, 1886,  p.  428,  and  C.  Benedicks, 
Bull.  GeoL  Inst.  Upsala,  yoL  7, 1904-6,  p.  278.  In  Jahrb.  K,  preuss.  geol.  Landeeanstalt,  1886,  pt.  1,  Von 
Oroddeck  describes  the  derivation  of  sericite  schists  izcan  clay  slates. 
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a  mineral  which  almost  invariably  accompanies  sericite  in  meta- 
morphic  rocks.  Furthermore,  the  analyses  of  sericite  usually  show  a 
small  excess  of  silica  over  that  contained  in  normal  muscovite.  A 
similar  reaction  with  albite  should  yield  the  soda  mica  paragonite. 
A  modified  form  of  the  last  reaction  is  in  common  use,  which  in- 
volves the  introduction  into  the  equation  of  carbonated  water,  as 
follows: 

3KAlSi,0a + H,0  +  COa  -  KH,AlaSi,Oia  +  KaCO,  +  6SiO,. 

In  this  case,  however,  the  potassium  carbonate  would  dissolve  one 
molecule  of  the  Uberated  silica,  forming  potassium  silicate  as  before. 
The  CO,  would  thus  be  set  free  again,  ready  to  assist  in  further  alter- 
ations of  feldspar.  Since  carbonated  waters,  both  of  meteoric  and 
of  deep-seated  origin,  are  very  abundant,  it  ia  quite  possible  that 
this  regenerative  process  is  really  in  operation.  If  so,  the  reaction 
should  be  more  vigorous  than  when  water  acts  alone.  The  frequent 
association  of  calcite  with  sericite  is  an  indication  that  carbonated 
solutions  have  helped  to  produce  the  cha^ge.^  If  the  alteration  took 
place  in  presence  of  both  albite  and  orthoclase,  the  potassium  silicate 
would  probably  react  upon  the  former  mineral  or  upon  its  incipient 
decomposition  products,  so  that  muscovite  only,  without  paragonite, 
would  be  formed.  In  the  development  of  muscovite  from  plagio- 
clase  the  presence  of  potassium-bearing  solutions,  which  exchange 
alkalies  with  the  sodimn  compounds,  must  be  assumed. 

OTHER  ALTERATIONS  OF  FELDSPAR. 

Apart  from  the  phenomenon  of  sericitization,  the  plagioclase  feld- 
spars imdergo  a  number  of  other  metasomatic  changes,  whose  records 
are  preserved  in  the  metamorphic  rocks.  Under  the  influence  of 
carbonated  waters  the  anorthite  molecule  may  be  decomposed,  with 
the  formation  of  calcite  and  the  separation  of  silica.  In  this  case  the 
albite  remains  as  a  finely  granular  aggregate,  the  so-called  ''albite 
mosaic,"  which  outwardly  resembles  quartz  and  with  which  quartz 
is  commonly  associated.'  When  the  lime  of  the  anorthite  is  not  com- 
pletely removed,  it  goes  to  form  other  silicates,  such  as  epidote,  zois- 
ite,  or  actinolite.     The  latter  reactions  are  by  far  the  most  frequent. 

The  alteration  of  plagioclase  to  zoisite  is  exceedingly  common,  but 
it  is  rarely  complete.  As  a  rule  mixtures  of  zoisite  and  feldspar 
remain,  which  were  once  thought  to  represent  a  distinct  mineral  spe- 
cies and  to  which  the  name  saussurite  was  given.     The  mechanism  of 

1  Compare  W.  Lindgren,  Trans.  Am.  iDst.  Mln.  Eng.,  vol.  30, 1900,  p.  008,  in  reference  to  the  eaeociatSoo 
with  calcite. 

*  See  K.  A.  Lossen,  Jehrb.  K.  preuss.  geol.  I^ndeeanatalt,  1884,  pp.  625-^30.  See  also  O.  H.  Willim^ 
Bull.  U.  8.  OeoL  Survey  No.  02, 1800,  p.  oa 
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the  change  is  obscure,  but  it  is  probably  a  double  decomposition 
between  the  albite  and  anorthite  molecules,  brought  about  by  the 
intervention  of  water.  'The  feldspars,  however,  vary  in  composition; 
the  water  may  contain  other  reacting  substances  in  solution,  and  so 
the  reactions  are  complicated  in  many  ways.  The  following  equa^ 
tion,  which  is  plausible  but  not  proved,  represents  the  transformation 
of  plagioclase  into  a  mixture  of  zoisite,  paragonite,  and  quartz,  a 
nuxture  that  sometimes  occurs: 

NaAlSiaOa  +  4CaAljSi,08 + 2H,0  = 

Albite.         Anorthite.         Water. 

2Ca,HAl,Si30,3 + H,NaAl,Si,0i3  +  2SiO,. 

Zoisite.  Paragonite.         Quartz. 

When  orthoclase  molecules  are  present,  muscovite  will  be  formed; 
that  is,  sericitization  and  saussuritization  may  go  on  together.  With 
albite  in  excess,  the  saussurite  mixture  appears,  but  that  again  is 
variable.  It  may  contain  epidote,  scapoUte,  or  garnet;  according 
to  A.  Cathrein/  saussurite  is  sometimes  derived  from  garnet;  and  aU 
of  these  minerals  may  undergo  complete  or  partial  alterations  into 
other  compounds. 

Saussuritic  rocks  have  been  described  by  many  petrographers,  and 
there  is  abundant  Uterature  covering  them.  F.  Becke'  reports  a 
saussurite  gabbro  from  Greece,  consisting  of  saussurite  and  diallage, 
the  latter  partly  altered  to  hornblende.  P.  MichaeP  describes 
another  saussurite  gabbro  from  Germany,  in  which  garnet  is  also 
present,  derived  from  diallage  and  partly  altered  to  serpentine. 
Another  saussurite  gabbro  from  Sturgeon  Falls,  Michigan,  was  care- 
fully studied  by  G.  H.  Williams.^  It  contained  saussurite  derived 
from  the  complete  alteration  of  plagioclase;  diallage;  hornblende, 
partly  secondary;  and  a  little  ilmenite,  with  some  calcite,  quartz,  and 
a  colorless  chlorite.  By  further  alteration  this  rock  passes  into  a 
silvery  schist,  consisting  mainly  of  chlorite,  calcite,  and  secondary 
quartz,  but  with  some  feldspars  remaining,  partly  sericitized.  A 
rock  designated  as  a  zoisite-homblende  diorite,  from  the  Bradshaw 
Mountains,  Arizona,  described  by  T.  A.  Jaggar  and  C.  Palache,* 
contained  47  per  cent  of  zoisite,  derived  from  plagioclase,  17  per  cent 
of  actinoUte,  and  smaller  amounts  of  quartz,  orthoclase,  albite,  chlo- 
rite, kaoUn,  and  magnetite.  The  following  analyses  of  zoisite  rocks 
were  made  in  the  laboratory  of  the  United  States  Geological  Survey. 

1  Zettschr.  Kryst.  Hin.,  vol.  10, 1885,  p.  444. 

*  Mln.  pet  Mitt.,  ^ol.  1, 1878,  p.  247. 
«  NeoM  Jahrb.,  1881,  pt.  1,  p.  82. 

*  Bull.  TJ.  8.  Qeol.  Survey  No.  62, 1890,  pp.  07-76.  Another  saussorltlced  gabbro  from  the  Upper  Quln- 
neeec  Falls  is  described  on  pp.  102-104.  On  pp.  58-60  Williams  gives  a  general  discussion  of  this  form  of 
attention,  with  historical  details.    See  also  A.  Cathrein,  Zeitsohr.  Kryst.  Mln.,  vol.  7, 1883,  p.  234. 

*  Bzadahftw  MotmtaiDS  folio  (No.  126),  Oeol.  Atlas  U.  8.,  U.  8.  Oeol.  Survey,  100^  pp.  4-5. 
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Analyaa  o/iaitUe  rockt, 

A.  Btargptni  "FbOm  gftbbro,  trnbett  fonn. 

B.  The  aame,  altend  fmn. 

C.  Silvery  acbist  derived  bom  Sturgeon  FaDs  gabbio.    Anaijsee  A,  B,  and  C  by  R.  B.  Rios- 

D.  Zoisite-lioRibleade  diorite,  Bradshaw  Moontalns.    Analysb  by  Qeorge  Stelger. 


MgO.. 
CaO... 
NaJO.. 

TiO,... 
CO.... 


51.46 
14.35 
3.90 
5.28 
9.54 
9.08 
2.92 
.24 

3.30 


38.05 
24.73 
5.65 
6.08 
1L58 
L25 
2.54 
1.94 

7.63 


45.70 
16.53 
4.63 
3.89 
9.57 
4.28 
.55 
3.82 

4.70 


.20 


.93 


5.95 


100.27 


100.28 


99.62 


45.73 

19.45 

5.28 

3.18 

6.24 

13.86 

.64 

.32 

1.57 

3.56 

.23 

.28 

trace 


100.34 


The  sericitization  of  C  is  shown  by  the  loss  of  sodium  and  great 
increase  of  potassium.  The  Sturgeon  Falls  series  is  especially  in- 
structive as  illustrating  the  occurrence  of  several  alterations,  partly 
simultaneous  and  partly  successive,  in  the  same  rock  formation. 
Saussurite,  sericite,  and  uralite  are  all  represented. 

The  transformation  of  plagioclase  into  scapolite  is  by  no  means 
rare,  but  the  nature  of  the  process  is  not  always  easy  to  trace.  Scap- 
oUte  is  often  formed  by  contact  reactions  between  igneous  rocks  and 
limestones,  as  well  as  by  processes  resembling  that  of  saussuritization. 
For  the  latter  change,  which  is  the  one  to  be  properly  considered  now, 
the  classical  example  is  furnished  by  the  spotted  gabbro  of  Oede- 
gaarden.  In  this  case  a  plagioclase-pyroxene  rock  has  been  altered 
into  a  scapolite-homblende  mixture,  a  rock  which,  according  to 
Fouqu6  and  L^vy,^  is  retransformed  on  fusion  into  pyroxene  and 
labradorite.  The  alteration,  then,  is  reversible  and  one  which  ought 
to  be  studied  quantitatively.  The  change  from  plagioclase  to  scapo- 
lite, as  investigated  by  J.  W.  Judd,^  is  probably  due  to  the  action  of 
sodium  chloride,  which  exists  in  solution  in  minute  inclusions  within 
the  original  rock.  It  must  be  noted,  however,  that  the  Oedegaarden 
gabbro  is  in  contact  with  veins  of  chlorapatite,  from  which  some  of 
the  chlorine  essential  to  the  formation  of  scapolite  may  have  been 
derived. 

1  BoIL  Soc.  min.,  vol.  2, 1879,  p.  113. 

*  Min.  Mag.,  vol.  8, 1889,  p.  186.  See  also  A.  Michel  L6vy,  Boll.  Soc.  mln.,  vol.  1,  1878,  pp.  43,  78.  A 
sbnllar  rock  from  Bamle,  Norway,  containing  sphene,  amphibole,  and  wemerite.  Is  also  described.  Other 
noteworthy  memoliB  on  the  Scandinavian  rocks  of  this  class  are  by  A.  E.  TOmebohm  and  £.  Svedmaik, 
Geol.  Ftosn.  FOrhandl.,  vol.  6, 1882,  p.  102;  vol.  7, 1884,  p.  293. 
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In  any  case,  the  conversion  of  plagioclase  to  scapolite  requires  the 
addition  of  new  material.  The  scapolites,  as  shown  by  6.  Tscher- 
mak,^  are  mixtures  of  two  end  species — meionite,  Ca^AleSigOjg,  and 
marialite,  Na4Al83i0O34Cl.  These  may  be  derived  from  anorthite 
and  albite  in  accordance  with  the  following  empirical  equations: 

3CaAl,Si,0g  +  CaO  =  Ca^AleSiAg. 
SNaAlSiaOg  +  NaQ  =  Na^AlaSi.Oj^a. 

In  order  to  change  an  ordinary  plagioclase  into  an  ordinary  scapo- 
lite, then,  lime  and  sodium  chloride  must  be  taken  up,  and  it  is  clear 
that  these  reagents  may  come  from  quite  dissimilar  sources.  The 
change  of  pyroxene  to  amphibole  may  furnish  the  lime  in  some  cases; 
apatite  may  yield  it,  with  chlorine,  in  others;  but  no  general  rule,  no 
exclusive  group  of  reactions,  can  be  postulated.  The  widely  diflferent 
conditions  under  which  scapoUtization  may  take  place  have  been 
well  summarized  by  A,  Lacroix,'  whose  two  memoirs  upon  the  subject 
are  most  exhaustive. 

On  the  epidotization  of  plagioclase  feldspar  there  is  an  abundant 
literature.^  Since  epidote  and  zoisite  are  closely  analogous  in  chem- 
ical structure,  the  process  of  alteration  must  resemble  that  of  saus- 
suritization,  from  which  it  differs  in  detail.  Epidote  contains  iron, 
typical  zoisite  does  not;  and  that  element  seems  commonly  to  be 
furnished  by  hornblende  or  pyroxene.  Feldspar,  augite,  hornblende, 
and  biotite  all  alter  into  epidote;  and  so,  too,  in  some  cases  apparently 
does  chlorite.  The  derivation  of  epidote  from  chlorite  has  been 
observed  by  G.  F.  Becker  *  in  the  rocks  of  the  Comstock  lode,  and 
although  the  observation  is  questioned  by  some  authorities,  it  is 
not  disproved.  Chemically,  it  is  not  improbable;  but  usually  the  two 
minerals,  chlorite  and  epidote,  form  simultaneously  from  a  common 
parent.  In  the. rocks  of  Leadville,  W.  Cross  '  found  epidote  derived 
from  orthoclase,  plagioclase,  biotite,  and  hornblende.  G.  H.  Wil- 
liams *  observed  its  formation  as  a  contact  rim  between  feldspar  and 

1  See  the  aectton  on  acapollte  in  Chapter  X,  p.  383,  ante. 

s  Boll.  Soc.  xnin.,  vol.  12, 1880,  p.  83;  vol.  14, 1891,  p.  16.  Lacroiz  states  that  wemerite  gneisses  are  very 
oommon.  Lacroiz  and  C.  Baret  (idem,  vol.  10, 1887,  p.  288)  describe  a  wemerite  pyiozenite.  Wemerite, 
it  will  be  remembered,  is  one  of  the  intermediate  scapoUtes.  See  also  H.  Wulf,  Mln.  pet.  Mitt.,  vol.  8, 1887, 
p.  213,  on  a  scapolite-augite  gneiss  from  Herero  LAod,  Africa;  and  F.  Becke,  idem,  vol.  4, 1882,  p.  285,  on 
similar  rocks  fh>m  Lower  Austria.  Scapolite  amphibolites  are  described  by  O.  Mtigge,  Neues  Jahrb.,  Beil. 
Bd.  4, 1886,  p.  583,  tmm  Masai  Land;  E.  Dathe,  Jahrb.  K.  preuss.  geol.  Landesanstalt,  1884,  p.  Izxvl,  from 
Germany;  and  F.  D.  Adama  and  A.  C.  Lawson,  Canadian  Rec.  ScL,  vol.  3, 1888,  p.  185,  from  Canada.  Adams 
and  Lawaon  also  describe  two  scapolite  diorites.  The  scapolite  rocks  of  northern  New  Jersey,  briefly  de> 
scribed  by  F.  L.  Nason  (Ann.  Bept.  State  Geologist,  1800,  p.  33),  occur  as  dikes  in  crystalline  limestone, 
and  may  have  been  formed  by  contact  metamorphism.  C.  H.  Smyth  (Am.  Jour.  Sci.,  4th  ser.,  vol.  1, 1806, 
p.  273),  has  described  the  transfbrmation  of  a  gabbro  into  a  gneiss  containiiig  pyroxene,  hornblende,  feldspar, 
and  scapolite. 

•  See  A.  Cathrein,  ZeltBchr.  Kryst.  Min.,  vol.  7, 1883,  p.  247;  A.  Scfaenck,  Verhandl.  Naturhist.  Ver.  preuas. 
RbelnL  u.  Weatftdens,  voL  41, 1884,  p.  53;  and  G.  H.  Williams,  BuU.  U.  8.  Geol.  Survey  No.  62, 1800,  p.  56, 
for  summaries  of  the  earlier  observations. 

«  Men.  U.  S.  GeoU  Survey,  vd.  3, 1882,  pp.  75,  76, 213.    Crltlclced  by  Williams,  loc.  cit,  and  H.  Rosen- 
buach,  Neues  Jahrb.,  1884,  pt.  2,  Ref.,  p.  180. 
■  Mon.  U.  8.  Geol.  Survey,  vol.  12, 1886,  pp.  341, 367. 

•  BuU.  U.  8.  Geol.  Survey  No.  28, 1886,  p.  3L 
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hornblende  in  the  gabbro-diorite  near  Baltimore,  and  F.  D.  Chester  ^ 
described  similar  occurrences  in  Delaware.  In  some  of  Chester's 
specimens  the  epidote  contained  cores  of  feldspar. 

Epidotization,  then,  represents  a  reaction  between  the  feldspars 
and  the  f erromagnesian  minerids  of  a  rock;  and  when  it  is  complete 
a  mixture  of  quartz  and  epidote  remains.  Such  a  rock  is  known  as 
epidosite,  and  its  formation  has  been  many  times  recorded.  J.  Lem- 
berg^  describes  an  alteration  of  this  kind  from  augite  porphyry; 
and  Schenck^  reports  the  deriyation  of  epidosite  from  diabase. 
Unakite  is  a  remarkable  rock  consisting  of  rose-colored  orthoclase 
and  green  epidote,  first  described  by  F.  H.  Bradley  *  from  western 
North  Carolina.  It  has  since  been  found  near  Milam's  Gap,  Virginia. 
According  to  W.  Q.  Phalen,'  who  has  studied  this  locaKty,  the  una- 
kite is  derived  from  a  hypersthene  akerite,  or  quartz-diallage  syenite, 
and  it  contains,  in  addition  to  the  two  principal  minerals,  some 
quartz,  iron  oxides,  zircon,  and  apatite.  It  passes  into  epidosite  by 
further  alteration.  Epidote-quartz  rocks  from  New  Jersey  have 
also  been  briefly  described  by  L.  G.  Westgate.*  Here,  as  at  Milam's 
Gap,  the  epidote  is  thought  to  be  derived  from  pyroxene. 

Garnet  is  a  common  mineral  of  the  metamorphic  rocks,  and  is  often 
indicated  in  their  nomenclature.  Garnet  gneiss,  garnet-mica  schist, 
garnet  homfels,  and  garnet-olivine  rock  are  good  examples.  In 
these  rocks,  however,  garnet  is  commonly  an  accessory  mineral  rather 
than  a  main  constituent.  On  the  other  hand,  rocks  are  known  con- 
sisting chiefly  or  largely  of  garnet,  and  one  of  these,  eclogite,  has 
been  the  subject  of  many  investigations.' 

Eclogite  is  essentially  a  rock  composed  of  red  garnet,  with  a  green 
pyroxene,  omphacite.  It  may  also  contain,  subordinately,  horn- 
blende, quartz,  zoisite,  kyanite,  and  muscovite,  with  zircon,  apatite, 
sphene,  epidote,  magnetite,  pyrite,  and  pjrrrhotite  as  minor  acces- 
sories.* According  to  J.  A.  Ippen,*  the  Styrian  eclogites  shade  into 
omphacite  rock  on  one  side  and  into  garnet  rock  on  the  other;  that 
ia,  either  mineral  may  predominate  and  give  its  own  character  to. 
the  nuxture.  Ihe  eclogites  of  the  lower  Loire,  according  to  Al 
Lacroix,^®  sometimes  contain  feldspar  formed  as  a  secondary  minera 
during  the  uralitization  of  highly  aluminous  pyroxenes.  Lacroix 
shows  that  these  rocks  are  products  of  dynamometamorphism.    The 

1  BuU.  U.  8.  Oeol.  Survey  No.  69, 1890,  p.  35. 

s  Zeitschr.  Deutach.  geol.  OeselL,  voL  29, 1877,  p.  498. 

•  Verhandl.  Naturhlst.  Ver.  preoas.  Rhelnl.  u.  WeitlUeiifl,  toI.  41, 1884,  p.  6S. 

•  Am.  Joor.  ScL,  3d  ser.,  yol.  7, 1874,  p.  519. 

»  Misc.  Coll.  Smithsonian  Inst.,  Quart.  Issue,  toI.  1, 1904,  p.  30L 

•  Ann.  Rept.  State  Geologist  New  Jersey,  189S,  p.  30. 

7  See  Zirkel's  Lebrbuch  der  Petrographie,  3d  ed.,  vol.  8,  p.  309,  for  many  reJaranoei.   The  p^Mn  by 
Lobmann  and  Hemer,  cited  on  the  next  page,  also  contain  bibliographies. 

•  See  R.  Ton  Draache,  Jahrb.  K..k.  geoL  Reichsanstalt,  1871,  Mln.  Mitt,  p.  85,  and  B.  R.  Rieas,  MJn.  pat. 
Mitt.,  vol.  1, 1878,  pp.  165, 181. 

•  Mitt  Naturwias.  Ver.  Steiermark,  1892,  p.  328. 

>•  BulL  Soc  SOL  nat  de  I'OuMt  de  la  France,  ToL  1, 1891,  p.  8L 
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crushing  and  fracturing  of  the  original  rocks  has  facilitated  the  cir- 
culation of  the  waters  to  which  their  alterations  are  due. 

L.  Hezner,^  who  studied  eclogite  from  the  Oetzthal,  in  the  lyrolese 
Alps,  regards  it  as  a  metamorphic  derivatiye  of  gabbroid  rocks.  By 
further  metamorphosis  it  passes  into  amphibolitei  the  ecogite  being 
the  deeper-seated  phase.  The  garnet,  he  thinks,  was  formed  by  a 
reaction  between  plagioclase  and  oliyine,  or  perhaps  between  plagio- 
clase  and  pyroxene.  The  omphacite  alters  into  hornblende,  and  so, 
too,  does  the  garnet,  but  later.  First  eclogite,  then  garnet  amphib- 
olite,  then  amphibolite,  is  the  order  of  these  allied  rocks.  Plagio- 
clase also  appears,  as  observed  by  Lacroix,  among  the  products  of 
alteration,  together  with  epidote,  chlorite,  magnetite,  zoisite,  and 
biotite. 

The  following  analyses  of  epidote  and  garnet  rocks  are  from  the 
memoirs  already  cited: 

Analyu$  ofejndoU  and  garnet  rocks, 

A,  B.  Epldodto  dorlved  from  diftbase,  upper  Rohithal,  Qmnanj.   Analysed  and  deecilbed  by  Sotaenck. 

C.  Unaklte,  Kllam's  Gap,  Virginia.    Analysis  by  Phalen. 

D.  Edoglte,  Bolsthai,  Styrla. 

S.  Edogite,  BviffMbk,  Styiia.   Analyses  D  and  E  by  Hesner. 
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6.56 
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4.01 
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(«) 
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11.58 

2.92 
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46.26 

14.45 

4.41 
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11.99 

11.66 

2.45 

1.51 


1.10 
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101. 37 


100.59 


99.98 


100.23 


a  Not  separated  from  alumina. 
CHLORTnZATION. 

In  chloritization  we  find  a  stage  of  metamorphism  which  is  nearly 
akin  to  decomposition.  Any  ferromagnesian  mineral  may  alter  into 
chloritic  material,  and  that,  by  further  change,  may  break  down  into 

1  Ifin;  pet.  mtt.,  TOL  22, 1903,  pp.  487,  M6.  See  also  E.  Joukowsky,  Compt.  Rend.,  voL  133, 1901,  p.  1312, 
CD  alterations  of  edogite  from  Lao  Comu.  Other  valuable  papers  upon  eclogite  are  by  P.  Lohmami,  Nenes 
Jahrb.,  1884,  pt.  1,  p.  83;  and  F.  Beoke,  Mln.  pet.  Ifltt.,  toI.  4, 1882,  pp.  817-322.  Edogites  from  CaUfomia 
have  been  deserfbed  by  R.  S.  Hrtway ,  Jonr.  Qeotogy,  vol.  12, 1904,  p.  844,  and  J.  P.  Smith,  Prcw.  Am.  Philoe. 
Soo.,VDl.46,1908,p.l88. 
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a  mixture  of  carbonates,  limonite,  and  quartz.  The  gabbros  of  Michi- 
gan, described  by  G.  H.  Williams,*  show  clearly  the  successive  steps 
of  uralitization  and  chloritization,  the  final  product  often  being  a 
chloritic  schist.  Diabase  and  diorite  are  often  chloritized,  gaining 
thereby  the  green  color  to  which  the  common  appeUation  "green- 
stone" is  due.  In  diabase  the  chloritic  substance  is  conmionly 
derived  from  augite,  calcite  and  quartz  being  formed  at  the  same  time. 
The  alumina  needed  to  produce  the  chlorite  is  probably  furnished  by . 
feldspar.*  Under  anhydrous  conditions,  as  we  have  already  seen, 
a  reaction  between  feldspars  and  ferromagnesian  minerals  yields 
garnet;  possibly  the  formation  of  chlorite  is  similar,  but  effected 
in  presence  of  water.  The  alterabihty  of  garnet  into  chlorite  emphar 
sizes  this  suggestion. 

The  chlorites  developed  in  rocks  of  igneous  origin  are  rarely  definite 
species.  They  are,  as  a  rule,  variable  mixtures,  of  which  many  have 
received  specific  names.  Diabantite  and  prochlorite,  both  ferrifer- 
ous, are  perhaps  the  most  conmion.  Because  of  this  vagueness, 
Rosenbusch  prefers  to  use  the  collective  term  "chloritic  substance" 
in. describing  the  products  of  this  class.  The  general  names  "viri- 
dite"  and  "chloropite"  have  also  been  proposed;  the  one  by  H. 
Vogelsang,  the  other  by  C.  W.  Gumbel. 

CONSTITUTIONAL   FORMUIi^S!. 

Although  it  is  not  yet  possible  to  write  positive  reactions  for  all 
of  the  alterations  that  we  have  so  far  been  considering,  some  of  them 
are  partly  elucidated  by  the  structural  formulsB  of  several  minerals. 
A  number  of  these  species  are  curiously  alike  in  constitution,  and  with 
them  other  minerals,  not  specifically  studied  in  this  chapter,  may 
also  be  compared.  Taking  the  tripled  formulsB  of  orthoclase  and 
albite,  which  are  suggested  by  the  alteration  of  albite  into  marialite, 
the  following  system  of  formulae  can  be  developed :  * 

Orthoclase Alj(Si808),K3. 

Albite Al,(Si,08),Na,. 

Marialite Al3(Si,08),Na4(AlCl). 

Nephelite AljCSiOJaNa,. 

Paragonite Al,(Si04),NaH,. 

Muscovite Al,(Si04),KHj. 

Topaz Al,(Si04),(AlFa)8. 

Andalusite Al,(Si04),(A10),. 

Biotite Al2(Si04),MgaKH. 

Garnet Alj(SiO4)|0a,. 

Prehnite Ala(SiO4),0fibH,. 

Zoiaite Ala(Si04),Caj(A10H). 

1  BuU.  U.  S.  Oeol.  Survey  No.  62, 1890. 

•  See  O.  W.  Hawes,  Am.  Jour.  Sd.,  3d  eer.,  vol.  9, 1875,  pp.  190, 454.  Also  A.  Schenck,  Verhaadl.  Natiow 
lilst.  Ver.  preusB.  Rhelnl.  n.  Westfolena,  vol.  41 ,  1884,  p.  74.  Chloiltliatiao  fa  ftiUy  dtoctMBed  by  BomoInmIi 
In  hlfl  Mlkroskopische  Phydographie  der  maaalgen  Oesteliie,  ad  ed.,  vol.  2,  pp.  180-184. 

•  See  F.  W.  Clarke,  BuU.  U.  S.  Oeol.  Survey  No.  126, 1806,for  an  extended  dieouadonof  tlMMfonnote. 
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Epidote  resembles  zoisite,  but  with  iron  partly  replacing  aluminum, 
and  similar  replacements  exist  in  the  garnet  group.  Anorthite, 
meionite,  and  the  normal  chlorites  are  representable  by  formulaB  of 
the  same  type,  but  slightly  more  complex,  and  many  otiier  alumino- 
silicates  follow  the  same  rule. 

From  these  formulae,  which  are  identical  in  type,  the  observed  alter- 
ations become  intelligible.  One  species  changes  into  another  by 
replacement  of  atoms,  the  typical  structures — the  nuclei,  so  to  speak — ^ 
remaming  undisturbed.  When  the  trisilicate  feldspars  alter  into 
orthosilicates,  silica  is  liberated;  but  the  other  changes  are  simpler. 
For  example,  nephelite,  topaz,  and  andalusite  all  change  easily  into 
muscovite;  members  of  the  garnet  group  can  form  epidote,  biotite, 
or  the  normal  chlorites,  and  so  on.  Pyroxenes  and  amphiboles,  how- 
ever, are  compoimds  of  different  structure  from  those  given  in  the 
foregoing  table,  and  the  mechanism  of  their  alterations  is  not  so  clear. 
Some  of  the  phenomena  are  easily  imderstood;  others  still  await  inter- 
pretation. It  is  possible  to  write  empirical  equations  in  all  cases, 
but  they  have  slender  value.  A  correlation  between  molecular  con- 
stitution and  the  observed  changes  must  be  established  before  the 
chemistry  of  metamorphism  can  be  completely  described. 

TAL.C   AND    SERPENTINE. 

When  distinctively  magnesian  silicates  undergo  hydrous  meta- 
morphism, which  happens  chiefly  in  the  belt  of  weathering,  the 
product  is  likely  to  be  either  talc  or  serpentine.^  Other  hydrous  sili- 
cates may  be  formed  also,  together  with  carbonates  and  the  hydrox- 
ide, brucite;  but  the  two  species  just  named  are  the  most  important. 
I  speak  now,  of  course,  with  reference  to  alterations  in  place;  such 
a  rock  as  dolomite  falls  in  quite  another  category. 

A  typical  production  of  serpentine  is  from  rocks  containing  olivine; 
and  the  probable  reaction  is  as  follows: 

2Mg^iO,  +  2H,0+CO,=Mg^,SiA+MgCO,. 

Olivine.  Serpentine.    Magnesite. 

Peridotites  are  especially  liable  to  this  sort  of  alteration,  and 
many  serpentine  rocks  can  be  assigned  this  origin.^  The  well-known 
Lizard  serpentuie  of  Cornwall,  for  instance,  has  been  shown  by 
T.  G.  Bonney  •  to  be  an  altered  Iherzolite. 

1  Aooording  to  Q.  P.  MeniU  (Oeol.  Mag.,  1890,  p.  860  the  fonnation  of  sexpentine  as  a  rook  ia  a  deep-seated 
process.  This  oonoeption,  however,  does  not  preclude  the  generation  of  disseminated  serpentine,  regarded 
not  as  a  rock  but  as  a  mineral  species,  within  the  belt  of  weathering. 

>  See  F.  Sandberger,  Neues  Jahrb.,  1866,  p.  385;  idem,  1867,  p.  176;  G.  Tschermak,  SiUungsb.  Akad. 
Wien,  vol.  66, 1867,  p.  261;  E.  Weinschenk,  Abhandl.  K.-ba7er.  Akad.,  Math.-phy8.  Klasse,  vol.  18,  p.  651; 
J.  Lemberg,  Zeitschr.  Deutsch.  geol.  GeseU.,  vol.  27, 1875,  p.  531;  B.  Welgand,  Jahrb.  iC.-k.  geol.  Relchs- 
anstalt,  1875,  Min.  Mitt.,  p.  183.  F.  Zirkel  (Lehrbuch  der  Petrogiaphie,  2d  ed.,  vol.  8,  p.  404)  gives  an 
extensive  bibliography  of  serpentine. 

•  Quart.  Jour.  Oeol.  Soc.,  vol.  33, 1877,  p.  884. 
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PyroxeneS;  also,  are  often  converted  into  serpentine.  The  equa- 
tion, in  the  case  of  diopside,  is  perhaps  as  follows: 

SMgCaSi A + 3CO3 + 2H,0 = MgjH^ijO, + SCaCO, + 4SiO,. 

Diopside.  Serpentine.       Caldte.      Quartz. 

This  reaction  is  sustained  by  the  fact  that  serpentine  rocks  often 
contain  quartz  and  calcite.  When  serpentine  is  formed  from  gabbro 
or  pyroxenite  the  change  is  probably  of  this  kind,  although  it  may 
have  been  preceded  by  uralitization  of  the  pyroxene.  Serpentines 
derived  from  amphiboUtes  have  been  repeatedly  described.* 

In  short,  serpentine  may  be  formed  from  any  silicate  which  hap- 
pens to  be  rich  in  magnesia,  such  as  olivine,  pyroxene,  amphibole, 
garnet,'  or  chondrodite.'  It  also  appears  to  be  produced  by  the 
action  of  percolating  magnesian  waters  upon  nonmagnesian  minerals, 
such  as  feldspars,  and  possibly,  even,  quartz.^  J.  Lemberg^  has 
shown  that  solutions  of  magnesium  carbonate  will  attack  oligoclase, 
replacing  sodium  by  magnesium  to  a  considerable  extent;  but  alter- 
ations of  this  sort  are  not  very  common.  Many  reported  changes  of 
minerals  to  talc  or  serpentine  have  been  erroneous,  for  compact  mus- 
covite  is  easily  mistaken  for  them.  A  pseudomorphous  mineral 
should  be  called  serpentine  or  steatite  only  after  thorough  chemical 
and  optical  examination.  The  mere  fact  that  a  mineral  is  green, 
soft,  compact,  and  soapy  to  the  touch  is  not  enough  to  establish  its 
character. 

In  many  localities  serpentine  is  associated  with  dolomite  or  dolo- 
mitic  limestone.  In  these  cases  the  mineral  has  been  derived  from 
magnesian  silicates,  which  were  first  formed  within  the  limestone  by 
metamorphic  processes.  In  the  limestones  of  Westchester  County, 
New  York,  according  to  J.  D.  Dana,*  the  parent  minerak  were  tremo- 
lite  or  actinolite.  It  is  possible  also  that  some  dolomite  itself  may 
have  become  silicated,  yielding  serpentine  by  alteration  of  the  com- 
pounds thus  formed.  Similar  views  are  advanced  by  S.  F.  Enmions  ' 
with  reference  to  serpentines  found  near  Leadville,  Colorado.  The 
serpentine  of  Montville,  New  Jersey,  which  is  also  in  dolomite,  was 
shown  by  G.  P.  Merrill  •  to  be  derived  from  pyroxene,  and  the  same 
conclusion  was  reached  regarding  the  ophiolite  or  ophicalcite  of 
Warren  County,   New  York.*    The  ''verde-antique"  marbles  are 

>  B.  K.  Emenon  (lion.  TJ.  S.  Qeol.  Survey,  vol.  29, 1808,  p.  114)  assigns  this  origin  to  fhesaipaitinfis  of  tha 
Connectloat  Valley.  An  Australian  amphlboUte  seipentine  has  also  been  described  by  J.  B.  Jaquet,  Reo. 
Qeol.  Survey  New  South  Wales,  vol.  6, 1806-1808,  p.  21. 

•  See  A.  Schrauf ,  Zeltschr.  Kryst.  Min.,  vol.  6, 1882,  p.  321. 

•  See  J.  D.  Dana,  Am.  Jour.  Sd.,  8d  sar.,  vol.  8, 1874,  p.  371,  on  serpentine  pseudomocpbs  from  the  TiUy 
Foster  mine. 

« See  O.  F.  Becker,  lion.  U.  8.  Oeol.  Survey,  vol.  13, 1888,  pp.  106-128. 

•  Zeltschr.  Deutsoh.  geoL  OesalL,  vol.  22, 1870,  p.  845;  vol.  24, 1872,  p.  265. 

•  Am.  Jour.  Sei.,  3d  ser.,  vol.  20, 1880,  p.  80. 

Y  lion.  U.  8.  Oeol.  Survey,  vol.  12, 1886.  p.  282. 

•  Proc.  U.  B.  Nat.  lius.,  vol.  11, 1888,  p.  105. 

•  Am.  Jour.  Sol.,  3d  ser.,  vol.  20, 1880»  p.  80. 
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familiar  illustrations  of  this  commingliag  of  carbonates  with  serpen- 
tine. A  quite  different  blending  of  serpentine  with  other  minerals  is 
that  described  by  me  from  Stephens  County,  Washington.^  This  mix- 
ture was  apparently  a  normal  serpentine;  but  upon  analysis  it  was 
found  to  contain  only  20  per  cent  of  that  species,  with  60  per  cent  of 
brucite,  14  per  cent  of  chlorite,  and  5  per  cent  of  hydromagnesite. 
Its  origin,  so  far  as  I  am  aware,  has  not  been  determined. 

In  the  quicksilver  region  of  California  G.  F.  Becker*  found  ser- 
pentines which  had  been  decomposed  by  solfataric  agencies  until 
only  the  silica  remained.  Similar  reductions  of  serpentine  to  opal, 
chalcedony,  and  quartz  have  been  recorded  by  A.  Lacroix.*  The 
acids  of  volcanic  fmnaroles  had  removed  the  bases  of  the  serpentine 
in  the  form  of  soluble  sidphates. 

From  what  has  been  said  so  far  it  is  evident  that  serpentine  origi- 
nates in  various  different  ways.  Some  serpentine  is  merely  altered 
peridotite,  pyroxenite,  or  gabbro;  and  some  of  it  is  derived  from 
dolomite  or  other  sedimentary  rocks.  Indeed,  the  sedimentary  origin 
of  serpentine  has  had  many  strong  advocates,  the  chief  among  them 
having  been  the  late  T.  Sterry  Hunt.*  L.  Dieulafait  ^  also  has  argued 
that  the  serpentines  of  Corsica  are  true  sedimentary  rocks.  There  is, 
in  fact,  no  valid  reason  why  siHceous  magnesian  sediments,  precipi- 
tated or  detrital,  should  not  form  beds  of  serpentine;  but  the  rock  is 
commonly  a  metamorphosed  eruptive,  or  else  the  result  of  a  sec- 
ondary metamorphism  of  sihceous  limestones.  In  both  of  these  gen- 
erally recognized  modes  of  formation  the  chemical  processes  are  the 
same.  The  same  magnesian  silicates  are  altered  in  the  same  way 
irrespective  of  their  igneous,  metamorphic,  or  sedimentary  origin. 

Serpentine  is  a  basic  orthosilicate,  talc  an  acid  metasiUcate.  The 
former  alters  easily,  and  is  readily  decomposed;  the  latter  is  one  of 
the  least  alterable  and  therefore  among  the  most  stable,  under 
aqueous  conditions,  of  mineral  species.  Both  minerals  are  decom- 
posed by  heat,  but  differently.  Serpentine  breaks  up  into  enstatite 
and  olivine;  talc  into  enstatite  or  anthophyllite  and  quartz,  water 
being  eliminated  in  both  cases.  These  decompositions  may  be 
written  thus: 

MgsH.SiA  »Mg,SiO,H-MgSi03  +  2H30. 
MgaH^Si^Oia = SMgSiOs + SiO^ + H^O. 

Talc,  like  serpentine,  may  originate  in  different  ways;  but  its  com- 
monest derivation  seems  to  be  by  the  alteration  of  amphiboles  or 

1  Bull.  U.  8.  Geol.  Suxrey  No.  262, 1905,  p.  69. 
«  Hon.  U.  S.  Oeol.  Survey,  vol.  13, 1888,  p.  127. 
«  Compt  Rend.,  vol.  124, 1887,  p.  513. 

*  Mineral  physiology  and  physiography,  1886,  pp.  434-516.    Hunt  cites  a  large  amount  of  evidence  from 
Italian  sounes. 

•  Compt.  Rend.,  vol.  91, 1880,  p.  1000. 

101381**— Bull,  491—11 37 
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pyroxenes.  C.  H.  Smyth,*  who  studied  the  talc  of  St.  Lawrence 
Ck)iinty,  New  York,  found  it  to  be  derived  in  that  region  from  enstatite 
and  tremoUte,  according  to  the  following  reactions: 

4MgSiO3+H,O+CX),-Mg,H,Si,Ou+Mg0O,. 
MgjCaSiPu  +  H,0  -f  CO, = Mg^HjSiPu  +  CaCO,. 

These  reactions  are  much  aUke,  and  resemble  those  which  are  recog- 
nized in  the  formation  of  serpentine.  In  fact,  many  serpentines 
contain  admixtures  of  talc,  and  when  the  original  rocks  are  at  all 
aluminous,  chlorites  abo  may  appear.  Soapstone  or  steatite  is 
impure,  massive  talc. 

According  to  Smyth,  the  St.  Lawrence  Coimty  talc  is  foimd  asso- 
ciated with  crystalline  limestones.  J.  H.  Pratt '  foimd  the  deposits 
of  North  Carolina  to  be  in  connection  with  marble,  and  capped  by 
quartzite.  In  the  same  region  pyrophyUite  occurs,  a  hydrous  sili- 
cate of  aluminum,  HAlSijO^,  which  much  resembles  talc  and  may 
be  mistaken  for  it.  The  talc  itself  appeared  to  be  derived  from 
tremoHte.  Smyth  assumes  that  a  siliceous  limestone  was  first  laid* 
down,  which  became,  by  metamorphism,  a  tremoUte-enstatite  schist. 
The  latter,  by  hydration,  became  talc.  This,  however,  is  not  the 
only  way  in  which  steatite  has  been  formed.  A.  Gurlt  •  reports  its 
formation  from  dolomite  along  contacts  with  amphiboUte;  and  C.  H. 
Hitchcock*  regards  the  steatites  of  New  Hampshire  as  alterations 
of  what  was  originally  igneous  matter.  The  talc  of  Mautem  in 
Styria  is  traced  by  K.  A.  Redlich  and  F.  Comu'  to  the  action  of 
magnesian  solutions  upon  the  surrounding  schists.  Fseudomorphs 
of  talc  after  many  minerals  have  been  described,  but  not  all  of  tiie 
reports  are  authentic.  The  warning  given  under  serpentine  may  well 
be  recalled  here.  Pseudomorphs  of  talc  after  quartz,  however,  seem 
to  be  well  known."  Much  work  needs  to  be  done  in  order  to  deter- 
mine the  origin  of  soapstone  generally. 

The  following  analyses  represent  talcose  and  serpentinous  rocks 
of  varied  characters. 

1  School  of  Mines  Quart.,  toI.  17, 1806,  p.  333. 

s  North  Carolina  Qeol.  Survey,  Econ.  Paper  No.  3, 1900. 

a  SltEongsb.  Niederrhain.  Gesell.,  Bonn,  1806,  p.  126. 

«  Jour.  Geology,  vol.  4, 1896,  p.  58. 

»  Zeltaohr.  prakt.  Qeologle,  1908,  p.  146. 

•  £.  WelDflcbenk,  Zeitschr.  Kryst.  MIxl,  voL  14, 1888,  p.  306. 
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Anahf9es  of  taUow  and  serpentinoua  rocks. 

A.  Dark-green  serpentine,  Rowe,  Massachuaetts.  Described  by  B.  K.  Emerson  in  Mon.  U.  S.  Geol. 
Surrey,  TOi.  29, 18B8.   Analysb  by  G.  Steiger. 

B.  Serpenthie,  Oreenvllle,  California.  Described  by  J.  S.  Diller  in  Bull.  U.  S.  Qeol.  Survey  No.  ISO, 
1898,  p.  372.    Derived  mainly  firom  pyroxene.    Analsrsis  by  W.  H.  Melville. 

C.  Serpentine,  Sulphur  Dank,  CsUfomla.  Deacribed  by  O.  F.  Becker  in  Hon.  U.  S.  Geol.  Survey,  vol. 
13,1888.    Analysis  by  MelviUe. 

D.  Serpentine  derived  from  pyroxenlte,  Mount  Diablo,  California.  Analyied  and  described  by  Melville, 
Bull.  Qeol.  Soc.  America,  vol.  2, 1800,  p.  408. 

E.  Serpentinous  rock  of  unusual  composition:  also  from  Mount  Diablo.  Analyzed  and  described  by 
Melville,  loc.cit 

F.  "Ovenstooe"  from  Canton  Valais,  Switzerland.  Described  by  T.  G.  Bonney  (Geol.  Mag.,  1807,  p. 
110)  as  a  stage  in  the  alteration  of  serpentine.  The  original  rock  was  perhaps  a  basal  t  or  dolerlte.  Analysis 
by  Emily  Aston. 

G.  Bruelte  serpentine,  Stevens  County,  Washington.  Described  by  F.  W.  Clarke,  BulL  U.  S.  Geol. 
Survey  No.  262, 1905,  p.  60.    Analysis  by  G.  Steiger. 

H.  Steatite,  Grlquatand  West,  South  Africa.  Described  by  E.  Cohen,  Neues  Jahrb.,  1887,  pt.  l,p.  110. 
Analysis  by  Van  Rleeen. 
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99.74 

100.90 

The  presence  of  chromium  and  nickel  in  several  of  these  rocks  is  a 
good  indication  of  a  relationship  with  the  pyroxenites  and  perido- 
tites.  Chromite  and  nickel  ores  are  very  generally  associated  with 
these  magnesian  eruptives. 

QUARTZITE. 

The  processes  which  operate  in  the  metamorphism  of  sedimentary 
rocks  are  partly  identical  with  those  which  we  have  just  been  consid- 
ering. This  fact  has  already  been  indicated  ui  several  connections. 
A  shale,  or  sandstone,  contains  fragments  of  minerals,  usually  more  or 
less  weathered,  and  these  undergo  the  normal  changes.  Feldspar 
becomes  sericite,  hornblende  alters  to  chlorite,  and  so  on,  exactly  as 
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in  the  metamorphoses  of  igneous  material.  The  substances  affected 
are  the  same,  and  so  are  the  reactions.  The  formation  of  serpentine 
from  pyroxene,  for  example,  is,  as  I  have  akeadj  said,  the  same 
process,  whether  it  is  effected  upon  the  pyroxene  of  a  gabbro  or  upon 
the  pyroxene  developed  by  contact  metamorphism  in  a  crystalline 
limestone. 

There  is,  however,  another  set  of  changes  wldch  are  peculiar  to  the 
sedimentaries.  These  rocks  contain  decomposition  products,  such  as 
kaolinite,  hydroxides  of  aluminum  and  iron,  etc.,  which  give  rise  to  a 
different  group  of  reactions,  and  these  generate  another  class  of  min- 
eral species.  Kyanite,  andalusite,  sillimanite,  staurolite,  and  dumor- 
tierite  are  among  the  minerals  thus  developed  in  schists  which  once 
were  shales.  These  minerals,  again,  can  alter  into  mica,  so  that  a 
mica  schist  may  represent  the  outcome  of  a  series  of  transformations, 
the  intermediate  products  having  disappeared. 

Just  as  the  sedimentary  rocks  shade  into  one  another,  so,  too,  do 
their  metamorphic  derivatives,  but  with  even  greater  complexity. 
For  the  metamorphosed  rocks  contain  not  only  the  original  mineraJs 
of  the  sediments,  but  also  the  new  products  formed  by  alteration. 
Perhaps  the  simplest  of  these  changes  is  that  of  a  sandstone  into  a 
quartzite,  which,  in  the  first  instance,  is  brought  about  by  infiltration 
of  silica.  In  this  way  the  interstices  of  the  sandstone  are  filled  up 
and  a  porous  rock  is  transformed  into  a  compact  one.  But  as  sand- 
stones are  not  all  sand,  so  quartzites  are  not  all  silica.  A  micaceous 
sandstone  yields  a  micaceous  quartzite;  a  feldspathic  sandstone  may 
form  either  an  arkose  gneiss,  or  by  sericitization  it  can  become  a  mica 
schist;  and  between  these  different  rocks  there  are  all  manner  of 
gradations.  These  changes,  moreover,  are  often  complicated  by 
structural  modifications  due  to  dynamic  agencies;  so  that  from 
similar  sandstones  very  different  rocks  can  be  derived.  In  some  cases 
the  nature  and  order  of  the  changes  can  be  traced;  in  others  they 
seem  to  be  hopelessly  obscure.* 

The  following  analyses  of  quartzite  and  quartz  schist  are  useful  for 
comparison  with  the  analyses  of  sandstones  given  in  the  preceding 
chapter. 

1  For  a  full  discussion  relative  to  the  formation  of  quartzite,  see  C.  R.  Van  Hise,  A  treatise  on  metamor- 
phism: lion.  U.  S.  OeoL  Survey,  vol.  47, 1904,  pp.  86&-880.  See  abo  R.  D.  Irving,  BolL  U.  8.  GeoL  Survey 
No.  8, 1884,  p.  48;  Am.  Jour.  8ci.,  3d  ser.,  vol.  25, 1883,  p.  401.  Important  papers  on  the  subject  have  been 
written  by  0.  Loasen,  Zeitschr.  Deutsch.  geol.  OeeelL,  vol.  10, 1867,  p.  S15,  and  W.  J.  Sollas,  Bd.  Proc.  Roy. 
Dublin  Soc.,  vol.  7, 1802,  p.  100. 
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Ancdyses  of  quartzUe  opnd  qxwrtz  schist, 

A.  Dark  vitreoos  qaartsite,  Pigeon  Point,  Minnesota.  Contains  quartz,  with  a  little  feldspar,  cIiloTite, 
mica,  and  magnetite.  Descxlbed  by  W.  B.  Bayley,  BuU.  U.  S.  Oeol.  Survey  No.  109, 1893.  Analysis  by 
R.  B.  Riggs. 

B.  Red  vitreous  quartzite,  Pigeon  Point.    Bayley  and  Riggs  as  above. 

C.  Quartxite,  South  Mountain,  Pennsylvania.  Described  by  F.  Basoom,  BulL  U.  S.  GeoL  Survey  No. 
136, 1896.    Analysis  by  F.  A.  Qenth,  on  p.  34. 

D.  Quarts  schist,  near  Stevenson  station,  Maryland.  Contains  quarts,  muscovite,  tourmaline,  micro- 
cline,  siroon,  and  iron  stains.  Described  by  Bayley,  Bull.  U.  S.  Oeol.  Survey  No.  150, 1898,  p.  302.  Analy- 
sis by  E.  A.  Schneider. 


SiOn.. 
AlA- 

MgO.. 
CaO.. 
Na-O. 
K36... 

TiOj.. 

PA- 
MnO.. 


74.22 

10.61 

7.45 

.85 

1.48 

.56 

2.12 

1.08 

M.79 

.16 


none 


100.32 


83.69 


7.50 

1.81 

.38 

.35 

.39 

2.46 

2.61 

.72 

trace? 


trace 


99.91 


092.00 
4.21 
1.80 


.04 
.16 
.16 
.96 
.14 
.21 


100.68 


91.65 

1.59 

3.57 

.21 

.17 

none 

.07 

1.93 

.60 

.13 

none 

trace 


99.92 


a  84.13  per  cent  quarts,  7.87  i)er  cent  combined  silica. 


f>  Loss  on  ignition. 


METAMORPHOSED    SHAI^S. 

Shales,  slates,  phyllites,  and  mica  schists  form  a  continuous  series 
of  rocks  which  can  be  derived  from  clay,  mud,  or  silt  by  progressive 
dehydration  and  crystallization.  Some  mica  schists,  of  course,  are 
traceable  back  to  igneous  rocks,  but  they  fall  outside  of  the  present 
cat^ory.  In  order  to  study  the  development  of  schists  from  shales 
or  clays,  we  must  consider  what  compounds  the  latter  contain,  capable 
of  dehydration,  and  what  are  produced  in  this  class  of  metamor- 
phoses. 

This  ground  has  already  been  partly  covered  in  the  two  preceding 
chapters.  The  final  products  of  rock  decomposition,  apart  from 
those  that  are  removed  in  solution,  are  hydroxides  of  iron  and 
aluminum;  free  silica,  anhydrous  or  opaline;  and  hydrous  silicates 
of  iron,  aluminum,  and  magnesium.  The  simple  hydroxides  offer 
the  least  difficulties  in  the  way  of  interpretation.  The  iron  com- 
pounds yield  hematite,  which  is  a  common  mineral  in  the  metamor- 
phic  schists,  and  which,  in  presence  of  organic  matter,  may  be 
reduced  to  magnetite.*  The  aluminum  hydroxides  may  furnish 
diaspore,  if  the  dehydration  is  partial,  or  corundum  when  the  reac- 
tion is  complete.     Opaline  silica  loses  water  and  becomes  converted 

1  If  a  bed  of  limonite  be  regarded  as  a  sedimentary  rock,  a  bed  of  hematite  may  be  Its  metamorphic 
eqolvalent. 
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into  quartz.  These  changes  are  of  the  simplest  character,  but  it  is 
not  certain  that  they  always  take  place.  It  is  possible  that  the 
colloidal  silica  may  react  upon  the  colloidal  hydroxides,  and  form 
silicates  anew;  but  I  am  not  sure  that  this  class  of  reactions  has  been 
proved.  They  are  conceivable,  and  therefore  can  not  be  left  out  of 
account.  The  known  changes,  as  I  have  stated  them,  are  those  of 
the  compounds  themselves  when  not  commingled  with  other  sub- 
stances. Hematite,  magnetite,  corundum,  and  quartz  can  be  formed 
in  the  manner  indicated;  and  hematite  or  magnetite  schists  (schists 
containing  these  minerals  in  conspicuous  proportions)  are  not  rare. 
The  itabirite  of  Brazil  is  a  rock  of  this  kind,  containing  hematite, 
magnetite,  and  quartz.*  Similar  rocks  have  been  described  by  H. 
Coquand'  in  France,  and  O.  M.  Lieber'  in  South  Carolina.  Co- 
quand's  rock  is  described  as  equivalent  to  a  mica  schist  containing 
specular  hematite  in  place  of  mica.  Itabirite  from  Okande  Land, 
West  Africa,  is  reported  by  O.  Lenz  *  as  containing  quartz,  hematite, 
and  magnetite,  with  quartz  predominating.  Another  example  from 
the  Gold  Coast,  described  by  C.  W.  Giimbel,*  contains  also  muscovite, 
ilmenite,  and  free  gold.  A  German  schist  examined  by  C.  Lossen' 
consisted  of  specular  hematite  and  quartz. 

FERRUGINOUS    SCHISTS. 

The  ferruginous  schists  of  the  Lake  Superior  region  may  properly 
be  mentioned  here.  According  to  C.  R.  Van  Hise,^  they  are  derived 
from  carbonate  rocks  which  he  calls  sideritic  slates.  These,  by  oxida- 
tion, pass  into  limonitic  or  hematitic  slates,  and  from  the  latter  the 
schists  are  derived.  Ferruginous  cherts  are  also  formed,  and  some 
banded  rocks  of  chert  and  hematite  which  Van  Hise  calls  jaspiUte. 
The  silicification  of  the  original  siderite  is  attributed  to  the  action  of 
silica  contained  in  percolating  waters.  The  following  analyses  of  the 
schists  were  made  in  the  laboratory  of  the  United  States  Geological 
Survey: 

1  See  Zlrkel,  Lehrbuch  der  Petrogmphie,  2d  ed.,  p.  670,  for  referenoes. 
>  Bull.  Soc.  gfol.  France,  2d  ser.,  vol.  6, 1849,  p.  291. 

*  Rept.  Survey  South  Carolina,  1855,  pp.  89-94;  1857,  p.  79;  1858,  p.  107. 

*  Verbandl.  K.-k.  geol.  Reicbaanstalt,  1878,  p.  168. 
«  Sitsungsb.  Akad.  Mtlnchen,  1882,  p.  183. 

*  Zeitscbr.  Deutsdi.  geol.  Gesell.,  vol.  19, 1867,  p.  614.  Zirkel  refers  abo  to  Norwegian  examples  reported 
by  J.  U.  L.  Vogt  in  a  memoir  which  I  have  not  seen. 

'  A  treatiie  on  metamorphism:  Mon.  U.  S.  Oeol.  Survey,  vol.  47, 1904,  pp.  830-842.  See  also  the  literature 
there  cited,  and  especially  Hon.  U.  S.  Oeol.  Survey,  vol.  38, 1805,  by  C.  R.  Van  Hise  and  W.  &  Bayley. 
On  the  metamorphism  of  oil  shales  by  the  oombustlon  of  their  hydrooarbona,  see  R.  Anold  and  B.  Ander- 
son, Jour.  Geology,  vol.  15, 1007,  p.  750. 
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AncUytes  qf/erruginaus  schists. 

Jl.  Orflnerite-magnetite  schjst,  Marquette  region,  Miohigan.  Contains  grOnerite,  magnetite,  and  qnaita. 
Described  by  C.  R.  Van  Hise  and  W.  S.  Bayley  in  Mon.  U.  S.  Qeol.  Survey,  vol.  28, 1805.  Analysis  by 
H.  N.  Stokes. 

B.  Actlnolite-magnetite  schist,  MesabI  Range,  Minnesota.  Described  by  W.  S.  Bayley,  Am.  Jour.  SoL, 
3d  ser.,  vol.  46, 1898,  p.  178.    Consists  of  actinoUte  and  magnetite.    Analysis  by  W.  H.  Melville. 


SiOo.. 

FeoO, 
FeO.. 
MgO. 
CaO.. 
NsuO. 
H26.. 
TiOj. 

MnO. 
CuO.. 


46.25 

12.35 

.92 

.10 

30.62 

58.68 

16.92 

21.34 

2.13 

4.08 

1.69 

1.91 

none 

trace 

.42 

.19 

none 

.12 

.07 

.25 

1.01 

1.22 

trace 

100.03 


100.24 


DEHYDRATION    OF    CLAYS. 

Rocks  like  those  just  considered,  obviously,  may  vary  from  nearly 
pure  amphibole  to  nearly  pure  iron  ore,  and  the  quartz-hematite 
schists  may  range  between  the  two  extremes  in  the  same  way.  In  all 
cases,  however,  the  final  product  represents  the  dehydration  of  hy- 
droxides, followed  by  partial  reduction  in  the  case  of  the  magnetite 
schists.  The  origin  of  the  hydroxides,  whether  from  carbonates  or 
from  silicates,  is  a  separate  question. 

The  hydrous  silicates  of  the  sediments  are  chiefly  those  of  alumi- 
num. Some  iron  compounds  also  occur,  such  as  glauconite,  chloropal, 
or  nontronite,  but  their  mode  of  decomposition  when  dehydrated  is 
not  clearly  known.  In  many  cases,  probably,  they  break  down  into 
ferric  oxide  and  quartz;  but  they  also,  doubtless,  contribute  to  the 
formation  of  less  hydrous  minerals,  like  staurolite  and  chloritoid. 
Of  these  species,  more  later.  Magnesian  silicates  must  also  exist  in 
the  sediments,  as  talcose  or  serpentinous  matter,  but  their  dehydra- 
tion products  have  already  been  discussed.* 

Many  hydrous  silicates  of  aluminum  have  been  described.  A  few 
of  them  are  definite,  others  are  more  or  less  doubtful.  Some,  prob- 
ably, are  colloidal  mixtures,  which  should  not  be  formulated  as  distinct 

1  See  p.  577,  ante. 
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chemical  compounds.  The  following  minerals  in  this  class  are  rec- 
ognized by  Dana  as  true  specie . . 

Kaolinite H^AlaSiaOg. 

Halloysite H4Al2Si20g-faq. 

Newtonite HgAlaSijOn+aq. 

Cimolite H^Al^SigOaT+S  aq.  (?) 

Montmorillonite H2AljSi40i3+n  aq. 

Pyrophyllite H2AlaSi40i2. 

Allophane AljSiOg.daq. 

CoUyrite Al^SiOg.Oaq. 

Schrotterite Ali^SiaOao-aOaq. 

To  this  Ust  rectorite^  and  levenierite  ^  should  probably  be  added. 
Leverrierite,  as  described  by  P.  Termier,  has  the  composition  of  mus- 
covite,  with  hydrogen  replacing  potassimn,  and  a  Uttle  iron  equiv- 
alent to  aluminum.  Its  formula,  then,  is  HAlSi04,  or  HjAlgSigO,,, 
corresponding  to  muscovite,  HaKLAJaSisOu-  Rectorite,  according  to 
R.  N.  Brackett  and  J.  F.  Williams,  has  the  same  composition,  plus 
an  excess  of  water,  which  is  driven  oflf  when  the  mineral  is  dried  at 
110®.  Possibly  the  mineral  kryptotile,  an  alteration  product  of 
komerupine  or  prismatine,  may  be  a  compound  of  the  same  order.* 
Silicates  of  this  type,  if  their  existence  should  be  definitely  estab- 
lished, would  probably  be  found  to  be  widely  diflPused  and  to  play  an 
important  part  in  the  development  of  phyllite  or  mica  schist.  They 
should  take  up  potassium  from  percolating  solutions,  forming  mus- 
covite— a  probability  which  deserves  to  be  investigated  with  great 
care. 

Upon  complete  dehydration  all  of  the  siUcates  in  the  Ust  except 
collyrite  and  schrotterite  should  break  down  into  mixtures  of 
AljSiOg  and  SiOa-  AljSiOg  represents  empirically,  the  three  min- 
erals andalusite,  kyanite,  and  siUimanite,  which  are  isomeric  but  not 
identical.  No  other  anhydrous  silicate  of  aluminum  alone  is  known 
to  occiu*  in  nature.  These  three  species,  moreover,  are  all  character- 
istic of  the  metamorphic  schists,  and  must  have  been  formed  in  most 
cases  by  some  such  process  as  that  JTost  indicated.  Sometimes,  how- 
ever, other  soiu:ces  are  to  be  assumed.  For  example,  K.  Dalmer  *  has 
described  a  phyllite  containing  muscovite  and  chlorite,  which,  by 
contact  metamorphism,  has  been  transformed  into  a  biotite-andalusite 
schist.  In  this  instance  the  andalusite  seems  to  have  been  produced 
by  a  reaction  between  the  two  antecedent  species.  On  the  other  hand, 
it  has  been  shown  by  W.  Vemadsky  *  that  siUimanite  is  a  normal  con- 

i  Am.  Jour.  Sci.,  3d  ser.,  vol.  42, 1881,  p.  16. 
s  Bull.  Boc.  min.,  vol.  22, 1889,  p.  27. 

*  See  J.  Uhllg,  Zeltschr.  Kryst.  Min.,  vol.  47, 1910,  p.  215,  and  A.  Sauer,  Zeltscfar.  I>eatsch.  geol.  QcmO., 
vol.  38, 1886,  p.  705. 

*  Neues  Jalirb.,  1897,  pt.  2,  p.  156. 

*  BuU.  Boc.  mln.,  vol.  13, 1890,  p.  256.    See  also  J.  W.  MeUor,  Jour.  Soc.  Chem.  Ind.,  vol.  26, 1907,  p.  37^ 
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stituent  of  hard  porcelain,  in  which  it  is  derived  from  kaolinite;  and 
also  that  kyanite  and  andalusite  are  convertible  into  sillimanite  by 
heating  to  a  temperature  of  1,320°  to  1,380°.  Kyanite  often  occurs 
in  mica  schist,  and  also  in  long,  bladed  crystals  embedded  in  quartz. 
All  three  species  alter  into  mica,*  so  that  here  we  have  a  group  of 
facts  which  bear  obviously  upon  the  interpretation  of  metamorphic 
processes.  We  do  not  yet  know,  however,  the  conditions  which  deter- 
mine the  formation  in  a  rock  of  one  or  another  of  the  three  isomers. 
The  chemical  structure  of  the  particular  hydrous  siUcate  from  which 
andalusite,  kyanite,  or  sillimanite  has  been  derived  probably  has  a 
distinct  influence  upon  the  reaction.  Temperature,  as  shown  by  Ver- 
nadsky,  miist  also  be  taken  into  account,  and  so,  too,  must  pressure. 
The  three  minerals  differ  in  density,  and  pressure  may  well  help  to 
determine  which  species  shall  form.  The  specific  gravity  of  andalu- 
site is  near  3.2,  that  of  sillimanite  about  3.25,  and  that  of  kyanite 
varies  little  from  3.6.  Kyanite,  then,  would  be  likely  to  appear  imder 
the  greatest  pressures  and  andalusite  under  the  least,  other  condi- 
tions being  equal.  The  problem  is  complicated,  however,  by  the  fact 
that  the  same  rock  often  contains  more  than  one  of  these  minerals, 
together  with  products  derived  from  them.  The  argiUite  of  Har- 
vard, Massachusetts,  according  to  B.  K.  Emerson,^  contains  andalu- 
site inclosing  sillimanite,  both  in  every  stage  of  alteration  to  musco- 
vite.  The  argiUites  of  this  region,  modified  by  intrusions  of  granite, 
show  a  zonal  system  of  changes.  Where  the  temperature  was  lowest, 
andalusite  and  sillimanite  form.  With  more  intense  heat,  staurolite 
and  garnet  appear.  Influx  of  alkaline  waters  from  the  heated 
granite  changes  these  species  to  muscovite,  while  nearest  the  granite 
feldspars  develop. 

StauroHte,  HAlgFeSi^Oij,  specific  gravity  3.75,  is  another  mineral 
of  the  metamorphic  schists,  and  one  closely  allied  to  the  andalusite 
group.  Its  formation  evidently  requires  the  presence  of  iron  in 
the  sediments,  and  also  conditions  of  temperature  and  pressure  which 
could  permit  the  retention  of  water.  Garnet  is  one  of  its  common 
associates,  and  so,  too,  are  sillimanite  and  kyanite.  Its  most  fre- 
quent matrix  is  mica  schist;  but  its  mode  of  formation  is  not  yet 
clearly  understood.  Staurolite  is  always  contaminated  by  inclusions 
of  other  substances,  and  it  alters  readily  into  mica. 

With  more  iron  and  possible  hydration,  schists  are  formed  con- 
taining chloritoid  or  ottrelite.  Chloritoid  has  the  formula 
HjFeAlaSiOj;  but  that  of  ottrelite  is  not  certain.  The  best  evi- 
dence goes  to  show  that  the  two  minerals  are  alike  in  type,  except 

1  The  reported  alteraUon  of  kyanite  into  steatite  Is  most  qaestiooable.    Probably  a  compact  musooylte 
(damourlte)  has  been  mistaken  for  talc. 
•  BoU.  Oeol.  Soo.  America,  vol.  1, 1880,  p.  660. 
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that  chloritoid  is  an  orthosilicate,  and  ottrelite  a  trisilicate.     On  this 
supposition  the  two  fonnulsD  become 

A10,Fe.Si04.A10H.H.  A10,Fe.Si,0,.A10H.H. 

Chloritoid.  Ottrelite. 

Magnesium  may  replace  iron  to  some  extent,  and  in  the  Belgian 
ottrelites  manganese  plays  a  similar  part.  By  dehydration,  chlori- 
toid would  become  wMO,Mg.Si04.AIy  or  Al,MgSiOs,  which  is  the 
formula  of  the  aluminous  constituent  of  augite  and  hornblende, 
and  also  of  the  imperfectly  known  mineral  komerupine.  A  relation 
between  chloritoid  and  tJiese  siUcates  is  therefore  suggested,  but 
what  its  real  significance  may  be  is  unknown.  Broadly  considered, 
chloritoid  and  ottrelite  belong  to  a  group  of  silicates  intermediate 
between  the  micas  and  the  chlorites,  from  either  of  which  groups 
they  may  be  derived,  or  into  which  they  may  alter.  In  the  ottrelite 
schists  of  Vermont,  according  to  C.  L.  Whittle,*  chlorite  is  derived 
from  ottreUte,  and  the  latter  mineral  was  one  of  the  last  to  form. 
In  the  Belgian  phyllites,  studied  by  J.  Groaselet,'  mica  sometimes 
replaces  ottrelite.  The  formation  of  ottreHte  after  the  other  min- 
erals of  the  schists  was  also  noted  by  W.  M.  Hutchings,*  in  a  sericite- 
ottrelite-ilmenite  phyllite  from  Cornwall,  and  by  J.  E.  Wolflf  *  in  a 
rock  found  at  Newport,  Rhode  Island.  In  a  collection  of  rocks  from 
tlie  Transvaal,  J.  Ootz  ^  found  ottreUte  schist,  andalusite  schist,  and 
an  intermediate  phase  containing  both  ottrelite  and  andalusite. 

Ottrelite  and  chloritoid  are  probably  often  confounded.  At  all 
events,  chloritoid  rocks  have  been  less  frequently  described.  C.  Bar- 
rels '  has  reported  them  from  the  lie  de  Groix,  France;  a  gamet- 
cliloritoid-quartz  schist  from  Japan  has  been  described  by  B.  Koto;^ 
and  a  rock  from  the  province  of  Salzburg,  Austria,  studied  by 
A.  Cathrein,  contained  about  64  per  cent  of  chloritoid,  with  30  of 
quartz  and  some  rutile.  Other  occurrences  are  well  summed  up  by 
F.  Zirkel,^  for  both  ottrelite  and  chloritoid.  The  abundant  litera- 
ture, however,  is  mainly  descriptive,  and  sheds  httle  light  upon  the 
genesis  of  these  minerals.  The  following  analyses  represent  rocks 
characterized  by  the  andalusite  and  chloritoid  groups.  All  except 
one,  by  Element,  were  made  in  the  laboratory  of  the  United  States 
Geological  Survey. 

1  Am.  Jour.  Scl.,  3d  ser.,  vol.  44, 1882,  p.  270. 

•  Annales  Soc.  gtel.  da  Nord,  vol.  15,  p.  188. 

•  Geol.  Mag.,1888,p.214. 

«  Bull.  Mus.  Comp.  Zool.,  vol.  16, 1800,  p.  160. 
» Neaes  Jabrb.,  Beil.  Bd.  4, 1886,  p.  143. 

•  Amifaes  Soc.  gfiol.  da  Nord,  vol.  11, 1884,  p.  18. 
'  Jour.  CoU.  Sd.  Japan,  vol.  5, 1803,  p.  270. 

•  Lehrbuch  der  Petrographie,  2d  ed.,  vol.  3,  pp.  382, 204, 30^-306. 
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Analyaea  o/andalugiU  and  chlorUoid  rocks. 

A.  Andaludteschiat,  Mariposa  Ceaiity,OftllfoniJa.  AnftlyslsbyW.F.Hlllebraiid.  DeserlbedbyH.  W. 
Turner,  Seveateentli  Ann.  Rept.  U.  S.  Qeol.  Survey, pt.  1, 1896,  p.  001.  Contains  quarts,  biotlte,  andaluslte, 
sericlte,  and  minor  aooessorles. 

B.  Chiastolita  sehlst,  M srlpoia  Gotmty ,  OEdlJOniia.  Aiialysis  by  Q.  Staigv.  Deaoifbed  by  Tomer,  BoU. 
U.  8.  Qeol.  Survey  No.  IfiO,  1888,  p.  343.    Contains  andaluslte  (chlastoUte),  sillimanlte,  mica,  etc. 

C.  Andaluslte  bomfels,  Mariposa  County.  Analysis  by  Stelger.  Described  by  Turner,  op.  cit,  p.  342. 
ContatBs  (|OartK,  andaluslte,  xnlea,  ete. 

J>,  Andaluslte  schist,  Skamania  County,  Wasblncton.  Analysed  and  described  by  W.  T.  Schaller,  Bull. 
U.  S.  Oeol.  Survey  No.  262, 1905,  p.  105.  Contains  andaluslte,  35  per  cent;  quarts,  32  per  cent;  musoovlte,  27 
per  oent;  and  minor  aocesBorles. 

E.  Kyanlte  schist,  Berra  do  Gigante,  Brasil.  Analysis  by  Hlllebrand.  Described  by  O.  A.  Derby,  Am. 
Jour.  Sd.,  4th  ser.,  vol.  7, 1899,  p.  343.    Consists  mainly  of  kyanlte,  chlorite,  sericlte,  quartz,  and  rutUe. 

F.  SlUlmanlte  schist,  San  Diego  County,  California.  Analysed  and  described  by  Schaller,  BulL  No.  262, 
1895,  p.  98.    Mainly  quartz,  69  per  cent,  and  silllmanite,  31  per  oent,  neglecting  water  and  minor  accessories. 

G.  Chloritold-phyUlte,  Liberty,  Maryland.  Analyzwi  by  L.  G.  Sakins.  Called  "ottrelite-phylllte"  by 
O.  H.  Williams,  but  the  characteristic  mineral  is  ohloritold.    See  Bull.  U.  S.  Geol.  Survey  No.  228,  p.  59. 

H.  Ottrelite  schist,  Moiitherm6,  Belgium.  Analyzed  by  C.  Ktoment,  described  by  A.  F.  Renard.  Renard's 
memoirs  on  the  phyUites  of  the  Ardennes  (Bull.  Mus.  roy.  hist.  nat.  Belgique,  vol.  1, 1862,  p.  212;  vol.  2, 1883, 
ph.  127;  vol.  3, 1884,  p.  230)  are  rich  in  data  oonoeming  rocks  of  this  class.  For  thb  particular  schist  see  vol.  3, 
p.  255.    It  contains  ottrelite,  46.11  per  oent;  sericlte,  23.35  per  cent;  and  quartz,  23.15  per  cent. 


A 

B 

c 

D 

E 

F 

G 

H 

SiOa 

64.28 
17.28 
1.10 
5.34 
2.57 
1.19 

.91 
2.93 

.20 
2.72 

.65 

62.15 

19.34 

4.23 

2.25 

1.88 

1.50 

1.60 

3.07 

.19 

1.79 

.80 

65.10 

17.77 

1.95 

3.29 

1.43 

1.38 

2.25 

2.45 

.47 

2.49 

.72 

57.18 

34.10 

.54 

.28 

.10 

.63 

.39 

2.57 

.69 

2.02 

.66 

.02 

38.32 

28.16 

2.24 

4.02 

12.04 

.32 

.16 

1.11 

.55 

7.46 

4.93 

.09 

75.54 

18.65 

.35 

.06 

uone 

.03 

none 

none 

1.10 

3.67 

.48 

.06 

34.92 

32.31 

10.21 

8.46 

1.13 

.36 

2.12 

1.87 

1  5.29 

3.37 

51.93 

ALOa 

27.45 

Fa,0".... 

2.01 

Feb.'::....::..: 

8.10 

MgO 

1.20 

CaO 

.18 

NaoO 

.79 

K.6 

1.60 

H-O-     

1  3.92 

H2O+  

TiOu 

.92 

ZrO, 

c  '      : 

.43 

1.12 
.13 

1.21 
.03 

1.05 

SO3 

S ; 

trace 
trace? 

F 

.22 
none 

.15 
trace 

.04 
none 

.12 
trace 

.14 
none 
none 
none 

CI 

p,o* 

.27 

.09 

.10 

trace 

.53 
none 

.04 
trace? 

.47 
.16 

trace 

.23 
trace 

^6.....::::::::::: 

.57 

BaO           

SrO  

trace 

.04 

trace 

^NiCo^O 

Li-0        

trace 

none 

none 

none 
.28 

FeSa 

.10 

100.06 

100.46 

100.80 

100.03 

100.07 

100.04 

100.27 

99.72 

MICA    SCHIST. 

A  great  variety  of  other  schists,  corresponding  to  the  variations  in 
the  sediments  themselves,  have  received  special  descriptive  names. 
Graphite  schists,  derived  from  carbonaceous  shales;  tourmaline 
schists,  containing  tourmaline,  und  garnet-mica  schists  are  good 
examples.  The  commonest  type  of  all,  however,  is  the  ordinary  mica 
or  sericite  schist,  which  is  essentially  a  mixture  of  quartz  and  mica^ 
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with  varying  accessories.  A  paragonite  schist  contains  the  soda  mica, 
paragonite,  instead  of  the  commoner  muscovite.  A  shale  passes  into 
a  slate;  in  that  fine  scales  of  mica  develop,  forming  a  phyllite,  and 
with  more  complete  reciystallization  a  mica  schist  is  produced.  Mica 
schists  also  originate  from  the  alteration  of  a  granitic  detritus  con- 
sisting of  quartz  and  feldspar/  the  latter  mineral  changing  to  mus- 
covite, or,  under  undetermined  conditions,  to  biotite.  Chlorite,  epi- 
dote,  garnet,  tourmaline,  and  feldspars  are  common  accessory  min- 
erals in  rocks  of  this  class.  The  following  analyses  of  mica  schists 
were  made  in  the  Survey  laboratory: 

Analyses  of  mica  scHgts. 

A.  QoarU-sericite  schist,  Mount  Ascutaey,  Vermont.  Analynd  hy  W.  F.  HIDefanod.  I>eaeribed  by 
R.  A.  Daly  in  BuU.  U.  S.  G«ol.  Surrey  No.  209, 1903. 

B.  Seridte  schist,  LadlesbunK,  Maryland.  Analysed  by  O.  Stalger.  Described  by  W.  8.  Bayley  in 
BuU.  U.  S.  Oeol.  Survey  No.  150, 1808,  p.  317. 

C.  Seridte  schist,  Marquette  region,  Michigan.  Analysis  by  Steigor.  Detolbed  by  C.  R.  Van  Hise 
and  W.  S.  Bayley,  Mon.  XT.  S.  Oeol.  Survey,  vol.  28, 1896.    Mainly  seridte  and  quarts. 

D.  Mica  schist.  Crystal  Falls  district,  Michigan.  Analysed  by  H.  N.  Stokes.  Described  by  H.  L. 
Smyth,  Mon.  U.  8.  Oeol.  Survey,  vol.  36,  1808,  p.  274.  Contains  biotite,  quarts,  some  mioodlne,  and 
magnetite. 

E.  Mica  schist,  near  Qunflint  Lake,  Minnesota.  Analysed  by  T.  M.  Chataid.  Contains  btotlte,  quarti» 
feldspar  (T),  and  pyrite,  as  reported  by  Van  Hise. 

F.  Feld^thic  mica  schist,  Mariposa  County,  Galilomia.  Analysed  by  HiHebrand.  Described  by  H. 
W.  Turner,  Seventeenth  Ann.  Rept.  U.  8.  Oeol.  Survey,  pt.  1, 1896,  p.  691.  Contains  quarts,  faldspar, 
biotite,  muscovite,  apatite,  and  specular  iron. 


A 

B 

c 

D 

E 

F 

SiOa 

90.91 

4.18 

.22 

1.27 

.37 

.22 

.77 

.58 

.06 

.74 

.28 

.02 

.18 

.05 

none 

trace 

trace 

trace 

57.24 

23.48 

3.19 

4.87 

.93 

.09 
1.18 
3.55 

.33 
4.65 

.08 

70.76 

14.83 

1.46 

3.09 

1.99 

.36 

.47 
3.50 

.09 
2.70 

.33 

64.71 

16.43 

1.83 

3.84 

2.97 

.08 

.11 
5.63 

.31 
2.79 

.72 

64.77 

14.45 

1.84 

4.54 

2.34 

2.33 

1.37 

5.03 

.07 

1.92 

.60 

70.40 

ALO. 

14.70 

F^                  .......   ... 

.65 

F^.'.... 

2.57 

MgO 

1.47 

CaO 

1.63 

NaoO..            

3.17 

K-O 

3.46 

H-O- 

.19 

HjOH- 

.91 

TlOa 

.51 

ZrOa 

CO,                      

.41 
.20 
.60 

r8;  ::::::::: 

.09 

.26 

.02 

.05 

s6' 

F '              : 

MnO 

none 

trace 

.11 

.08 

BaO 

.09 

SrO  .                                 ... 

tnce 

Li,0....                  

trace 

c!^^:::;:::::;::::::::::::::: 

.10 
.11 

.15 

FeS,.. 

100.06 

99.68 

99.84 

99.44 

100.58 

100.03 

1  See  C.  R.  Van  Hise,  Bull.  Oeol.  Soc.  America,  vol.  1, 1899,  p.  206,  on  schists  from  the  Black  Hills. 
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Before  leaving  the  subject  of  mica  schist  a  word  of  caution  may 
not  be  superfluous.  It  is  often  assumed  that  the  mica  in  such  a 
rock  has  been  derived  from  the  alteration  of  feldspathic  particles 
contained  in  the  original  sediments,  and  this  no  doubt  is  frequently 
the  case.  The  same  process  operates  that  is  traced  in  the  sericitiza- 
tion  of  an  igneous  rock,  but  it  is  not  necessarily  general.  We  have 
seen  that  muscovite  can  be  formed  from  andalusite,  for  instance, 
and  the  latter  probably  from  clay  substance.  In  short,  micas  may 
form  in  a  number  of  different  ways,  so  that  no  single  set  of  reactions 
can  account  for  all  of  its  occurrences.  Sometimes  its  source  can  be 
determined,  but  not  always. 

Many  schists  contain  tourmaline  as  an  essential  constituent. 
Dumortierite  also  occurs  in  them,  perhaps  more  often  than  is  com- 
monly supposed.  These  species  are  borosilicates,  and  their  generation 
is  usually  attributed  to  the  agency  of  boron-bearing  gases  or  vapors, 
emitted  from  heated  magmas  along  their  contacts  with  sedimentary 
deposits.  Boron  compounds,  and  fluorine  compounds  also,  exist  in 
volcanic  emanations,  as  was  shown  in  an  earlier  chapter,^  and  they 
probably  produce,  in  many  instances,  the  effects  just  ascribed  to 
them.  But  here  again  caution  is  necessary.  We  do  not  know  how 
widely  boron  and  fluorine  may  be  disseminated  in  rock-forming 
materials,  for  their  determination  in  traces  is  veiy  difficult  and  rarely 
attempted.  Fluorine  must  be  abundantly  diffused  as  a  constituent 
of  the  ubiquitous  mineral  apatite,  and  boron  may  be  equally  com- 
mon. We  observe  its  concentration  in  tourmaline,  but  we  can  not 
be  positive  as  to  its  origin  except  in  certain  individual  cases.  One 
of  these  seems  to  be  the  contact  between  mica  schist  and  granite 
on  Mount  WUlard,  in  the  White  Mountains  of  New  Hampshire,  as 
described  by  G.  W.  Hawes.'  Here  there  are  seven  well-defined  zones, 
as  follows: 

1.  Aigillitic  mica  schist,  chloritic. 

2.  Aigillitic  mica  schist,  biotitic. 

3.  Tourmaline  homstone. 

4.  Tourmaliiie  veiiiBtoiie. 

5.  Mixed  granite  and  Bchiat. 

6.  Granite  porphyry,  biotitic. 

7.  Normal  granite,  homblendic.  This  contains  quartz,  albite,  orthoclase,  horn- 
blende, and  some  biotlte.    In  the  porphyry,  biotite  entirely  replaces  the  hornblende. 

The  remarkably  complete  series  of  analyses  by  Hawes  is  given  in 
the  next  table. 


>  See  ante,  Chapter  vm. 

s  Am.  Jour.  Sci.,  3d  a^.,  vol.  21, 1881,  p.  21. 
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Analyses  ofgramU  and  ndca  schist  near  contact,  Mount  WHUtrd, 


A.  The  nonnal  Albany  granite. 

B.  Porphyry,  3  feet  from  contact. 

C.  Porphyry,  2  inches  from  contact. 

D.  Tourmaline  veinstone,  on  contact. 


E.  Tourmaline  lioinstoiie,  1  foot  from  contact. 

F.  Bchlst,  15  fBet  from  contact. 
O.  Schist,  50  feet  ttom  contact. 
H.  Schist,  100  feet  fimm  contact. 


A 

B 

C 

D 

£ 

F 

G 

H 

SiOa 

72.26 

13.59 

1.16 

2.18 

.06 

1.13 

3.85 

5.58 

.47 

.45 

73.09 

12.76 

1.07 

4.28 

.09 

.30 

3.16 

5.10 

.73 

.40 

71.07 

12.34 

2.25 

4.92 

.19 

.55 

2.84 

5.53 

.72 

.27 

66.41 

16.84 

1.97 

5.50 

1.71 

.37 
1.76 

.56 
1.31 
1.02 
2.96 

.25 

.12 

67.88 

14.67 

2.37 

3.95 

1.29 

.30 
3.64 
4.08 
1.01 

.93 

.97 
trace 

.11 

66.30 

16.35 

.95 

5.77 

1.63 

.24 

1.11 

3.40 

3.02 

1.28 

trace 

63.35 
19.69 
.72 
5.48 
1.77 
trace 
1.12 
3.47 
3.73 
1.00 

61.57 

AlA 

20.55 

to..          ...    .     ... 

2.02 

Feb.' 

4.28 

MgO 

1.27 

CaO 

.24 

.68 

I^?) 

4.71 

WO 

4.09 

TfOo 

1.10 

B-0, 

f!  '.::::::::::;:;::: 

MnO 

trace 

.08 

trace 

trace 

.16 

.10 

100.73 

101.06 

100.68 

100.78 

101. 20 

100.05 

100.49 

100.61 

The  dehydration  in  passing  from  schist  to  granite  is  here  very 
obvious,  but  the  sudden  appearance  of  boric  oxide  is  more  striking. 
That  its  concentration  was  brought  about  by  pneumatolytic  processes 
is  the  most  reasonable  hypothesis  by  which  to  account  for  its  pres- 
ence at  the  line  of  contact  and  its  absence  elsewhere.  The  mineral- 
ogical  composition  of  the  rocks  D  to  H,  as  given  by  Hawes,  presents 
a  still  clearer  picture  to  the  mind  of  the  changes  which  have  occurred: 

Mtneralogical  composition  of  tourmaline  rocks  and  mica  schist.  Mount  WHlanL 


D 

E 

F 

o 

H 

Quartz. 

Muscovite 

'    50.03 

50.82 
}  29. 67 

45.15 

\  43.89 

6.65 
2.43 
1.88 

39.17 
44.53 

36.87 
49.30 

Biotite 

Chlorite - 

13.70 
1.90 
1.04 

8.62 

Ilmenite 

Magnetite 

1. 94 

2. 86 

1.77 

3.44 

14.92 

2.09 
2.93 

Tourmaline 

45.95 

Here  we  see  that  the  chlorite  of  the  schist  alters  to  biotite,  by  dehy- 
dration, as  the  contact  is  approached,  and  that  the  tourmaline  has 
been  formed  largely  at  the  expense  of  the  micas.  The  absence  of 
feldspar,  which  is  abundant  in  the  granite,  is  also  noticeable.  On 
the  granite  side  of  the  contact  the  rocks  are  feldspathic;  on  the  schist- 
ose side  they  are  micaceous;  at  the  contact  neither  feldspar  nor  mica 
is  shown  by  Hawes's  figures.  Probably  both  minerals  have  contrib- 
uted to  the  generation  of  tourmaline,  which  is  related  to  botL 
Tourmaline  often  alters  to  mica,  and  tourmaline  crystals  are  known 
inclosing  cores  of  feldspar. 
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ONEISS. 

The  gneisses  form  the  largest  group  of  metamorphic  rocks,  and 
represent  both  igneous  and  sedimentary  formations.  Some  of  them 
are  plutonic  rocks,  structurally  modified;  others  are  recrystallized 
sedimentaries.  The  term  "gneiss,"  unfortunately,  has  been  used  in 
quite  different  senses.  For  present  purposes,  J.  F.  Kemp's  defini- 
tion ^  may  perhaps  serve  as  well  as  any.  He  defmes  gneiss  as  a ''  lam- 
inated metamorphic  rock,  which  usually  corresponds  in  mineralogy 
to  some  one  of  the  plutonic  types."  The  gneisses  "  differ  from  schists 
in  the  coarseness  of  the  laminations,  but  as  these  become  fine  they 
pass  into  schists  by  insensible  gradations."  Under  this  definition 
any  plutonic  rock  may  have  its  gneissoid  equivalent,  and  C.  H.  Gor- 
don '  has  proposed  to  name  the  gneisses  accordingly.  Thus  we  may 
have  granitic  gneiss,  syenitic  gneiss,  dioritic  gneiss,  etc.,  including  in 
the  series  foliated  rocks  derived  from  pyroxenite  or  peridotite. 
The  conmion  usage,  however,  is  not  quite  so  extreme,  and  the  term 
gneiss  is  practically  restricted  to  granular,  laminated  rocks  analogous 
in  composition  to  granite,  syenite,  or  diorite.  Chemically  these 
gneisses  differ  very  litfle  from  their  igneous  equivalents,  but  those 
derived  from  sedimentary  rocks  are  likely  to  be  relatively  poor  in 
alkaUes  and  to  contain  minerals  of  calcareous  origin.  In  some  cases 
gneisses  of  sedimentary  origin  contain  impurities  of  organic  deriva- 
tion, either  coaly  or  graphitic.  For  example,  in  a  gneiss  from  the 
Black  Forest,  H.  Rosenbusch  *  found  coaly  particles  which  contained 
nitrogenous  matter,  undoubtedly  derived  from  organic  substances. 
A  convenient  aid  to  nomenclature  is  that  offered  by  Rosenbusch,* 
who  calls  gneiss  of  igneous  origin  "orthogneiss,"  and  that  of  sedi- 
mentary origin  "paragneiss."  There  are  also  descriptive  names  of 
the  ordinary  character,  which  indicate  mineralogical  peculiarities. 
Chlorite  gneiss,  cordierite  gneiss,  tourmaline  gneiss,  garnet  gneiss, 
epidote  gneiss,  sillimanite  gneiss,  albite  gneiss,  muscovite  gneiss,  bio- 
tite  gneiss,  two-mica  gneiss,  plagioclase  gneiss,  and  orthoclase  gneiss 
are  names  of  this  kind.  The  sedimentary  varieties  are  also  named 
genetically,  as  peUte  gneiss,  psanmiite  gneiss,  arkose  gneiss,  etc., 
according  to  the  derivation  of  the  rock  from  shaly,  sandy,  or  arkose 
materials. 

The  following  analyses  of  gneiss,  with  the  exception  of  the  Cana- 
dian example,  were  made  by  the  chemists  of  the  United  States 
Geological  Survey. 

1  Handbook  of  Rocks,  3d  ed.,  p.  133. 

2  BalL  Geol.  Soc  America,  vol.  7, 1895,  p.  122. 

*  llitth.  Or.  badlsch.  geol.  Landesanstalt,  vol.  4,  Heft  1,  ISM 

*  Skmente  der  Qestalnslehn,  2d  ed.,  p.  4S4. 
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Analyses  of  gneisses. 

A.  Sedimentary  gnels,  St.  Jean  de  Matha,  Quebec,  Canada.  Analysis  by  N.  N.  Evans.  Described 
by  F.  D.  Adams,  Am.  Jour.  Sd.,  3d  ser.,  vol.  50, 1895,  p.  67.    Adams  gives  several  other  analyses  of  gneises. 

B.  Quarts-btotite-gamet  gneiss.  Fort  Ann,  New  York.  Analysis  by  W.  F.  Hillebrand.  Reported  by 
J.  F.  Kemp  to  contain  quarts,  garnet,  biotlte,  ortbodase,  some  plaglodase,  and  siroon. 

C.  Average  sample  of  mica  gneiss,  near  Philadelphia,  Pennsylvania.  Analysis  by  HUlebraod.  De- 
scribed by  F.  Baaoom,  Maryland  Qeol.  Survey,  Cecil  County  volume,  1903,  p.  116.  Contains  quarts,  mosoo- 
vite,  feldspars,  and  minor  accessories. 

D.  Gneiss  from  Dorsey's  Run,  Maryland.  Analysis  by  Hillebrand.  Described  by  C.  R.  Kieyes,  Fif- 
teenth Ann.  Rept.  U.  S.  Oeol.  Survey,  1895,  p.  697.    Probably  of  sedimentary  origin. 

E.  Gneiss,  probably  sedimentary,  Great  FaUs  of  the  Potomac.  Analysis  by  Hillebrand.  Described  by 
G.  H.  WiUlams,  Fifteenth  Ann.  Rept.  U.  S.  Geol.  Survey,  1895,  p.  670. 

F.  Biotlte  gneiss.  Upper  Quinneseo  Falls,  Menominee  River,  Michigan.  Analysis  by  R.  B.  Riggs. 
Described  by  G.  H.  Williams,  Bull.  U.  S.  Geol.  Survey  No.  62, 1890,  p.  119.  Contains  biotlte,  soda  ortfao- 
dase,  quarts,  and  accessory  sphene,  eiroon,  and  apatite. 

G.  Quart^norlte  gneiss,  Odessa,  Minnesota.  Analysis  by  H.  N.  Stokes.  Described  by  W.  8.  Baytey. 
Bull.  U.  S.  Geol.  Survey  No.  150, 1898,  p.  358.  Contains  quarts,  plaglodase,  and  pyroxene,  with  accessory 
blotita,  garnet,  pyrite,  and  magnetite. 
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In  a  broad  way  the  general  order  of  change  from  clay  to  slate, 
shale,  and  metamorphic  schists  is  well  shown  by  a  series  of  averaged 
analyses  compiled  by  C.  R.  Van  Hise.*  The  analyses  chosen  for 
combination  were  all  of  pelitic  material. 

1  A  treatise  on  metamorphism:  Mon.  U.  8.  GeoL  Survey,  vol.  47, 1904,  pp.  890, 891, 896.    The  data  are  aU 
to  be  found  in  Bull.  U.  S.  QeoL  Survey  No.  419, 1910;  the  shale  average  on  p.  10. 
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A.  ATerage  of  12  analyses  of  days  and  soUs. 

B.  Average  or  composite  analysis  of  78  shales. 

C.  Average  of  22  analyses  of  slates. 

D.  Average  of  5  analyses  of  schists. 
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In  these  figures,  reading  from  clay  to  schist;  we  see  a  steady  loss 
of  water  and  of  carbon  dioxide.  The  latter  has  been  gradually 
replaced  by  silica;  and  silica  has  also  increased  in  proportion  by  its 
assumption  as  a  cementing  substance.  Ferric  iron,  furthermore,  is 
partly  reduced  to  the  ferrous  state,  and  there  is  an  apparent  gain  in 
alumina,  which  may  be  partly  real,  and  so  far  due  to  cementation. 
The  averages  represent  too  few  individual  analyses  to  warrant  any 
elaborate  discussion  of  them,  but  they  serve  to  illustrate  the  general 
tendency  of  the  metamorphic  processes. 

METAMORPHIC    UMESTONES. 

The  metamorphism  of  Umestone  is  affected  by  a  variety  of  processes 
which  are  quite  distinct  in  many  particulars  from  those  outlined  in 
the  precediag  pages.  A  pure  or  relatively  piu*e  limestone  may 
recrystallize  into  a  compact  marble,  as  shown  in  the  chapter  upon 
the  sedimentary  rocks.  If  it  contains  magnesium  carbonate,  dolo- 
mite is  produced;  and  the  presence  of  iron  may  determine  the  for- 
mation of  mixed  carbonates,  such  as  ankerite  or  mesitite.  These 
changes  are  of  the  simplest  character  and  call  for  no  further  dis- 
cussion now. 

101381°— Bull.  491—11 ^38 
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But  pure  limestoneB  are  relatively  rare.  Saady  or  argillaceous 
impurities  are  generally  present,  and  also  silicates  produced  by 
reactions  with  infiltrating  waters.  YHien  limestones  of  this  sort  are 
metamorphosed,  either  dynamically  or  by  contact  with  igneous  injec- 
tions, new  minerals  are  generated,  and  the  range  of  possibilities 
becomes  very  broad.  Each  impurity  exerts  its  own  peculiar  influ- 
ence, and  operates  to  develop  certain  individual  substances.  Organic 
matter,  for  example,  furnishes  the  material  for  graphite,  which  is 
very  common  in  metamorphosed  limestones.  In  the  Adirondack 
region  there  are  numerous  beds  of  white,  crystalline  limestone,  thickly 
spangled  with  brilliant  hexagonal  plates  of  graphite;  and  these 
localities  are  typical  of  many  others. 

When  silica  is  the  sole  impurity  of  importance,  it  can  ciystallize 
as  quartz,  or  react  with  the  calcium  carbonate  to  form  the  silicate^ 
wollastonite.  No  more  limpid  crystals  of  quartz  are  known  than  those 
found  in  the  cavities  of  Carrara  marble.  As  for  wollastonite, 
CaSiO,,  it  is  often  formed  at  contacts  between  limestone  and  igneous 
rocks,  and  it  is  also  found  disseminated  through  schists  and  gneisses. 
It  must  be  remembered  that  shales  and  sandstones  often  contain 
calcareous  matter,  which  undei^oes  the  same  transformations  that 
the  concentrated  limestones  experience.  Calcium  carbonate  in  a 
siliceous  sedimentary  rock  may  easily  become  the  progenitor  of 
wollastonite,  garnet,  scapolite,  epidote,  and  other  calciferous  species. 
Carbon  dioxide  is  expelled,  and  silicates  are  produced. 

The  development  of  wollastonite  at  an  igneous  contact,  or,  indeed, 
in  any  metamorphic  rock,  has  peculiar  geologic  significance.  E.  T. 
Allen  and  W.  P.  White*  have  shown  that  this  mineral  can  be  formed 
only  at  temperatures  not  exceeding  1,180^.  Above  that  temperature 
it  passes  into  the  pseudohexagonal  modification,  which  has  ofteQ 
been  prepared  artificially,  but  is  unknown  as  a  natural  species.  The 
presence  of  wollastonite,  then,  is  evidence  that  the  rock  containing  it 
had  recrystallized  at  some  temperature  below  the  transition  point. 
If  that  degree  of  heat  were  ever  exceeded  in  a  contact  zone,  we  should 
expect  the  pseudohexagonal  silicate  to  appear;  since  it  does  not,  we 
are  justified  in  assuming  that  this  form  of  metamorphism  is  always 
effected  at  lower  temperatures.  We  thus  obtain  a  definite  datum 
point  in  what  has  been  called  the  "geologic  thermometer." 

The  recrystallization  of  a  sedimentary  limestone  containing  limo- 
nitic  impurities  or  hydroxides  of  aliuninum  will  obviously  produce 
inclusions  of  magnetite,  hematite,  or  corundum.  Magnetite  has  often 
been  identified  in  crystalline  limestones,  and  similar  occinrences  of 
corundum  are  not  uncommon.    The  Burmese  rubies,  for  example,  are 

1  Am.  Jour.  Sd.,  4tli  ser.,  vol.  21,  1906,  p.  89.    Tho  memoir  is  prefaced  by  a  note  from  O.  F.  Beokw. 
who  points  out  the  geologic  bearing  of  the  observations. 
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found  in  crystalline  limestone,  and  so,  too,  are  the  red  and  blue 
corundums  of  N  ewton,  N  ew  Jersey.  When  alumina  and  silica  are  pres- 
ent together,  the  reaction  with  calcium  carbonate  leads  to  the  forma- 
tion of  various  silicates,  the  conditions  which  determine  the  appear- 
ance of  each  one,  however,  not  being  definitely  known.  Cinnamon 
garnet,  vesuvianite,  epidote,  zoisite,  and  the  scapolites  are  among  the 
species  which  appear  most  frequently.  Gehlenite  also  occurs,  but 
more  rarely — ^for  example,  in  marble,  at  the  classical  locality  of  Mon- 
zoni  in  the  Tyrol.^  Metamorphosed  limestone  with  inclusions  of 
this  class  are  conmion;  for  instance,  in  a  belt  extending  from  south- 
western Maine  to  central  Massachusetts.  From  two  points  in  this 
belt,  at  Raymond  and  Phippsburg,  Maine,  crystallized  anorthite  has 
also  been  identified  by  analyses  made  in  the  laboratory  of  the  United 
States  Greological  Survey.'  The  other  feldspars  as  well,  albite,  ortho- 
clase,  and  the  plagioclases,  are  known  as  contact  minerals  or  inclu- 
sions in  crystalline  limestones,'  and  also  the  micas  muscovite,  biotite, 
and  phlogopite.  Phlogopite  is  essentially  a  mineral  of  this  group  of 
rocks,  its  formation  and  that  of  biotite  requiring  the  presence  of 
magnesium  compounds.  To  form  scapoUtes,  sodium  chloride  is  neces- 
sary, but  that  may  easily  come  from  percolating  waters,  or  from 
apatite.  The  alkalies  required  by  the  feldspars  and  micas  may  have 
a  similar  origin,  or  else  be  derived  from  impurities  in  the  sediments 
from  which  the  limestones  were  formed. 

Nearly  all  limestones  are  more  or  less  magnesian  or  ferruginous, 
facts  which  determine  the  formation  of  many  metamorphic  minerals. 
Magnesia,  for  instance,  may  crystallize  by  itself  as  periclase,  and 
that  species  alters  into  brucite.  Magnesia  and  alumina  together  give 
rise  to  spinel.  With  silica,  magnesian  silicates,  often  ferriferous, 
may  form,  such  as  forsterite,  olivine,  enstatite,  and  hypersthene. 
With  lime  and  magnesia  together,  monticelhte  is  produced,  and  also 
a  wide  range  of  pyroxenes  and  amphiboles.  Augite,  hornblende, 
diallage,  diopside,  actinolite,  and  tremolite  are  common  in  metamor- 
phic limestones,  and  the  minerals  of  the  chondrodite-humite  series 
are  also  characteristic  of  these  rocks  in  many  localities.  The  white, 
yellow,  and  brown  magnesian  tourmalines  are  other  species  of  this 
class.  Furthermore,  the  oKvines,  pyroxenes,  amphiboles,  and  chon- 
drodites  alter  into  serpentine  and  talc,  forming  the  ophicalcite  mar- 
bles or  verde  antique.* 

1  See  C.  Doelter,  Jabrb.  K.-k.  geol.  Relchsanstalt,  1875,  p.  239.  Doelter  also  reports  hematite  in  these 
marbles;  and  it  has  been  identified  by  G.  d' Achiardl  in  Carrara  marble. 

*  Bull.  U.  S.  Oeol.  Survey  No.  220, 1903,  p.  27.  Anorthite  also  occurs  in  the  marble  of  Monsoni,  in  the 
Tyrol.    See  O.  vom  Rath,  Zeitschr.  Deutach.  geoi.  Qesell.,  vol.  27, 1875,  p.  379. 

s  See,  for  example,  O.  Linck,  Neues  Jalirb.,  1907,  p.  21,  on  orthoclase  from  the  dolomite  of  Cami>olongo. 

*  In  Hon.  U.  S.  Geol.  Survey,  vol.  46,  1904,  p.  221,  W.  S.  Bayley  described  a  taloose  schist  from  the 
Aragon  iron  mine.  Michigan,  which  was  probably  derived  ttam  a  dolomite.  An  analysis  of  it,  by  O.  Stei  • 
ger,  is  given,  and  also  its  mlneralogical  oampoaitfon. 
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In  a  Scottish  dolomitic  marble  containing  forsterite,  tremolite, 
diopside,  and  brucite,  J.  J.  H.  Teall  *  has  observed  a  dedolomitizar 
tion  due  to  the  silication  of  the  double  carbonate.  That  changes  to 
diopside  without  change  of  ratios,  and  the  partly  altered  rock  shows 
the  two  species  in  juxtaposition.  The  metamorphosis  was  effected 
by  a  plutonic  intrusion,  and  where  silica  was  deficient,  brucite 
appeared.  Probably  in  the  latter  case  magnesium  carbonate  was  first 
reduced  to  periclase,  MgO,  which  was  later  hydrated  to  brucite, 
MgOjHj.  The  mixture  of  calcite  and  brucite  is  identical  with  the 
predazzite  of  the  Tyrol.^  It  may  be  noted  here  that  certain  of  the 
Adirondack  limestones  are  regarded  by  J.  F.  Kemp  *  as  having  been 
originally  siliceous  dolomites,  in  which  the  silica  and  magnesia  have 
segregated  as  pyroxene.  In  northern  New  Jersey,  according  to  L.  G. 
Westgate,*  a  quartz  rock  and  a  quartz-pyroxene  rock  have  been 
formed  by  the  metamorphism  of  Hmestones. 

In  addition  to  the  minerals  already  named,  the  crystalline  lime- 
stones contain  many  other  less  important  species.  Apatite,  fluorite, 
rutile,  perofskite,  titanite,  dysanalyte,  and  zircon  are  among  them. 
By  the  reduction  of  sulphates,  a  considerable  number  of  sulphides 
may  be  formed.  At  Carrara,  for  instance,  G.  d'Achiardi*  found 
realgar,  orpiment,  sphalerite,  pyrite,  arsenopyrite,  galena,  chalcocite, 
and  tetrahedrite,-  and  also  native  sulphur  and  gypsum.  Pyrrhotite 
and  molybdenite  have  been  identified  at  other  localities,  and  in  the* 
famous  Binnenthal,  in  Switzerland,  several  rare  sulphosalts  occur 
in  a  crystalline  dolomite.  In  short,  the  list  of  minerals  now  known 
as  existing  in  metamorphosed  limestones  must  comprise  at  least 
70  species,  and  possibly  more.' 

The  rocks  thus  formed  from  limestones  and  dolomites,  or  from 
mixtures  of  these  with  siHceous  material,  can  vary  from  a  nearly 
pure,  recrystaUized  carbonate  to  an  indefinite  a^regate  of  silicates 
alone.  Even  in  a  single  bed  the  rocks  may  range  from  one  extreme 
to  the  other.  Analyses  of  such  rocks,  therefore,  have  little  signifi- 
cance and  are  not  often  made.  Three  examples  from  the  silicate  side 
of  the  group  may  serve  to  illustrate  the  variety  of  composition: 

1  Oeol.  Mag.,  1903,  p.  513.  A  similar  example  is  reported  by  F.  H.  Hatch  and  R.  H.  Rastall,  Quart 
Jour.  Oeol.  Soc.,  vol.  66, 1910,  p.  507. 

«  See  ante,  pp.  644, 546. 

I  Bull.  Geol.  Soc.  America,  vol.  6, 1894,  p.  241.  In  the  same  volume,  p.  263,  C.  H.  Smyth  diecuasee  another 
group  of  Adirondack  limestones  which  were  metamorphosed  along  contacts  with  gabbro. 

« Am.  Geologist,  vol.  14, 1894,  p.  306. 

*  Atti  Soc.  toscana  ad.  nat.,  Pisa,  vol.  21, 1905. 

«  A  list  is  given  by  F.  Zirkel  in  Lehrbuch  der  Petrographie,  2d  ed. ,  vol.  3,  p.  448.  See  also  B.  Llndemann 
Neues  Jahrb.,  Bell.  Bd.  19, 1904,  p.  197.  For  the  Ceylonese  localities,  see  A.  K.  Coom4iar6w&my,  Quart 
Jour.  Oeol.  Soc.,  vol.  58, 1902,  p.  399.  J.  F.  Kemp  and  A .  HolUck  have  described  the  crystalUne  UmestODM 
of  Warwick,  New  York,  \n  Annals  New  York  Acad.  Sci.,  vol.  7,  1808,  p.  644. 
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Arudyses  of  metamorphic  Hlicate  rocks. 

A.  WoUastonite  gDebs,  Amador  Coontyi  GaUfoinla.  Analysis  by  W.  F.  HiUebrand.  Described  by 
H.  W.  Turner,  Seyenteenth  Ann.  Rept.  U.  S.  Oeol.  Survey,  pt.  1, 1896,  p.  521.  Consists  mainly  of  woUas- 
tonite,  but  gaixiet,  qttartz,  and  tltanite  are  also  present. 

B.  Fiebnite  rock,  Black  Forest,  Qermany.  Analjrsls  by  C.  Schnarrenberger.  Described  by  H.  Rosezir 
boach,  Mitt.  Gr.  badiach.  geoL  Landesanstalt,  vol.  5,  Heft  1, 1905.  Estimated  to  contain  46.2  per  cent 
prehnite,  37.9  albite,  13.8  actlnollte,  and  3.2  kaolin  and  nontronite.  Probably  formed  from  a  marl  con- 
taining 34.6  per  cent  of  carbonates  vlth  65.5  silicates  and  qoarts. 

C.  Garnet  rock,  Black  Forest.  Analysis  by  Schnarrenberger.  Described  by  Rosenbusch,  loc.  cit. 
Probably  derived  troim  an  original  mixture  of  48  per  cent  carbonates  and  52  of  silicates,  chiefly  kaolin. 
Contains  about  75  per  cent  garnet,  10  per  cent  aoda-potash  mica,  and  15  per  oent  hornblende. 


SiOa-. 

MgO, 
CaO- 
NaoO. 

TiOa- 
MnO. 


50.67 

6.37 

.31 

.50 

.58 

40.34 
.14 
.22 
.39 
.20 
.52 

trace 


100.24 


50.65 

19.54 

3.34 

none 

3.92 

16.11 

3.91 

.84 

a  3. 10 

trace 


100.41 


41. 01 

18.50 

6.57 

11.06 

11.02 

10.31 

.48 

.31 

1.18 


100.44 


a  Loss  on  ignition. 
DIAGNOSTIC    CRITERIA. 

It  is  generally  desirable,  but  not  always  easy,  in  the  study  of  a 
metamorphic  rock,  to  determine  whether  it  was  of  igneous  or  sedi- 
mentary parentage.  For  this  purpose  various  criteria  have  been 
proposed,  and  chemical  analysis  furnishes  some  of  them.  On  the 
chemical  side  the  problem  has  been  well  discussed  by  E.  S.  Bastin,^ 
who  points  out  a  number  of  possibihties. 

First,  a  study  of  analyses  by  the  methods  laid  down  in  the  quan- 
titative classification  of  igneous  rocks.  In  many  cases  the  "norm" 
of  a  sedimentary  rock  is  identical  with  that  of  some  igneous  rock  as 
shown  in  Washington's  tables.'  In  such  instances  no  definite  con- 
clusion can  be  reached  from  chemical  evidence  alone.  But  if  the 
"norm"  agrees  with  that  of  no  known  igneous  rock,  the  analysis 
probably,  but  not  certainly,  indicates  a  sedimentary  origin. 

Secondly.  The  manner  in  which  the  sedimentaries  are  formed 
suggests  other  chemical  criteria.  In  most  igneous  rocks  soda  is  in 
excess  of  potash,  but  decomposition  changes  the  ratio,  which,  in 

1  Joar.  Geology,  vol.  17, 1900,  p.  445. 

>  For  example,  an  amphlbollte  derived  from  limestone  was  shown  by  F.  D.  Adams  (Joar.  Geology,  vol. 
17, 1000,  p.  1)  to  foU  mider  the  headhig  of  auyergnose. 
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sedimentary  rocks,  is  often  reversed.  Dominance  of  potash  over 
soda,  then,  is  an  indication  of  sedimentary  origin.  Dominance  of 
magnesia  over  hme  is  another  similar  criterion,  and  any  excees  of 
alumina  over  the  1  : 1  ratio  necessary  to  balance  lime  and  alkalies 
is  still  another.  Unusually  high  silica  also  affords  presumptive  evi- 
dence, which  by  itself  is  not  conclusive,  that  a  rock  was  derived  from 
sediments.  When  two  of  these  criteria  are  applicable  to  a  meta- 
morphic  rock,  there  is  a  strong  presumption  established  in  favor  of 
its  former  sedimentary  character.  When  three  apply,  the  conclu- 
sion is  almost  certain,  and  the  concurrence  of  all  amounts  to  positive 
proof.  The  analyses,  however,  must  relate  to  fresh,  unweathered 
material,  and  the  criteria  proposed  apply  only  to  siUcates  which  might 
be  metamorphosed  plutonics  or  eruptives. 
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CHAPTER  XV. 

METALLIC  ORES. 

DEFINITION. 

From  a  strictly  scientific  point  of  view,  the  tenns  metallic  ore  and 
ore  deposit  have  no  clear  significance.  They  are  purely  conventional 
expressions,  used  to  describe  those  metalliferous  minerals  or  bodies 
of  mineral  having  economic  value,  from  which  the  useful  metals 
can  be  advantageously  extracted.  In  one  sense,  rock  salt  is  an  ore  of 
sodium,  and  limestone  an  ore  of  calcium;  but  to  term  beds  of  these 
substances  ore  deposits  would  be  quite  outside  of  current  usage. 

In  the  previous  chapters  of  this  work  several  forms  of  ore  deposit 
have  been  described;  and  therefore  the  present  chapter  is  in  some 
measure  supplementary.  Its  purpose  is  to  deal  with  the  subject  more 
fully,  and  especially  to  give  details  concerning  certain  groups  of  ores 
which  have  been  left  out  of  account  hitherto.  Little  has  been  said 
so  far  of  the  sulphides,  and  these  are  among  the  most  important  of 
economic  minerals.  Their  genesis,  their  deposition  in  veins  or  pock- 
ets, their  alterations  and  transferences  are  yet  to  be  considered. 

Upon  the  classification  of  ore  deposits  there  has  been  much  contro- 
versy, and  various  systems  are  in  vogue.  ^  To  the  geologist  or  miner 
this  question  is  most  important;  to  the  chemist  it  is  less  fundamental. 
Regarded  from  the  genetic  side,  a  large  part  of  the  field  has  been 
already  covered;  and  it  is  easy  to  see  that  many  ore  deposits,  if  not 
all,  fall  under  the  headings  of  earUer  chapters.  For  example,  cer- 
tain metaUic  ores  occur  as  volcanic  sublimates;  others,  Uke  the  titan- 
iferous  magnetites,  are  magmatic  segregations,  or  local  developments 
of  igneous  rocks.  The  sands  and  gravels  that  yield  chromite,  tin- 
stone, gold,  platinum,  etc.,  are  detrital  in  character;  many  manganese 
and  iron  ores  are  sedimentary  rocks,  and  from  the  latter  metamorphic 
beds  of  magnetite  or  hematite  are  derived.    Some  ore  bodies  are  resi- 

1  For  recent  papers  and  works  on  this  subject,  see  F.  PoSepn^,  Trans.  Am.  Inst.  Min.  Eng.,  vol.  23, 1893, 
p.  197;  J.  H.  L.  Vogt,  idem,  vol.  31, 1901,  p.  126;  L.  De  Launay,  Contribution  2i  I'dtude  des  gites  mdtalii- 
fdres,  Paris,  1897;  J.  F.  Kemp,  Ore  deposits  of  the  United  States  and  Canada,  New  York,  1900;  W.  H. 
Weed  and  J.  E.  Spuir,  Eng.  and  Min.  Jour.,  voL  75, 1903,  p.  256;  R.  Beck,  Lehre  von  den  Endagecstfttten, 
Berlin,  1903,  and  its  English  translation  by  Weed,  New  York,  1905;  A.  W.  SteUner  and  A.  Bergeat,  Die 
ErzLageist&tten,  Leipzig,  1904;  C.  R.  Van  Hise,  A  treatise  on  metamorphism:  Mon.  U.  S.  Geol.  Survey, 
vol.  47,  1904,  chapter  12;  W.  H.  Weed,  Trans.  Am.  Inst  Min.  Eng.,  vol.  33, 1903,  p.  717;  C.  R.  Keyes, 
idem,  vol.  30,  1900,  p.  323;  G.  Gtlrich,  Zeitschr.  prakt.  Geologle,  1899,  p.  173;  F.  Beyscblag,  P.  Krusdh, 
and  J.  H.  L.  Vogt,  Die  Lagerstatten  der  nutsbaren  Mineralien  und  Gesteine,  Stuttgart,  1910. 
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dues  from  the  concentration  of  limestones;  others  represent  meta- 
somatic  replacements;  others  again  are  deposited  or  precipitated 
from  solutions.  In  short,  an  ore  body-  is  simply  a  concentration  of 
certain  compounds  of  certain  metals  effected  by  processes  with  which 
we  are  already  familiar.  Since,  however,  each  metal  forms  its  own 
special  compounds,  and  exhibits  reactions  peculiar  to  itself,  it  is  best 
for  chemical  purposes  to  adopt  a  chemical  classification,  with  which 
the  broad,  general  principles  can  be  correlated.  Each  metal,  there- 
fore, will  be  treated  by  itself  as  a  chemical  individual  and  from 
a  chemical  point  of  view.  Geologically  it  is  important  to  know 
whether  an  ore  deposit,  laid  down  from  solution,  occupies  the  pores 
of  a  sandstone,  a  Umestone  cavern,  or  a  fissure  in  the  rocks;  and  it  is 
also  desirable  to  ascertain  how  these  cavities  or  ci-evices  were  formed. 
To  the  chemist  these  considerations  are  for  the  most  part  irrelevant; 
but  the  conditions  under  which  given  compounds  can  be  dissolved  or 
precipitated  are  fundamental.  What  are  the  components  of  ore 
bodies  ?  How  were  they  produced  ?  In  what  way  are  they  redistrib- 
uted ?  These  are  some  of  the  questions  which  the  chemist  is  expected 
to  answer.  The  details  must  be  studied  with  reference  to  the  indi- 
vidual metals;  but  some  general  considerations  require  attention  first. 

SOURCE  OF  METALS. 

Although  the  immediate  derivation  of  metallic  ores  is  often  from 
sedimentary  rocks,  the  original  source  of  the  metals  is  to  be  sought 
in  the  igneous  magmas.*  In  igneous  rocks  of  some  sort  the  metals 
were  once  diffused,  and  their  presence  in  eruptive  material  is  easily 
detected.  G.  Forchhammer*  in  a  series  of  rock  samples  found  traces 
of  silver,  copper,  lead,  bismuth,  cobalt,  nickel,  zinc,  arsenic,  anti- 
mony, and  tin,  to  say  nothing  of  the  commoner  metals,  iron  and  man- 
ganese. Some  of  the  same  elements  were  found  in  the  ashes  of  plants, 
which  had  extracted  them  from  the  soil.  From  these  experiments 
Forchhammer  concluded  that  ore  bodies  derived  their  contents  from 
the  neighboring  rocks,  a  conclusion  at  which  other  investigators  have 
also  arrived.  In  an  elaborate  series  of  researches  F.  Sandberger^ 
found  that  the  dark  silicates  of  many  rocks  contained  lead,  copper, 
tin,  antimony,  arsenic,  nickel,  cobalt,  bismuth,  and  silver,  and  upon 
these  facts  he  based  his  famous  theory  of  'lateral  secretion."  That 
is,  Sandberger  concluded  that  metalliferous  veins  derived  their  me- 
tallic contents  by  lateral  leaching  from  adjacent  rocks.  This  theory 
however,  was  subjected  to  much  criticism  by  A.  Stelzner,  F.  PoSepn^, 

iC.  R.  Keyes  (Bull.  Am.  Inst.  Mln.  Eng.,  1910,  p.  527)  has  suggested  the  poosiUe  derivation  of  heavy 
metals  from  meteoritic  matter,  especially  meteoric  dust. 

*  Fogg.  Amialen,  vol.  05,  p.  60. 

s  Untersuchungen  fiber  Erzgftnge,  Wiesbaden,  1882  and  1885.  See  also  Neoes  Jahrb.,  1878,  p.  291,  on 
copper,  lead,  col^alt.  and  antfaaumy  In  basalt. 
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and  others/  it  bemg  shown  that  in  some  instances  at  least  the  country 
rocks  might  have  receiTed  secondary  impregnations  from  the  reins. 
In  other  investigations^  some  earlier  and  some  more  recent^  the  dis- 
semination of  heavy  metals  in  igneous  rocks  is  clearly  proved.  A. 
Daubr6e^  found  determinable  quantities  of  arsenic  and  antimony  in 
basalt — ^namely,  0.01  gram  of  As  and  0.03  of  Sb  to  the  kilogram. 
The  same  metals,  together  with  lead  and  copper,  were  detected  by 
G.  F.  Becker'  in  the  fresh  granites  near  Steamboat  Springs,  Nevada. 
In  the  porphyries  of  Leadville,  Colorado,  W.  F.  HiUebrand^  waa 
able  to  determine  lead.  Out  of  18  samples,  taken  at  points  distant 
from  ore  bodies,  three  contained  no  lead,  the  richest  carried  0.0064 
per  cent,  and  the  average  was  0.002  per  cent  of  PbO.  One  porphyry 
yielded  0.008  per  cent  of  zinc  oxide,  and  a  rhyolite  contained  0.0043 
per  cent.  Silver  was  also  found  in  these  rocks  in  variable  quantities, 
the  best  average  giving  0.0265  ounce  per  ton.  Oold,  though  some- 
times present  in  traces,  was  generally  not  found.  Traces  of  silver  in 
diabase  and  diorite  are  reported  by  G.  F.  Becker*  near  Washoe, 
Nevada,  and  in  the  quartz  porphyry  of  Eureka  J.  S.  Curtis*  found 
both  gold  and  silver.  Silver,  according  to  S.  F.  Emmons,^  is  also 
present  in  the  eruptive  rocks  of  Custer  County,  Colorado,  and  J.  W. 
Mallet  found  it  in  volcanic  ash  from  two  points  in  the  Andes.  Ash 
from  Cotopaxi"  carried  silver  to  the  extent  of  1  part  in  83,600,  and 
ash  from  Tunguragua^  yielded  1  part  in  107,200.  The  latter  quan- 
tity is  very  near  Hillebrand's  average  for  the  Leadville  porphyries 
which  is  equivalent  to  1  part  in  110,000.  In  recent  volcanic  ash  from 
Vesuvius  E.  Comanducci*®  found  0.0854  per  cent  of  copper  oxide, 
with  0.0038  of  cobalt  oxide. 

In  four  rocks — ^granite,  porphyry,  and  diabase  from  the  Archean 
of  Missouri — J.  D.  Robertson"  determined  the  following  percentages 
of  lead,  zinc,  and  copper: 

Pb,  0.00197  to  0.0068;  average,  0.004. 
Zn,  0.00139  to  0.0176;  average,  0.009. 
Gu,  0.00240  to  0.0104;  avenge,  0.006. 

The  adjacent  Silurian  and  Carboniferous  limestones  also  contained 
these  metals,  but  in  slightly  smaller  proportions. 

1  A.  Stelsner,  Zeitschr.  Deutsch.  geol.  Oesell.,  vol.  31, 1879,  p.  044,  and  rejoinder  by  F.  Sandberger,  idem, 
vol.  23, 1880,  p.  350.    P.  PoSepn^,  Trans.  Am.  lost.  Min.  £ng.,  vol.  23, 1893,  pp.  347-264. 
«  Compt.  Rend.,  vol.  32, 1851,  p.  837. 
«  Mon.  U.  8.  Oeol.  Survey,  vol.  13, 1888,  p.  360. 

•  Idem,  vol:  12, 1880,  pp.  591-594. 

» Idem,  vol.  3, 1882,  pp.  223-227.    Aaaays  by  J.  8.  Curtis. 

•  Idem,  vol.  7, 1884,  pp.  80-92. 

'  Seventeenth  Ann.  Rept.  U.  8.  Oeol.  Survey,  pt.  2, 1896,  p.  471.    Assays  by  L.  G.  EaUns. 

•  Chem.  News,  vol.  55, 1887,  p.  17. 

•  Proc.  Roy.  Soc.,  vol.  47, 1890,  p.  277. 

»  Gau.  chim.  Ital.,  vol.  30,  pt.  2, 1906,  p.  797. 
u  Miasoori  Geol.  Survey,  voL  7, 1894,  pp.  479-481. 
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According  to  L.  Dieulafait,^  who  tested  hundreds  of  rocks,  zdnc 
and  copper  are  always  to  be  detected,  and  they  are  also  present  in 
sea  water.  Copper  salts,  it  will  be  remembered,  are  often  found 
among  the  sublimates  of  Yesuyius,  Stromboli,  and  Etna,  and  A.  B. 
Lyons  ^  observed  copper  sulphate  in  the  crater  of  Kilauea.  In  15 
Hawaiian  lavas  Lyons  found  from  0.07  to  0.48  per  cent  of  copper 
oxide;  in  averi^e,  0.18  per  cent.  A  still  lai^er  series  of  igneous  and 
metamorphic  rocks  from  British  Guiana,  analyzed  by  J.  B.  Harri- 
son,^ also  yielded  appreciable  quantities  of  copper,  with  sometimes 
other  heavy  metals.  In  36  rocks  examined  6  contained  no  copper, 
12  contained  it  in  traces,  and  one,  a  feldspathic  tuff,  carried  0.13  per 
cent.  The  average  percentage  of  copper  for  the  entire  series  was 
0.025.  In  23  samples  lead  was  sought  for,  and  found  in  5  of  them, 
the  maximum  percentage  being  0.02  per  cent.  Eight  rocks  yielded 
silver,  from  4  to  54  grains  per  ton  of  2,240  pounds,  in  average,  25.5 
grains;  and  out  of  29  rocks  only  1  was  free  from  gold.  The  highest 
gold  was  43  grains  per  ton;  the  mean  was  6.5  grains. 

In  the  foregoing  pages  only  a  part  of  the  available  evidence  has 
been  presented,  but  it  is  enough  to  establish  the  point  at  issue.  The 
heavy  metals  are  widely  disseminated,  both  in  old  and  in  recent 
igneous  rocks,  from  which,  by  proper  methods,  they  can  be  concen- 
trated. In  the  laboratory  of  the  United  States  Geological  Survey 
such  metals  as  nickel  and  chromium  are  often  quantitatively  esti- 
mated, as  shown  in  the  table  upon  page  27.  Copper  is  determined 
in  exceptional  cases  only,  but  indications  of  its  presence  are  frequently 
observed.  In  a  typical  sample  of  the  Columbia  River  basalt,  which 
covers  a  large  area,  R.  C.  Wells  found  0.034  per  cent  of  copper.  It 
is  probably  as  abundant  as  nickel,  and  possibly  more  so.  Of  its  wide 
distribution  in  igneous  rocks  there  is  no  shadow  of  a  doubt.  From 
the  rocks  all  of  these  metals  are  leached,  and  traces  of  them  accumu- 
late in  the  sea.  They  also  appear  in  many  mineral  springs,^  a  fact 
which  is  capable  of  more  than  one  interpretation.  Such  a  spring 
may  derive  its  contents  from  dispersed  material,  or  it  may  rise  from  a 
segregated  body  of  ore;  its  composition,  therefore,  merely  tells  us 
that  the  metalliferous  compounds  are  more  or  less  freely  soluble. 
The  true  origin  of  the  latter  is  not  thereby  explained. 

1  Axmaleschim.  phys.,  6th  ser.,  vol.  18, 1879,  p.  849;  vol.  21, 1880,  p.  266. 

s  Am.  Jour.  ScL,  4tli  ser.,  vol.  2, 1896,  p.  424.  In  andesite  from  Laatoka,  F^l,  H.  I.  Jeoaen  trand  OJXU 
per  cent  of  copper,  on  an  average.    Chem.  News,  vol.  96, 1907,  p.  246. 

I  Rept.  on  petrography  of  Cuyuni  and  Mazaruni  districts,  Georgetown,  Demeran,  1906.  On  gold  and 
silver  in  diabase,  French  Ouiana,  see  E.  D.  Levat,  Annales  des  mines,  9th  ser.,  vol.  18, 1888,  p.  386;  and 
also  in  Min.  Industry,  vol.  7,  p.  316. 

*  See  p.  177,  ante,  for  examples.  The  traoesof  heavy  metals  whidh  spring  watenoontain  are  often  more 
easily  detected  in  their  sediments;  that  i^,  th«y  beoome  ooncentJated  In  the  Insolable  praotpitates  that 
spring  waters  often  deposit. 
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That  sulphides  of  the  heavy  metals  can  be  dissolved  in  or  decom- 
posed by  water  alone,  there  is  some  experimental  evidence.  P.  De 
Clermont  and  J.  Frommel^  found  that  sulphides  of  iron,  nickel, 
cobalt,  antimony,  arsenic,  silver,  and  tin  were  attacked  by  boiling 
water,  hydrogen  sulphide  being  given  off.  Some  were  acted  upon 
even  at  temperatures  below  100'';  As^S^  at  22°,  FeS  at  56*^,  Ag^S  at 
89*^,  and  SbjSj  at  95®.  The  sulphides  of  copper,  zinc,  mercury,  cad- 
mium, gold,  platinum,  and  molybdenum,  treated  in  the  same  way, 
gave  no  evidence  of  decomposition. 

C.  Doelter's  experiments  ^  were  conducted  differently.  The  natural 
sulphides,  in  fine  powder,  were  heated  with  water  in  glass  tubes  to 
80®  during  periods  of  30  to  32  days.  In  a  second  series  of  experiments 
lasting  24  days,  a  solution  of  sodium  sulphide  was  used  instead  of 
water.    The  following  percentages  of  material  passed  into  solution: 

Material  dissolved  from  natural  sulphides  in  water  and  in  sodium  sulphide  solution. 


Water 
alone. 


With 
Bodlum 
sulphide. 


Galena 

Stdbnite 

Pyrite 

Blende 

Chalcop^nrite. 
Bonmonite. . 
Anenopyrite 


L79 

5.01 

2.99 
.025 
.1669 

2.075 

L5 


2.3 
ail 
10.6 
.62 
.11 
3.9 
3.2 


In  most  of  these  experiments,  but  not  in  all,  the  dissolved  substance 
had  the  same  composition  as  the  original  material.  That  is,  the 
minerals  dissolved  as  such,  without  decomposition — a  conclusion  that 
was  strengthened  by  the  observation  that  in  most  cases  new  crystal- 
lizations were  formed." 

According  to  Doelter,  then,  sulphides  may  be  dissolved  and  recrys- 
talli^ed  from  water  alone.  This  is  important,  but  not  a  complete 
indication  of  what  occurs  in  nature.  Natural  waters,  as  we  well 
know,  are  not  pure,  but  charged  with  various  dissolved  salts,  which 
exert  a  varying  influence  upon  the  solution  of  sulphides.  They  also 
contain  carbonic  acid,  and  sometimes  also  the  stronger  mineral 
acids;   and  surface  waters  carry  dissolved  oxygen.     All  of  these 

>  Annales  chim.  phys.,  5th  ser.,  vol.  18, 1879,  p.  189. 

>  Mln.  pet.  mtt.,  vol.  11, 1890,  p.  319.    Research  oonttnued  by  O.  A.  Bhider,  idem,  vol.  12, 1892,  p.  332. 
*  Still  more  recently  O.  Wdgel  (Kachridhten  K.  Oesell.  Odttingen,  Math.-phys.  Klaase,  1906,  p.  525)  has 

determined  the  solubility  in  pare  water  of  the  sulphides  of  Pd,  Hg,  Ag,  Cu,  Cd,  Zn,  Ni,  Co,  Fe,  Mn,  Sn, 
As,  8b,  and  Bl.  AU  were  slightly  soluble.  For  an  abridgment  of  this  paper,  see  Zeitschr.  phydkaL  Chemie, 
ytA.  68, 1907,  p.  293. 
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impurities  take  part  in  the  solution,  concentration,  and  redistribu- 
tion of  metallic  ores,  and  their  effects  are  furthermore  varied  by 
differences  of  temperature.  A  hot  water,  rising  from  great  depths 
and  free  from  oxygen,  produces  one  set  of  changes;  a  cold  surface 
water,  highly  oxygenated,  acts  quite  differently.  Direct  solution  of 
ores  is  more  likely  to  occur  in  the  one  case,  oxidation  to  soluble  salts 
is  commonly  evident  in  the  other.  The  main  fact,  that  solution  is 
effected  in  one  way  or  another,  is  well  illustrated,  not  only  by  the 
composition  of  mineral  springs,  but  also  by  the  analyses  of  mine 
waters.  For  example,  in  a  water  from  a  mine  shaft  near  Broken 
Hill,  J.  C.  H.  Mingaye^  found,  in  grains  per  gallon,  8.40  copper, 
10.67  zinc,  21.82  cobalt,  and  6.71  nickel.  The  water  was  strongly 
acid.  Two  analyses  of  mine  waters  from  the  Comstoek  Lode,  cited 
by  J.  A.  Reid,'  are  accompanied  by  assays  for  gold  and  silver.  The 
more  concentrated  of  these  waters  contained  188.09  milligrams  per 
ton  of  water  in  silver,  with  4.15  milligrams  in  gold.  This  water  was 
also  strongly  acid.  Other  typical  mine  waters  are  represented  in 
the  following  table  of  analyses,  which,  when  not  otherwise  stated, 
were  made  in  the  laboratory  of  the  United  States  Geological  Survey. 
All  are  reduced  to  the  uniform  ionic  standard,  and  to  parts  per 

million.* 

Analyses  of  mine  waters, 

A.  Water  from  aoo>foot  level  of  Qeyser  mine,  Custer  Coonty,  Colorado. 

B.  Same  locality  as  A,  from  the  2,000-foot  level.  Contains  also  traces  of  Br,  I,  F,  and  B^Or.  Analyses 
A  and  B  by  W.  F.  Hillebnind.  Discussed  by  8.  F.  Emmons,  Seventeenth  Ann.  RepL  U.  8.  Geol.  Smrey, 
pt.  2, 1806,  p.  462. 

C.  Water  fh>m  the  Stanley  mine,  Idaho  Swings,  Colorado.  Analyses  by  L.  J.  W.  Jones,  Pioc.  Colorado 
8d.  Soc.,  vol.  6, 1897,  p.  48. 

D.  Hot  water  from  a  bore  hole  2,316  feet  deep,  in  the  lOspah  mine,  ToDopeh,  Nevada.  Analysis  by 
R.  C.  Wells.    Bioarbonates  here  reduoed  to  normal  oarbooates. 

£.  Water  from  8t.  Lawrence  mine,  Butte,  Montana.    Analysis  by  Hlllebiand. 
F.  Water  from  Mountain  View  mine,  Butte,  Montana.    Analysis  by  Hlllebrand.    Contains  a  trace  of 
aisenic. 

0.  Water  from  Alabama  Coon  nUne,  Joplin  district,  Missouri.    Analysis  by  H.  N.  Stokes. 

H.  Water  fh)m  the  Victor  mine,  Joplbi  district  Analysis  by  H.  A.  Buehler  and  V.  A.  GottschsDc 
Eoon.  Geology,  vol.  5, 1910,  p.  28.  The  authors  also  give  three  other  analyses  of  Joplin  mlnfi  vaten.  Their 
study  relates  to  the  oxidation  of  sulphide  ores,  and  they  find  that  pyrite  or  marcaslte  accelerates  the  resc- 
tlvity  of  other  sulphides.  Two  more  analyses  of  slnc-bearing  mine  waters  fh»m  the  Joplin  dbtriet  are 
reported  by  C.  P.  Williams,  Am.  Chemist,  vol.  7, 1877,  p.  286. 

1.  Water  from  the  Burra  Bum  mine,  Duclctown,  Tennessee.  One  of  a  series  of  six  analyses  of  mine 
waters  by  R.  C.  Wells. 

J.  Water  fh»m  the  RothsehOnberger  StoUn,  Ffeibetg,  Saxooj,  at  Its  pohit  of  dtschaffa  Into  th«  Triehlgdi 
Valley.  Analysis  by  FrenKel.  Described  by  H.  MOUer,  Jahrb.  Berg*  u.  Hfitt.  K&nlg.  Sachaen,  1885,  p. 
185.    Discharges  479  kilograms  of  ZnO  daily,  or  175,024  kilograms  per  annum. 

1  Records  Geol.  Survey  New  South  Wales,  vol.  8, 1909,  p.  292. 

*  Bull.  Dept.  Geology  Univ.  California,  vol.  4,  pp.  180, 192.  In  the  same  volume,  p.  332,  A.  G.  Lawaoo 
gives  an  analysis  of  water  from  the  Ruth  mine,  Robinson  district,  Nevada. 

sForotheranalyBesof  mine  waters,  see  J.  A.  Phillips,  Phil.  Mag.,  4thaer.,  voL  42,18n,p.4(>l.  A.Sdinaf, 
Jahrb.  K.-k.  geol.  Rdciuanstalt,  vol.  41, 1891,  p.  35.  A.  C.  Lane,  Proc.  Lake  Superior  Mln.  Inst.,  voL  12, 
1906,  p.  97.  A  few  others  have  already  been  dted  in  the  chapter  on  mineral  aprinffs.  F.  PoAepn^  (Trans. 
Am.  Inst.  Mln.  Eng.,  vol.  23, 1893,  p.  240)  has  tabulated  the  oocuiranoes  of  8n,  Sb,  Co,  and  Aa  In  i 
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A 

B 

C 

D 

E 

CI 

7.9 

43.2 

110.5 

186.40 

161.  70 

1,513.44 

L60 

trace 

198.00 

719.45 

2.85 
146. 41 

L95 
177.67 

L06 

\       3.50 
.57 

8.16 
2,039.51 

35.6 
327.2 

87.9 
trace 

13.0 

S04 

2,672.0 

CO. 

NO, 

^.v.v>;:;:::::::::::::;:: 

'""16.6" 
36.4 
trace 
37.4 

trace 

70.00 
106.27 

3.4 
148.8 

13.1 

Na 

39.6 

Li 

Ca 

187. 15 

68.8 

132.5 

Sr 

Mg 

12.25 
0.4 

93.50 
3.12 

164.82 
3.44 

155.58 

6.3 

.7 

61.6 

A^. : 

83.5 

Y^'f 

}        159.8 
12.0 

Fe^^ 

Mn 

Ni 

}    ■» 

59.1 

Co 

Cu 

trace 
.2 

.02 
.34 

77.05 
49.66 

Zn 

trace 

852.0 

Cd 

41.1 

Pb 

trace 

L35 

Sn 

17.0 

SiO, 

25.9 

24.42 

43.80 

64.8 

47.7 

Total  CO2 

286.25 

3, 140.  73 
2,528.46 

3,002.06 

744.2 
12L2 

4,204.5 
23.7 

P 

Q 

H 

I 

J 

CI 

17.7 

71,053.3 

L5 

6.8 

4L7 

trace 

307.7 

149.2 

85.2 

2.7 
6,153.2 

3.65 
1, 647. 58 

0.1 
6, 664. 0 

12.4 

SO4 

124.8 

PO4 

K.. ;... 

.5 

49.9 

none 

345.3 

25.2 

142.1 

}      474. 6 

L7 

3.20 
13.02 

19.8 
23.4 

Na 

Li 

Ca 

260. 45 

48.60 
n.70 

67.6 

40.6 

433.0 

none 

2, 178. 0 

.2 

46.4 

Mg 

14.5 

Af.,...:...: :::.... 

Fe^^' 

}           6.6 

Fe^^ 

49.8 

13.2 

3.5 

4.6 

45,633.2 

41L2 

142.80 

Mn 

Ni 

Co 

Cu 

3.7 

2,412.0 

9.0 

107.6 

312.1 
199.8 

Zn 

345.10 

8.9 

Cd 

SiOj 

67.4 

23.20 
25L70 

55.6 
129.6 

18.0 

H2SO4,  free 

.....«>••. 

Total  CO, 

117,846.0 
8.9 

9, 727.  5 

2, 751.  00 
87.0 

10, 123. 8 

»  231.  6 

a  A!flOt+  PtOft,  0.8  per  million. 


»244.9iiitheorlgtiia]. 


Analysis  A  represents  vadose  or  superficial  water;  B,  water  from 
the  deep  circulation.  The  difference  in  concentration  is  remarkable. 
Water  F  is  essentially  a  strong  solution  of  copper  sulphate,  formed 
by  oxidation  of  sulphides.  Such  waters  are  common  in  copper  mines, 
and  from  them  the  copper  can  in  many  cases  be  profitably  recovered. 
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The  Ducktown  water  is  also  noteworthy  on  account  of  its  high  pro- 
portion of  ferrous  sulphate.* 

The  phenomena  of  solution,  then,  are  evidently  of  supreme  impor- 
tance in  the  concentration  of  metallic  ores.  This  statement  can  be 
given  the  broadest  possible  construction.  A  magmatic  ore  owes  its 
segregation  to  a  relative  insolubiUty  in  the  magma.  A  residual  or 
detrital  ore  is  formed,  at  least  in  part,  by  the  removal  from  a  rock 
of  the  more  soluble  constituents,  the  less  soluble  thereby  becoming 
concentrated.  Sedimentary  ores  are  deposited  from  solutions,  either 
directly  or  by  precipitation,  and  metalliferous  veins  represent 
another  aspect  of  the  same  processes.  The  original  magmatic  rocks  are 
separated,  by  solution  or  leaching,  into  different  fractions;  and  then, 
by  direct  deposition,  by  precipitative  reactions,  or  by  metasomatic 
replacements,  ore  bodies,  and  especially  vein  fillings,  are  formed.  In 
most  cases,  probably,  the  final,  workable  deposit  is  the  outcome  of  a 
series  of  concentrations,  the  result  of  several  interdependent  proc- 
esses, but  the  underljdng  principles  are  the  same.  By  differences 
of  solubility,  the  constituents  of  the  earth's  crust  are  separated  from 
one  another,  to  be  laid  down  again  under  different  conditions  and  in 
different  places. 

The  two  fundamental  facts  with  which  we  now  have  to  deal  are 
the  dissemination  of  the  heavy  metals  in  the  igneous  rocks  and  the 
circulation  of  the  underground  waters.  Descending,  meteoric  waters 
effect  some  of  the  observed  concentrations;  lateral  secretions  bring 
about  others,  and  waters  ascending  from  unknown  depths  play  their 
part  in  the  complex  of  phenomena.  Whether  these  waters  have  a 
common  origin  or  not  is  unessential  to  the  present  discussion.  It  is 
held  by  some  writers,  notably  by  Suess,  that  certain  of  the  ascending 
waters  arise  from  the  original  magma  and  now  see  the  light  of  day 
for  the  first  time.  This  conception  has  been  correlated  with  the 
notion  that  the  heavier  metals,  by  virtue  of  their  high  specific  gravity, 
are  concentrated  at  great  depths,  from  which  the  solvent  waters 
bring  them  to  the  surface.^  Speculations  of  this  sort  are  interesting, 
but  not  necessary  for  present  purposes.  The  fact  that  the  ascending, 
deep-seated  waters  are  hot,  and  therefore  more  powerful  as  agents 
of  solution,  is,  however,  most  pertinent. 

The  general  principles  governing  the  circulation  of  the  under- 
ground waters  have  been  elaborately  discussed  by  Van  Hise,'  am! 

1  For  the  cemarkable  calduzn  chloride  waters  of  the  Lake  Superior  copper  region  see  ante,  p.  174. 

s  See  L.  De  Launay,  Contribution  k  P6tude  des  gltes  nidtallif&res,  1887,  p.  6;  and  F.  Pofepn^,  Trans  Am. 
Inst.  Kin.  Eng.,  vol.  23, 1893,  p.  206.  J.  H.  L.  Vogt  (Trans.  Am.  Inst.  Mln.  Eng.,  vol.  31, 1901,  p.  12S) 
and  also  C.  R.  Van  Hlse  (A  treatlso  on  metamorphism:  Hon.  U.  S.  Oeol.  Survey,  vol.  47, 1904)  dissent  from 
this  view.  The  importanoe  of  magmatic  waters  as  vein  fillers  has  been  recently  argued  by  A.  C.  Speocfr, 
Trans.  Am.  Inst.  Min.  Eng. ,  vol.  36, 1906,  p.  364.  The  magmatic  waters  are  regarded  by  J.  B.  Sporr  (Boon. 
Geology,  vol.  2, 1907,  p.  781)  as  residues  representiag  the  last  stage  of  magmatio  diflerentlatlDn:  and  in 
them  the  heavier  metals  and  other  veln-flUing  materials  an  supportd  to  bv  amceDtiatM. 

*  A  treatise  on  metamorphism;  Mod.  U.  &  CtooL  Qatvey,  vol.  47,  l{to4,  chaptisr  12. 
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need  not  be  especially  considered  here.  The  arguments  are  mainly 
physical  and  geological,  and  have  only  partial  relation  to  chemistry. 
These  waters,  ascending,  descending,  or  lateral  secreting,  tend  to 
gather  into  trunk  channels,  in  which,  sooner  or  later,  some  of  the 
substances  held  in  solution  are  deposited.  Ore  bodies  are  thus 
formed,  but  only  in  exceptional  cases.  By  far  the  greater  number  of 
veins  are  barren  of  heavy  metals,  or  at  least  so  nearly  barren  that 
they  need  not  be  fiulher  described.  Once  in  a  while  concentrations 
of  heavy  metals  are  produced,  and  in  most  cases,  but  not  invariably, 
they  appear  in  association  with  rocks  of  igneous  origin.^  This  asso- 
ciation seems  to  be  fundamentally  important,  so  far  as  the  metal- 
liferous veins  are  concerned,  and  the  problem  of  their  origin  is  the 
only  one  now  before  us.  Magmatic,  sedimentary,  and  detrital  ores 
fall  under  other  headings. 

An  igneous  effusion  forces  its  way  to  the  surface  of  the  earth, 
thereby  displacing  and  fracturing  the  rocks  which  were  in  its  path. 
As  it  cools  and  shrinks,  other  crevices  are  formed,  through  which 
also  the  mineralized  waters  can  find  a  passage.  These  waters  may 
be  partly  magmatic,  brought  with  the  igneous  matter  from  the 
depths,  or  partly  gathered  from  sedimentary  material;  but  whatever 
may  have  been  their  source,  they  are  heated,  and  therefore  their 
solvent  power  is  increased.  During  solidification,  moreover,  any 
water  that  was  entangled  within  the  molten  rock  is  extruded,  carry- 
ing its  dissolved  load  into  the  open  channels.  A  blend  of  waters  from 
different  sources — deep  seated,  superficial,  and  magmatic — enters 
the  crevices  of  the  rocks,  each  part  of  the  mixture  contributing  its 
share  to  their  filling.  The  solutions  thus  commingled  are,  more- 
over, not  all  alike,  and  therefore  chemical  reactions,  such  as  double 
decompositions  and  precipitations,  become  possible  between  thenu 
The  frequent  concentrations  of  ores  at  points  of  intersection  between 
two  veins  may  possibly  indicate  reactions  of  this  kind.  Thes& 
changes  are  also  complicated  by  reactions  between  intruded  rock  and 
the  formations  which  it  has  penetrated,  and  they  vary  with  varia- 
tions in  the  latter.  Some  ore  deposits  are  evidently  produced  in 
zones  of  contact  metamorphism,  especially  in  limestones,  and  the  ores 
are  then  associated  with  such  characteristic  minerals  as  garnet,  wol- 
lastonite,  pyroxene,  vesuvianite,  and  so  on.*  Aqueous  solutions  take 
part  in  some  of  these  changes,  penetrating  the  walls  of  the  contact 
and  bringing  about  metasomatic  replacements.' 

>  See  Beck's  work  on  ore  deposits.  Also  papers  by  J.  F.  Xemp,  Trans.  Am.  Inst.  Mln.  Eng.,  vol.  31, 
1901,  p.  160;  vol.  33, 1903,  p.  690;  J.  E.  Spurr,  idem,  vol.  33, 1903,  p.  288;  W.  H.  Weed,  Idem,  voL  33,  1903, 
p.  715;  W.  Lindgran,  idem,  vol.  80, 1900,  p.  578. 

*  See  W.  Lindgren,  Trans.  Am.  Inst.  Min.  Eng.,  vol.  31, 1901,  p.  226. 

t  Llndgren,  idem,  voL  30, 1900,  p.  578.  These  contact  depodta  and  metaaomatlc  alterations  ara  flilly 
descdbed  by  liadgren,  who  gives  exoeUent  smnmaries  of  the  earlier  Uteratnie.  Later  papers  by  Llndgren 
oo  en  -depaAta  are  in  Ecoil  Oeok)gy ,  vol.  2, 1907,  pp.  105, 743. 


Digitized  by  VnOOQ IC 


608  THE  DATA  OF  GEOOHEHISTBY. 

In  the  ascent  of  an  igneous  intrusion,  with  its  entangled  waters,  the 
so-called  pneumatolytic  processes  appear  to  have  some  importance. 
The  molten  magma  contains  gases  and  vapors  other  than  the  vapor 
of  water,  as  we  know  from  the  phenomena  of  volcanism.  Whether 
these  gases  are  occluded,  or  evolved  by  reactions  within  the  magma,  is 
not  material  to  the  present  discussion.  In  volcanic  craters  they  form 
subUmates  containing  copper,  iron,  and  other  heavy  metals,  which 
often  consist  of  chlorides.  Ammonium  chloride,  fluorine  compounds, 
and  boric  acid,  which  last  is  volatile  in  steam,  are  other  conmion  sub- 
stances in  volcanic  emanations. 

In  ore  formation  the  magmatic  chlorides  and  fluorides  probably 
have  definite  functions.  In  the  molten  rock  they  convert  some  part 
of  the  heavy  metals  into  compounds  which  are  volatile  at  high  tem- 
peratures and  which  therefore  tend  to  gather  at  the  margins  of  the 
intrusions.  '  There,  being  soluble  in  water,  they  pass  into  solution, 
and  so  find  their  way  into  the  open  channels  wherein  deposition  takes 
place.  With  them  other  substances  are  deposited,  forming  the 
gangue  minerals,  calcite,  quartz,  barite,  fluorite,  etc.,  in  even  larger 
amounts. 

The  heavy  metals,  however,  are  not  laid  down  as  chlorides  or  fluor- 
ides except  in  rare  instances;  but  in  other  forms  chlorine  and  fluorine 
have  acted  as  primary  agents  in  bringing  about  their  concentration, 
and  water  tends  to  hydrolyse  the  salts  thus  formed,  other  solutions 
react  with  them,  and  quite  different  compounds  are  precipitated.  In 
the  case  of  tin  the  oxide  is  commonly  produced;  the  other  metals 
tend  to  appear  as  sulphides.  Chlorine  and  fluorine  act  only  as  tem- 
porary carriers  of  the  metals,  and  when  their  work  is  done  they  enter 
into  other  combinations.  Fluorine  remains  in  a  gangue  min^^, 
fluor  spar;  the  chlorine  returns  into  circulation  as  a  soluble  alkaline 
chloride — that  is,  as  common  salt.     I  cite  only  the  simplest  cases. 

The  pneumatolytic  process  thus  outlined  is  largely  inferential  and 
may  not  be  entitled  to  much  weight.  Neither  is  it  exclusive.  We 
know  that  certain  sulphides  are  magmatic  minerals,  and  we  have  seen 
that  they  can  be  either  dissolved  or  decomposed  by  heated  waters. 
In  the  depths  they  would  pass  into  solution  with  some  evolution  of 
hydrogen  sulphide,  as  shown  by  the  experiments  of  De  Clermont  and 
Frommel  and  in  the  researches  of  Doelter.  The  dissolved  sulphides 
would  be  redeposited  by  the  cooling  solutions,  and  the  hydrogen  sul- 
phide would  serve  as  a  precipitant  for  the  chlorides  or  sulphates 
which  we  assume  to  have  been  otherwise  formed.  The  phenomena 
must  also  vary  as  the  magmatic  waters  happen  to  be  alkaline  or  acid, 
solution  predominating  in  the  one  case  and  decomposition  in  the 
other.  Carbonated  waters  are  to  be  regarded  as  intermediate  waters 
from  this  point  of  view,  which  decompose  sulphides  at  first  and  gen- 
erate actively  solvent  solutions  that  come  into  play  later.    That  is,  a 
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water  containing  alkaline  carbonates  and  free  carbonic  acid  should 
decompose  the  sulphides  at  great  depths  under  the  conditions  there 
existing  of  high  temperature  and  pressure. 

Alkaline  sulphide  solutions  would  thus  be  formed,  in  which  the 
sulphides  of  the  heavy  metals  are  variably  soluble.  In  such  solutions 
the  sulphides  of  tin,  arsenic,  and  antimony  dissolve  freely  and  other 
sulphides  in  veiy  much  smaller  amounts.  A  partial  separation  should 
be  thus  effected,  exactly  as  in  the  operations  of  an  analytical  labora- 
tory. These  suppositions,  however,  need  to  be  tested  by  experiment; 
until  that  has  been  done,  they  are  only  tentative. 

We  can  not  assume  that  all  metalliferous  veins  are  alike  in  origin, 
and  it  is  therefore  unwise  to  generalize  too  sweepingly  about  them. 
We  may,  nevertheless,  imagine  a  typical  case  and  follow  a  series  of 
concentrations  throughout  its  probable  course,  beginning  with  the 
still  unconsolidated  magma.  But  magmas  are  differ^it  and  yield 
veiy  dissimilar  rocks.  One  is  mainly  feldspathic,  another  mainly 
olivine,  and  a  third  solidifies  to  a  pyroxenite.  More  commonly  they 
are  complex  mixtures,  and  in  their  cooling  a  certain  amount  of  differ- 
entiation, the  segregation  of  certain  parts,  takes  place. 

In  order  to  form  an  ore  body  the  magma  must  probably  be  richer 
in  heavy  metals  than  is  usually  the  case.  We  know  that  several  sul- 
phides exist  as  magmatic  minerals  and  that  they  are  more  abundant 
in  some  places  than  in  others,  varying  in  this  respect  just  as  the  feld- 
spars do.  In  other  words,  the  magmatic  constituents  are  not  uni- 
formly distributed  throughout  the  crust  of  the  earth.  A  magma, 
then,  with  more  than  the  average  proportion  of  sulphides,  rises  to  the 
surface  of  the  earth  and  cools  progressively.  In  so  doing  some  seg- 
regation of  sulphides  must  take  place,  and  they  become  thereby  con- 
centrated at  the  margin  of  the  cooling  mass.  The  product  of 
concentration  may  itself  appear  as  a  large  and  distinct  ore  body,  like 
the  Norwegian  pyrrhotites,  or  it  may  be  relatively  trivial;  but  in 
either  case  a  first  step  has  been  taken. 

Upon  this  primary  concentration  the  circulating  waters  may  act, 
and  indeed  have  been  acting  from  the  instant  that  cooling  b^an. 
Obviously,  the  waters  which  first  operate  are  either  those  which  were 
occluded  in  or  generated  from  the  rising  magma  or  which  it  encoun- 
tered earliest  in  the  course  of  its  upward  movement.  These,  there- 
fore, are  ascendiog  waters,  whatever  their  previous  history  may  have 
been.  Their  condition  at  first  is  that  of  highly  superheated  and 
compressed  steam,  for  they  are  above  the  critical  temperature  of  water 
and  can  not  liquefy  until  they  have  partly  cooled.  Below  365*^  they 
become  possibly  liquid  and  heavily  charged  with  matter  dissolved 
from  the  magma  and  the  adjacent  rocks.  Solids  and  gases  are  both 
dissolved,  and  the  ascending  solution,  slowly  cooling  and  mingling 
101381^— BuU.  491—11 39 
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with  other  solutions  as  its  rises,  gradually  deposits  its  burden.  Its 
channel  becomes  filled  with  various  minerals,  ores,  and  gangues,  and 
thus  a  second  stage  in  the  concentration  is  con)pleted. 

Of  this  process  in  detail  we  can  not  form  a  clear  mental  picture. 
The  superheated  solutions,  formed  at  the  beginning  of  the  ascent, 
are  something  of  which  experience  tells  us  very  little.  We  know 
that  water,  at  or  above  its  critical  temperature,  attacks  silicates 
vigorously,  and  that  it  will  even,  as  shown  by  C.  Barus,^  form  a 
mutual  solution  with  glass.  But  how  it  will  act  with  molten  rock 
under  pressure,  what  sort  of  a  solution  it  wiQ  then  develop,  we  do  no^. 
know.  It  is  fair  to  infer  that  the  reactions  will  be  both  energetic 
and  complex,  and  that  supersaturated  solutions  are  likely  to  be  pro- 
duced; but  the  waters  which  ultimately  rise  to  the  surface  as  thermal 
springs  are  at  moderate  temperatures  and  have  lost  much  of  their 
load.  Furthermore,  they  have  been  modified  by  other  waters,  and 
reactions  may  have  occurred  of  which  no  certain  trace  remains.  If 
organic  matter  has  reached  the  solutions  at  any  point,  sulphates 
must  have  undergone  reduction  to  sulphides^  and  the  latter  com- 
pounds would  therefore  appear  in  more  than  one  generation  and  in 
larger  quantities.  A  multitude  of  different  reactions  are  conceivably 
possible,  and  no  one  set  can  be  summarized  which  shall  cover  all 
conditions.  Surface  waters,  descending  and  then  diffusing  laterally, 
leach  great  areas  of  rock  in  the  belt  of  weathering,  and  so  reenforce 
the  filling  of  the  veins.  Without  the  concurrence  of  waters  from  all 
directions  and  for  long  periods  of  time,  the  development  of  large 
ore  bodies  would  be  most  difl&cult  to  explain.  Suppose,  now,  that 
by  a  complex  of  processes,  such  as  have  been  described,  segregative, 
solvent,  pneumatolytic,  and  precipitative,  a  channel  has  become 
filled  with  mineral  matter  and  transformed  into  a  vein.  Suppose 
also  that  the  vein  is  at  first  a  mixture  of  quartz  and  iron  pyrites, 
containing  in  moderate  proportions  admixtures  of  chalcopyrite, 
galena,  and  zinc  blende,  with  minute  but  perceptible  traces  of  silver 
and  gold.  The  vein  rises  from  the  zone  of  anamorphism,  through 
the  belt  of  cementation,  into  the  belt  of  weathering,  where  a  third 
group  of  transformations,  a  new  redistribution  of  material,  occurs. 
These  changes  can  be  followed  without  much  difficulty,  and  their 
character  is  partially  known.^ 

In  the  first  place,  the  surface  waters,  charged  with  oxygen  and 
carbonic  acid,  attack  the  outcrop  of  ores,  oxidizing  them  more  or 
less  completely  to  sulphates.    Sulphuric  acid  or  acid  salts  are  formed 

at  the  same  time,  which  assist  in  the  decomposition  of  the  adjacent 

1   ■  ■  ■   ■  ■- ■ 

iSeeante,  p.  283. 

I  For  a  summary  of  these  alterations,  see  R.  A.  F.  Penrose,  Jour.  Geology,  vol.  2, 18M,  p.  288.  Also  De 
Launay's  memoir,  previously  cited.  An  interesting  paper  by  F«nxx»e  on  the  cauaeB  of  ore  shoots  is  in 
Econ.  Geology,  vol.  5, 1910,  p.  97. 
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rocks.  That  decompositioii  is  more  than  ordinarily  extensive  in  the 
vicinity  of  metalliferous  veins,  and  the  rocks  therefore  acquire  a 
higher  degree  of  permeability  to  the  percolating  waters. 

The  sulphates  thus  formed  differ  in  solubility,  and  are  furthermore 
affected  by  other  substances  contained  in  the  waters.  Gold  is  left  in 
the  free  state,  in  which  condition  it  may  partly  dissolve  in  ferric 
solutions,  but  for  the  most  part  remains  unchanged.  Silver  is  con- 
verted into  chloride,  for  chlorine  is  rarely  absent  in  such  alterative  • 
processes,  and  that  compound  dissolves  with  some  difficulty.  Part 
of  the  silver,  if  much  silver  is  present,  may  be  reduced  to  the  metallic 
form  and  remain  as  native  silver  near  the  surface.  The  iron  salts, 
which  are  ferrous  at  first,  are  soon  oxidized  to  the  ferric  state,  form- 
ing basic  compounds  and  passing  finally  into  hydroxide  or  limonite. 
Some  iron  is  dissolved  and  carried  away;  in  certain  cases  this  is  done 
completely,  but  generally  a  mass  of  limonite  is  left  upon  the  surface, 
the  gossan  or  iron  cap  of  mining  terminology.  At  the  surface,  then, 
there  is  a  concentration  of  iron,  in  which  a  large  part  of  the  gold  and 
possibly  some  silver  is  retained.  The  other  metals  have  been  washed 
away,  more  or  less  perfectly,  and  carried  down  to  lower  levels. 

The  sulphates  of  copper  and  zinc  are  very  soluble;  that  of  lead 
much  less  so.  If  the  descending  waters  contain  much  silica,  silicates 
like  chrysocoUa  and  calamine  are  likely  to  be  formed.  If  carbonates 
are  abundant  in  the  solutions,  malachite,  azurite,  smithsonite,  and 
cerussite  will  appear.  Oxides  of  lead  and  copper  may  also  be  pro- 
duced, and  any  or  all  of  these  substances  are  to  be  found  in  the  oxi- 
dized zone  of  an  ore  body.  Below  this  zone  the  sulphate  solutions 
meet  the  unaltered  sulphides,  and  a  secondary  enrichment  of  them 
becomes  possible.*  The  dominant  sulphide,  pyrite,  reacts  upon  solu- 
tions of  copper  and  zinc  sulphates,  precipitating  both  metals  as  sul- 
phides and  passing  into  solution  as  sulphate  of  iron.  This  reaction 
is  well  known  and  was  established  experimentally.  Thus  at  the 
upper  portion  of  the  unoxidized  ores  there  is  a  concentration  of  copper 
and  perhaps  of  zinc,  below  which  the  original  leaner  ore  continues  to 
its  limit,  whatever  that  point  may  be.  In  this  way  some '  ^  bonanzas  " 
origiuate.  A  separation  of  the  metals  is  effected  at  or  near  the  sur- 
face, and  the  more  soluble  ones  are  concentrated  by  reprecipitation 
below. 

Although  the  broad  general  conception  of  secondary  enrichment 
is  simple  enough,  its  detailed  application  to  specific  cases  is  not  always 
easy.    Complex   solutions   are   acting   upon   complex   mixtures   of 

1  On  seooadary  enrlchineiit,  see  W.  H.  Weed,  Ball.  GeoL  Soc.  America,  vol.  11,  1899,  p.  179;  S.  F. 
Emmons,  Tmis.  Am.  Inst.  Min.  £ng.,  vol.  30, 1900,  p.  177,  and  Weed,  idem,  p.  424;  J.  F.  Kemp,  Econ. 
Geology,  vol.  1, 1905,  p.  11.  On  enrichment  by  ascending  waters,  see  Weed,  Trans.  Am.  Inst  Min.  Eng., 
▼ol.  33, 1903,  p.  747.  On  downward  enrichment,  see  F.  L.  Ransome,  Eoon.  Geology,  vol.  5, 1910,  p.  205. 
Discossion  by  several  writers  of  Ransome's  paper  appears  in  the  same  volmne,  pp.  387, 477, 678.  See  also 
G.  jr.  Bancroft,  Trans.  Am.  Inst.  Kin.  Eng.,  voL  38, 1906,  p.  346,  and  BulL  Am.  Inst.  Min.  Eng.,  1909,  p.  581. 
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minerals,  and  the  reactions  which  take  place  are  very  diverse.  The 
sulphides  differ  in  solubility;  they  form,  with  different  degrees  of 
facility;  and  the  conditions  of  their  precipitation  vary  with  conditions 
of  concentration  and  temperature.  There  are,  however,  several 
researches  on  record,  which  help  to  show  what  may  happen  within  an 
established  ore-body.  As  long  ago  as  1837  E.  F.  Anthon^  studied 
the  precipitation  of  soluble  metallic  salts  by  insoluble  sulphides,  and 
a  similar,  but  much  more  elaborate  series  of  experiments  was  carried 
out  much  later  by  E.  Schurmann.'  In  each  investigation  a  series 
was  established  in  which  the  sulphide  of  any  one  of  the  metals  in  it 
would  be  thrown  down  at  the  expense  of  any  sulphide  lower  in  the 
series.  The  series  foimd  by  Schtirmann  was  as  follows:  palladium, 
mercury,  silver,  copper,  bismuth,  cadmium,  antimony,  tin,  lead, 
zinc,  bickel,  cobalt,  ferrous  iron,  arsenic,  thallium  and  manganese. 
For  example,  if  a  solution  of  copper  were  long  in  contact  with  the 
sulphide  of  any  of  the  metals  following  it  in  the  series,  it  would 
decompose  the  latter  with  precipitation  of  copper  sulphide.  The 
reaction  CuSO^+PbS^CuS+PbSO^  has  been  actually  studied  by 
R.  C.  Wells,"  in  the  laboratory  oiE  the  United  States  Geological 
Survey.  Wells  has  also  investigated  the  precipitation  of  sulphides 
in  pairs,  and  has  found  that  they  are  thrown  down  unequally.  If 
to  a  solution  containing  iron  and  copper  an  alkaUne  sulphide  is  added 
in  excess,  both  metals  are  completely  precipitated.  But  if ,  in  a  neu- 
tral solution,  there  is  a  deficiency  of  the  alkaline  sulphide,  all  the 
copper  is  deposited  before  any  iron  is  thrown  down.  Attempts  to 
form  double  sulphides  by  precipitation  were  unsuccessful;  but 
double  sulphides  such  as  chalcopyrite  are  among  the  most  important 
ores. 

Analogous  to  the  process  by  which  the  sulphides  of  a  vein  may  be 
enriched,  is  another  process  that  often  operates  in  the  formation  of 
quite  different  ore  bodies.  This  process  has  already  been  noted  in 
relation  to  phosphate  rock,  and  it  consists  in  the  precipitation  of 
dissolved  substances  by  limestone.  A  metalliferous  solution,  con- 
taining any  of  the  heavy  metals,  percolates  through  limestone,  and 
double  decomposition  takes  place.  The  heavy  metals,  zinc,  copper, 
iron,  manganese,  etc.,  are  precipitated,  and  calcium  goes  into  solution. 
Reactions  of  this  kind  have  been  experimentally  studied  by  several 
investigators.*    The  diffused  metals,  or  rather  their  compounds,  may 

i  Jour,  prakt.  Chomie,  vol.  10, 1837,  p.  353. 

sLiebfg's  Annalon,  rot.  249, 1888,  p.  326. 

*  Boon.  Geology,  vol.  5, 1910,  p.  1. 

<  See  for  example,  R.  Irvine  and  W.  S.  Anderson,  Proc.  Roy.  Soc.  Edinburgh,  vol.  18, 1800,  p.  52;  W. 
Heigen,  Ber.  Naturforsch.  Gesell.  Freiburg,  vol.  13, 1903,  p.  40;  vol.  15, 1905,  p.  38;  and  Inaugural  disserta- 
tions, Freiburg,  1906»  by  L.  Gaasner  and  C,  Mahlsr. 
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be  concentrated  by  solution  and  consequent  removal  of  the  remaining 
carbonate  of  lime.* 

In  this  bare  outline  of  what  may  be  supposed  to  happen  in  the 
formation  of  a  metalliferous  deposit,  details  have  been  purposely 
left  out  of  account.  Their  consideration  naturally  follows  in  the 
succeeding  pages,  ii^  which  the  metals  are  studied  separately.* 

GOLD.' 

Although  gold  is  one  of  the  scarcer  elements,  it  is  widely  diffused 
in  nature.  It  is  found  in  igneous  rocks,  sometimes  in  visible  particles; 
it  accumulates  in  certain  detrital  or  placer  deposits;  it  also  occurs  in 
sedimentary  and  metamorphic  formations,  in  quartz  veins,  and  in 
sea  water.*  A  notable  amoimt  of  gold  is  now  recovered  from  copper 
ores,  during  the  electrolytic  refining  of  the  copper.  A.  Liversidge® 
found  traces  of  gold  in  rock  salt  from  several  localities,  in  quantities 
of  about  1  to  2  grains  per  ton.  F.  Laur,®  in  Triassic  rocks  taken  from 
deep  borings  in  the  department  of  Meurthe-et-Moselle,  France,  found 
both  gold  and  silver.  The  maximum  amount,  in  a  sandy  limestone, 
was  39  grams  of  gold  and  245  of  silver  per  metric  ton,  but  most  of  the 
assays  ran  much  lower. 

Gold  has  been  repeatedly  observed  as  a  primary  mineral  in  igneous 
or  plu tonic  rocks.  G.  P.  Merrill'  reports  it  in  a  Mexican  granite, 
embedded  in  quartz  and  feldspar.  W.  Moricke^  found  visible  gold 
in  a  pitchstone  from  Chile;  and  O.  Schiebe®  discovered  it  in  an 
oUvine  rock  from  Damara  Land,  South  Africa. 

In  a  series  of  assays  of  rocks  collected  at  points  remote  from  known 
deposits  of  heavy  metals,  L.  Wagoner^®  found  the  following  quanti- 
ties, in  milligrams  per  metric  ton,  of  gold  and  silver.  The  samples 
are  Califomian,  except  when  otherwise  stated.    / 

1  Tho  work  of  Sullivan  on  the  precipitation  of  copper  by  shale,  feldspar,  etc.,  is  noted  later  In  the  section 
of  this  chapter  upon  the  ores  of  that  metal. 

s  The  ores  of  iron,  manganese,  and  aluminum  have  been  sufficiently  described  in  the  chapters  upon  rock- 
forming  minerals,  rock  decomposition,  and  the  sedimentary  rocks. 

*  For  a  list  of  the  Survey  publications  on  gold  and  silver  see  Bull.  470, 1911 . 
« See  ante,  p.  111. 

*  Jour.  Chem.  Soc.,  vol.  71, 1897,  p.  298. 

•  Compt.  Rend.,  vol.  142, 1906,  p.  1409.    Also  in  Compt.  Rend.  Soc.  ind.  mindrale,  Sept.-Oct.,  1906. 

7  Am.  Jour.  Scl.,  4th  ser.,  vol.  1, 1896,  p.  309.  Compare  W.  P.  Blake,  Trans.  Am.  Inst.  Min.  Eng.,  vol.  26. 
1896,  p.  290. 

•  liin.  pet.  Mitt.,  vol.  12, 1891,  p.  195. 

*Zeitactii.  Deutsch.  geol.  Oesell.,  vol.  40, 1888,  p.  611.  For  other  examples  see  Stelzner-Bergeat,  Die 
Erzlagent&tten,  pp.  69-70.  See  also  J.  Catharinet,  Eng.  and  Min.  Jour.,  vol.  79, 1905,  p.  127,  on  gold  In  the 
pegmatite  of  Copper  Mountain,  British  Columbia.  R.  W.  Brock  (idem,  vol.  77, 1904,  p.  511)  reports  gold 
in  British  Columbia  porphyries.  On  primary  gold  in  a  Colorado  granite,  see  J.  B.  Hastings,  Trans.  Am. 
Inst.  Mhi.  Eng.,  vol.  39, 1909,  p.  97. 

MTiaos.  Am.  Inst.  Mhi.  Eng.,  vol.  31, 1901,  p.  806. 
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Gold  and  silver  in  roekijnm  (kJifiindaf  Nevada,  etc. 
[Milligrams  per  metric  too.] 


Granite 

Do 

Do 

Syenite,  Nevada 
Granite,  Nevada 
Sandstone 

Do 

Do 

Basalt 

Diabase 

Marble 

Marble,  Carrara . 


104 

7,660 

137 

1,220 

115 

»40 

720 

15,430 

1,130 

5,590 

39 

540 

24 

450 

21 

320 

26 

547 

76 

7.440 

5 

212 

8.63 

201 

These  figures  suggest  a  very  general  distribution  of  gold  in  rocks 
of  all  kinds.  J.  R.  Don,*  however,  in  an  extended  investigation  of 
the  Australian  gold  fields,  found  that  the  deep-seated  rocks  con- 
tained gold  only  in  association  with  pyrite.  When  pyrite  was  absent, 
gold  was  absent  also.  The  country  rocks  of  the  vadose  r^on,  on 
the  other  hand,  were  generally  impregnated  with  gold,  even  at  a  dis- 
tance from  the  auriferous  reefs,  and  Don  supposes  that  the  metal  was 
probably  transported  in  solution.     This  point  will  be  discussed  later. 

Gold  occurs  principally  in  the  free  state  or  alloyed  with  other 
metals,  such  as  silver,  copper,  mercury,  palladium,  rhodium,  bis- 
muth, and  tellurium.  Leaving  detrital  or  placer  gold  out  of  account, 
its  chief  mineral  associates  are  quartz  and  pyrite.  Its  connection 
with  pyrite  is  so  intimate  that  some  writers  have  argued  in  favor  of 
its  existence  as  gold  sulphide,'  but  the  evidence  in  favor  of  that 
belief  is  very  inadequate.  No  unmistakable  gold  sulphide  has  yet 
been  found  as  a  definite  mineral  species,  nor  is  it  likely  to  form 
except  in  an  environment  entirely  free  from  reducing  agents.  The 
compounds  of  gold  are  exceedingly  unstable  and  the  metal  separates 
from  them  with  the  greatest  ease. 

On  the  petrologic  side  gold  is  most  commonly  associated  with 
rocks  of  the  persilicic  type,  such  as  granite  and  its  metamorphic 
derivatives.  I  refer  now  to  its  primary  occurrences.  It  is  not  rare 
in  association  with  dioritic  rocks,  but  in  rocks  of  subsilicic  character 
it  is  exceedingly  uncommon.     Its  very  general  presence  in  quartz 

I  Trans.  Am.  Inst.  Mln.  Eng.,  vol.  27, 1897,  p.  564.  A.  R.  Andrew  (Trans.  Inst  Kin.  Met.,  voL  19, 1910, 
p.  276)  questions  the  trustworthiness  of  many  such  assays  of  ooontiy  lock.  He  thinks  that  gold  as  an 
impurity  in  litharge  accounts  for  most  of  the  reported  findings. 

s  See,  for  example,  T.  W.  T.  Atherton,  Eng.  and  Min.  Jour.,  vol.  52, 1891,  p.  698;  and  A.  WUllams,  idem, 
vol.  53.  1892,  p.  451.  Williams  cites  an  auriferous  pyrite  from  Colorado  which  yielded  no  gold  on  amal- 
gamation, but  from  which  gold  was  extracted  by  solution  in  ammonium  sulphide.  Gold,  sulphide  Is 
soluble  in  that  reagent,  hence  the  inference  that  it  may  have  been  prosant  in  the  ore.  See  abo  a  ptpa 
by  W.  Skey,  Tians.  New  Zealand  lost,  vol.  3, 1870,  p.  216. 
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veins  is  testimony  in  the  same  direction,  and  suggests  the  probability 

that  gold  is  more  soluble  in  silicic  magmas  than  in  those  richer  in 

bases.     The  auriferous  quartz  veins  were  probably  formed  in  most 

instances  from  solutions;  but  J.  E.  Spurr^  has  ai^ed  that  in  some 

cases  they  are  true  magmatic  segregations.     This  view  was  developed 

by  Spurr  in  his  studies  of  gold-bearing  quartz  from  Alaska  and 

Nevada,  but  it  has  been  questioned  by  C.  R.  Van  Hise*  and  others. 

The  composition  of  native  gold  is  variable.     The  purest  yet  found, 

from  Mount  Moigan,  Queensland,  according  to  A.  Leibius,'  assayed 

as  high  as  99.8  per  cent,  the  remainder  being  mainly  copper  with  a 

trace  of  iron.     Grold  commonly  ranges  from  88  to  95  per  cent,  with 

more  or  less  alloy  of  the  metals  already  mentioned.     The  following 

analyses  well  represent  the  character  of  the  variations: 

• 

Analyses  o/Tiative  gold. 

A.  Gold  from  Persia.    Analyzed  by  C.  Catlett  in  the  laboratory  of  the  United  States  Geological  Survey. 

B.  Elactrum,  Montgomery  County,  Virginia.    Analysis  by  S.  Porcher,  Chem.  News,  vol.  44, 1881,  p.  189. 

C.  D,  E.  Gold  associated  with  native  platinum,  Colombia.  Analyses  by  W.  H.  Seamon,  Chem.  News, 
vol.  46, 1882,  p.  216. 

F.  Amalgam,  Mariposa  County,  Califbmia.  Analysis  by  F.  L.  Sonnenschein,  Zeitschr.  Deutech.  geol. 
Gesell.,  vol.  6, 1864,  p.  243.    Specific  gravity,  16.47.    NearAuHgi. 

G.  Palladium  gold.  Taguaril,  Brazil.  Analysis  by  Seamon,  Chem.  News,  vol.  46,  1882,  p.  216.  See 
Wilm.  Zeitsclir.  anorg.  Chemie,  vol.  4, 1893,  p.  300,  on  palladium  gold  from  the  Caucasus.  Also  E.  Hussak, 
Zeitschr.  prakt.  Qeologie,  1906,  p.  284,  on  palladium  gold  in  Brazil. 

H.  Maldonite,  or  "black  gold,''  Maldon,  Victoria.  Analysis  by  R.  W.  £.  Maclvor,  Chem.  News,  vol. 
56, 1887,  p.  191.    An  alloy  near  AuiBl. 


A 

B 

c 

D 

E 

F 

G. 

H 

Au 

93.24 

6.65 

none 

65.31 

34.01 

.14 

84.38 

13.26 

1.85 

80.12 

2.27 

15.84 

84.01 
7.66 

39.02 

91.06 
trace 

65.12 

Ag 

"o  ■  * 

Cu 

Hg 

7.06 

60.98 

p|:::;: : 

8.21 

Bi 

34.88 

Fe 

.11 

.20 
.34 

trace 

trace 

OiiArtz 

100.00 

100.00 

99.49 

98.23 

98.73 

100.00 

99.27 

100.00 

The  telln rides*  containing  gold  are  also  variable  in  composition, 
partly  because  most  of  them  contain  silver,  and  often  other  metals, 
which  may  be  only  impurities.'  Kalgoorlite  and  coolgardite,  for  ex- 
ample, which  are  tellurides  of  gold,  silver,  and  mercury,  are  mixtui'es 

1  See  papers  in  Trans.  Am.  Inst.  Hin.  Eng.,  vol.  33, 1903,  p.  288;  vol.  36, 1906,  p.  372.  Also  Econ.  Geology, 
vol.  1,1906,  p.  369. 

*  A  treatise  on  metamorphism:  Mon.  U.  S.  Geol.  Survey,  vol.  47, 1904,  pp.  1048-1049.  See  also  J.  B.  Has- 
tings, Trans.  Am.  Inst.  Min.  £ng.,  vol.  36, 1906,  p.  647.  Hastings  regards  the  Silver  Peak  ores  as  deposited 
by  ascending  waters  along  Unes  of  fracturing. 

•  Proc.  Roy.  Soc.  New  South  Wales,  vol.  18, 1884,  p.  37. 

4  For  a  general  review  of  the  telluzides,  with  ralBrenoes  to  literature,  see  J.  F.  Kemp,  Min.  Industry, 
vol.  6»  1898,  p.  296. 
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of  the  mercury  compound,  coloradoite,  with  other  species.^  Calaver- 
ite  approximates  to  gold  telluride  alone.  The  following  analyses  are 
sufficient  to  indicate  the  composition  of  these  minerals: 

Analyses  of  tellurides  containing  gold. 

A.  Calav^rtta,  (AaAg)Tei,  Cripple  Crook,  Colorado.    Analysis  by  W.  F.  Hillebrand. 

B.  Krennerlte,  (AiiAg)Tes,  Nagy&g,  Hungary.     Analysis  by  L.  SlpOcs,  Zeitschr.  Kryst.  Ifln.,  toL  11, 
1886,  p.  210. 

C.  Sylvanite,  (AiiAg)Tei,  Grand  View  mine,  Boulder  County,  Colorado.    Analysis  by  F.  W.  daAa, 
Am.  Jour.  Set.,  3d  ser.,  vol.  14,  1877,  p.  286. 

D.  Petiite,  (AuAg)aTe,  Norwegian  mine,  Calaveras  CouBty,  OaBfbraia.    Analysis  by  Hillebrand. 


A 

B 

C 

D 

Au 

38.95 
3.21 

34.77 

5.87 

.34 

.59 

58.60 

29.35 
11.74 

25.16 

Ae 

41.87 

Cu 

Fe 

Te 

57.27 

58.91 

33. 2i 

Se 

trace 

Mo 

.08 

Sb 

.65 

FeaOj 

.12 
.33 

TTl|SN?1^b1<^        ,_._,,_._    .    . , .       

99.88 

100.82 

100.00 

100.32 

There  has  been  much  discussion  over  the  tellurides  of  gold.  B. 
Brauner^  asserts  that  crystalline  ''polytellurides''  can  be  formed, 
which  dissociate  upon  heating,  leaving  the  compound  AujTe  as  an 
end  product.  Theoretically,  the  telluride  AusTe,  should  also  be 
capable  of  existence.  According  to  V.  Lenher,*  the  tellurides  of  gold 
are  probably  not  definite  compounds,  but  more  in  the  nature  of  alloys. 
Attempts  at  the  synthesis  of  a  distinct  compound  failed.  T.  K* 
Rose,*  however,  who  studied  the  aUoys  of  gold  and  tellurium,  obtained 
a  definite  compound,  AuTe,,  identical  with  the  natural  calaverite. 
The  same  result  was  also  obtained  by  G.  PeUini  and  E.  Quercigh.* 
W.  J.  Sharwood®  has  pointed  out  the  very  general  association  of 
bismuth  with  tellurium  gold  ores. 

Although  gold  is  primarily  a  magmatic  mineral,  it  is  also  trans- 
ported in  and  deposited  from  solutions.  Many  occurrences  of  gold 
indicate  this  fact  very  plainly.  O.  Dieffenbach,^  for  instance,  men- 
tions gold  incrusting  siderite  at  Eisenberg,  near  Corbach,  in  Ger- 
many.    O.  A.  Derby  *  reports  films  of  gold  on  limonite,  from  BraziL 

1  See  L.  J.  Spenoer,  Mlneialog.  Mag.,  vol.  13, 1903,  p.  268.    Spenoer  gives  a  good  bibliography  of  the  Am- 
tralian  tellurides. 
«  Jour.  Chem.  Soc.,  vol.  56, 1889,  p.  391. 

*  Jour.  Am.  Chem.  Soc.,  vol.  24, 1902,  p.  358.    See  also  R.  D.  Hall  and  V.  Lenher,  idem,  p.  9M. 

*  Trans.  Inst.  Min.  Met.,  vol.  17, 1908,  p.  285. 

ft  Rend.  Accad.  Lincei,  5th  ser.,  vol.  19, 1910,  p.  445. 

*  Econ.  Geology,  vol.  6, 1911,  p.  22. 
T  Neues  Jahrb.,  1854,  p.  324. 

8  Am.  Jour.  Scl.,  3d  ser.,  vol.  28, 1884,  p.  440. 
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A.  liversidge^  found  it  in  recent  pyrite,  which  formed  on  twigs  in 
a  hot  spring  near  Lake  Taupo,  New  Zealand.  J.  C.  Newbery  *  men- 
tions gold  in  a  manganiferous  iron  ore  coating  quartz  pebbles^  the 
quartz  itself  being  free  from  gold.  In  the  sinter  of  Steamboat 
Springs^  Nevada,  6.  F.  Becker'  found  both  gold  and  silver;  3,403 
grams  of  sinter  gave  0.0034  of  gold  and  0.0012  of  silver.  Gold  is 
also  reported  by  J.  M.  Maclaren  *  in  the  siliceous  sinter  of  the  hot 
springs  at  Whakarewarewa,  New  Zealand.  R.  Braims^  has  described 
gold  as  a  cement  joining  fragments  of  quartz.  The  specimen  of 
cinnabar,  from  a  fissure  in  Colusa  County,  Califomia,  mentioned  by 
J.  A.  Phillips,*  which  was  covered  by  a  later  deposit  of  gold,  is  also 
suggestive.  All  of  these  occurrences  are  best  interpreted  on  the  as- 
sumption that  the  gold  was  precipitated  from  sohition;  and,  indeed, 
they  can  hardly  be  explained  otherwise. 

The  natural  solvents  of  gold  appear  to  be  nimierous — that  is,  if 
the  recorded  experiments  are  all  trustworthy.  O.  Bischof  ^  found 
that  gold  was  held  in  solution  by  potassium  silicate,  and  Liversidge  * 
was  able  to  dissolve  the  metal  by  digesting  it  with  either  potassium 
or  sodium  silicate  under  a  pressure  of  90  pounds  to  the  square  inch. 
C,  Doelter*  claims  that  gold  is  perceptibly  soluble  in  a  10  per  cent 
sodium*carbonate  solution,  and  also  in  a  mixture  of  sodium  silicate 
and  bicarbonate.  Solutions  of  alkaline  sulphides  have  been  found  by 
several  authorities,  notably  by  W.  Skey,"  T.  Egleston,*^  G.  F.  Becker," 
and  A.  Liversidge,"  to  be  effective  solvents  of  gold;  and  Skey  reports 
that  even  hydrogen  sulphide  attacks  the  metal  perceptibly.  All  of 
these  solvents  occur  in  natural  waters. 

Solutions  of  ferric  salts  are  also  capable,  under  proper  conditions, 
of  dissolving  gold.  According  to  H.  Wurtz,"  ferric  sulphate  and 
ferric  chloride  are  both  effective.  P.  C.  Mcllhiney  **  found  that  the 
chloride  acted  on  the  metal  only  in  presence  of  oxygen,  which  serves 
to  render  the  ferric  salt  an  efficient  carrier  of  chlorine.  Some  experi- 
ments by  H.  N.  Stokes,"  in  the  laboratory  of  the  United  States  Geo- 
logical Survey,  showed  that  ferric  chloride  and  also  cupric  chloride 

1  Jour.  Roy.  Soc.  New  South  Wales,  vol.  11, 1877,  p.  262. 
>  Trans.  Roy.  Soc.  Victoria,  toI.  9, 1868,  p.  52. 
•Mon.  U.  S.  Oeol.  Survey,  vol.  13, 1888,  p.  344, 
«Geol.Mag.,  1906,p.5n. 
^Chemische  Mineralogie,  p.  406, 1896. 

•  Quart.  Jour.  Geol.  Soc.,  vol.  35, 1879,  p.  390.  On  the  natural  associations  of  gold,  see  F.  C.  Lincoln, 
Boon.  Geology,  vol.  6, 1911,  p.  247. 

T  Lehrbudi  der  chemlschen  und  physikallschen  Oeologle,  2d  ed.,  vol.  3,  p.  843. 

•  Proc.  Roy.  Soc.  New  South  Wales,  vol.  27, 1803,  p.  303. 
•Min.  pet.  Mitt,  vol.  11, 1890,  p.  328. 

M  Trans.  New  Zealand  Inst.,  vol.  3, 1870,  p.  216;  vol.  5, 1872,  p.  382. 

"  Trans.  Am.  Inst.  Min.  Eng.,  vol.  9, 1880-81,  p.  639. 

u  Am.  Jour.  Sci.,  3d  ser.,  vol.  33, 1887,  p.  207. 

uproc.  Roy.  Soc.  New  South  Wales,  vol.  27, 1803,  p.  303. 

i«  Am.  Jour.  ScL,  2d  ser.,  vol.  26, 1858,  p.  51. 

uidem,  4th  ser.,  vol.  2, 1896,  p.  293. 

<•  Eoon.  Geology,  vol.  1, 1906,  p.  650. 
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dissolve  gold  easily  at  200®.  The  reactions  are  reversible,  and  gold 
is  redeposited  on  cooling.  Ferric  sulphate,  according  to  Stokes,  does 
not  dissolve  gold  unless  chlorides  are  also  present.  Perhaps  the 
pseudomorph  of  gold  after  botiyogen,  a  basic  sulphate  of  iron, 
described  by  W.  D.  Campbell/  may  have  originated  from  some  solu- 
tion in  ferric  salts. 

F.  P.  Dewey*  has  found  that  finely  divided  gold  is  perceptibly 
soluble  in  nitric  acid,  but  that  observation  has  little  bearing  upon 
its  natural  solution.  W.  J.  McCaughey'  has  reported  its  solubility 
in  hydrochloric  acid  solutions  of  iron  alum  and  cupric  chloride. 
With  rising  temperature  the  solubility  increases  rapidly.  N.  Awer- 
kiew^  finds  that  gold  is  also  dissolved  by  hydrochloric  acid  in  pres- 
ence of  organic  matter. 

The  usual  laboratory  solvent  for  gold,  aqua  regia,  owes  its  efficiency 
to  the  liberation  of  free  chlorine.  T.  Egleston^  asserts  that  traces  of 
nitrates  with  chlorides  in  natural  waters  can  slowly  dissolve  the 
metal.  J.  R.  Don*  foxmd  that  weak  hydrochloric  acid,  1  part  in 
1,250  of  water,  in  presence  of  manganese  dioxide,  would  take  gold 
into  solution.  R.  Pearce^  heated  gold  and  a  solution  containing  40 
grains  of  common  salt  to  the  gallon,  with  a  few  drops  of  sulphuric 
acid  and  some  manganese  dioxide,  and  obtained  partial  solution. 
T.  A.  Rickard*  treated  a  rich  Cripple  Creek  ore,  which  contained 
manganic  oxides,  with  a  solution  of  ferric  sulphate,  sodium  chloride, 
and  a  little  sulphuric  acid,  and  practically  all  of  the  gold  dissolved. 
On  immersing  in  this  solution  a  fragment  of  black,  carbonaceous 
shale,  the  gold  was  reprecipitated.  How  far  solutions  of  this  kind  can 
be  produced  in  nature  is  uncertain;  but  the  extreme  dilution  of  the 
solvents  may  be  offset  by  their  prolonged  action.  The  laboratory 
processes  all  tend  to  accelerate  the  reactions.  V.  Lenher's  observa- 
tion,® that  strong  sulphuric  acid,  in  presence  of  oxidizing  agents,  such 
as  the  dioxides  of  manganese  and  lead,  dissolves  gold,  is  probably 
not  applicable  to  the  discussion  of  natural  phenomena.  W.  H. 
Emmons,*®  however,  from  a  study  of  the  experiments  already  cited, 
and  also  of  the  association  of  manganese  oxides  with  gold  in  nature, 
has  shown  that  the  manganese  plays  an  important  part  in  the  for- 
mation of  auriferous  deposits. 

i  Trans.  New  Zealand  Inst.,  vol.  14,  1S81,  p.  457.    Campbell's  observation  needs  to  be  verified.    The 
Specimen  was  found  In  the  Thames  gold  field,  New  Zealand. 

>  Jonr.  Am.  Chom.  Soc.,  vol.  32, 1910,  p.  318. 
<Idem,  vol.  ai>  1W»,  p.  1261. 

«Zeitschr.  anorg.  Chemie,  vol.  61, 1909,  p.  1. 

•  Trans.  Am.  Inst.  Min.  Eng.,  vol.  8, 1879-80,  p.  454. 

•  Idem,  vol.  27, 1897,  p.  564.    According  to  Don,  ferric  salts  are  not  effective  solvents  for  gold. 
» Idem,  vol.  22, 1893,  p.  739. 

•  Idem,  voL  26, 1896,  p.  978. 

>  Jour.  Am.  Chem.  Soc.,  vol.  26, 1904,  p.  560. 

10  Bull.  Am.  Inst.  Min.  Eng.,  1910,  p.  767,  and  Jour.  Geology,  vol.  19, 1911,  p.  15.  See  also  A.  D.  Brokaw, 
Jour.  Geology,  vol.  18, 1910,  p.  321. 
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The  experiment  by  Rickard  just  cited  is  especially  suggestive  as 
illustrating  the  ease  with  which  gold  is  redeposited  from  its  solutions. 
So  far  as  gold  is  concerned;  the  reducing  agents  are  numberless,  and 
many  of  them  occur  in  nature.  Organic  matter  of  almost  any  kind 
will  precipitate  gold,  and  such  matter  is  rarely,  if  ever,  absent  from 
the  soil.  Grold,  therefore,  although  it  may  enter  into  solution,  is  not 
likely  to  be  carried  very  far.  On  mere  contact  with  ordinary  soils  it 
would  be  at  once  precipitated.^ 

Gold  is  also  thrown  out  of  solution  by  ferrous  salts,  by  other  metals, 
and  by  many  sulphides,  especially  by  pyrite  and  galena.*  According 
to  Skey  one  part  of  pyiite  wiQ  precipitate  over  eight  parts  of  gold. 
The  sulphides  of  copper,  zinc,  tin,  molybdenum,  mercury,  silver,  bis- 
muth, antimony,  and  arsenic,  and  several  arsenides,  all  act  in  the 
same  way.  So  too  does  tellurium,  according  to  V.  Lenher,»  and  also 
the  so-called  tellurides  of  gold.  If  the  latter  were  definite  com- 
pounds, they  could  hardly  behave  as  precipitants  for  one  of  their 
constituent  elements. 

SIIiVBR.* 

Silver,  like  gold,  is  widely  diffused  in  nature.  Its  presence  in 
igneous  rocks,  together  with  gold,  has  been  shown  in  the  preceding 
pages,  and  its  existence  in  sea  water  was  noted  in  an  earlier  chapter. 
A.  Ldversidge®  found  it  in  rock  salt,  seaweed,  and  oyster  shells,  while 
W.  N.  Hartley  and  H.  Ramage*  discovered  spectroscopic  traces  of 
silver  in  a  large  number  of  minerals.  Out  of  92  iron  ores  of  all 
classes  only  four  were  free  from  silver,  and  it  was  generally  detected 
in  manganese  ores  and  bauxite.  Blende,  galena,  and  the  pyritic  ores 
almost  invariably  contain  it.  Argentiferous  galena,  silver^lead  ore, 
is  one  of  the  chief  sources  of  this  metal. 

UnUke  gold,  silver  occtub  not  only  native,  but  in  many  compoimds. 
The  sulphides,  sulphosalts,  and  halogen  compounds  are  best  known; 
but  selenides,  tellurides,  arsenides,  antimonides,  and  bismuthides  also 
exist.  These  minerals  or  groups  of  minerals  are  best  considered 
separately. 

Native  silver,  like  native  gold,  is  rarely  if  ever  pure.  It  conmionly 
contains  admixtures  of  gold,  copper,  and  other  metals  in  extremely 
variable  proportions.  Silver  amalgam,  for  instance,  ranges  from  27.5 
to  95.8  per  cent  of  silver,  with  from  72.5  to  3.6  per  cent  of  merciuy. 

1  On  the  relaUons  of  vegetation  to  the  deposition  of  gold  see  E.  E.  Lunqwits,  Zeitschr.  prakt.  Qeologie, 
1900,  pp.  71, 213. 

s  See  C.  Wilkinson,  Trans.  Roy.  Soc  Victoria,  vol.  8, 18G6,  p.  11.  W.  Skey,  Trans.  New  Zealand  Inst., 
vol.  3, 1870,  p.  225;  vol.  5, 1872,  pp.  370,  382.  A.  Liversidge,  Proc  Roy.  Soc.  New  South  Wales,  vol.  27, 
1883,  p.  303. 

•  Jour.  Am.  Cbem.  Soo.,  voL  24, 1902,  p.  356.    Also  R.  D.  Hall  and  V.  Lenber,  idem,  p.  919. 
«  For  a  list  of  the  Survey  pabUeatlons  on  gold  and  silver  see  Bull.  470, 1911. 

•  Jour.  Ghem.  Soc.,  vo!.  71, 1897,  p.  298. 

•  Idem,  vol.  71, 1897,  p.  533. 
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In  the  Lake  Superior  copper  mines  silver  is  often  embedded  in  native 
copper,  each  metal  being  neariy  pure.  Specimens  showing  this 
association  are  locally  known  as  ' 'half-breeds." 

In  most  cases  native  silver  is  a  secondary  mineral.  It  is  often 
found  in  gossan,  and  R.  Beck^  mentions  films  of  silver  upon  the 
scales  of  fossil  fishes  from  the  Mansfeld  copp^*  shales.  According 
to  J.  H.  L.  Vogt*  the  native  silver  of  Kongsb^  is  largely  formed  by 
reduction  from  argentite,  although  a  derivation  from  pro^ustite  may 
also  be  observed.  The  silver  thus  formed  is  commonly  filiform.  In 
a  subordinate  degree  crystalUiied  silver  appears  as  a  fMrimary  deposit 
from  solutions.  Vogt  regards  a  solution  of  silver  carbonate  or  bicar- 
bonate as  the  source  of  the  metal,  probably  because  of  its  association 
with  calcite,  and  thinks  that  ferrous  compounds  or  carbonaceous  sub- 
stances are  the  precipitants.    Pyrite  precipitates  the  silver  as  sulphide. 

The  reduction  of  silver  and  its  complete  precipitation  in  the  metal- 
lic state  by  organic  matter  was  long  ago  observed  by  H.  de  Senar- 
mont.^  T.  A.  Rickard*  also  found  that  it  was  thrown  down  as  a 
metallic  coating  upon  a  black,  carbonaceous  shale.  The  reduction  of 
the  sulphide  by  hydrogen  is  also  possible,  but  less  Ukely  to  occur 
under  natural  conditions.*  Any  reaction,  however,  which  generated 
nascent  hydrogen  in  contact  with  silver  solutions  would  precipitate 
the  metal. 

The  nature  of  the  silver  solutions  in  metalliferous  veins  is  not  posi- 
tively known.  Apart  from  Vogt's  suppositions,  it  seems  probable  that 
silver  sulphate  may  be  formed  by  oxidation  of  the  sulphide.  That 
salt,  however,  would  almost  certainly  be  transformed  into  chloride 
by  the  chlorides  present  in  percolating  waters.  Silver  chloride, 
although  soluble  with  diflBculty,  is  not  absolutely  insoluble,  and  very 
dilute  solutions  of  it  may  well  take  part  in  the  filling  of  veins.  It 
has  long  been  known,  also,  that  silver  is  dissolved  by  solutions  of 
ferric  sulphate,  a  reaction  which  has  recently  been  studied  by  H.  N. 
Stok^*  in  the  laboratory  of  the  United  States  Geological  Survey. 
The  reaction,  2Ag  +  Fe,(SOJs=AgjS04  +  2PeSO^,  is  reversible,  and 
crystallized  silver  is  redeposited  on  cooling.  Stokes  also  found  that 
a  solution  of  copper  sulphate,  at  200**,  was  an  effective  solvent  of 
silver,  this  reaction,  like  the  other,  being  reversible.  Pseudomorphs 
of  cerargyrite,  ruby  silver,  argentite,  and  stephanite  after  native 
silver  are  mentioned  by  Dana.' 

1  Ore  deposits,  Weed's  translation,  p.  371. 
>  Zeitschr.  prakt  Geologie,  1899,  pp.  113, 177. 
s  Annates  chim.  phys.,  3d  ser.,  vol.  32, 1851,  p.  140. 

*  Trans.  Am.  Inst.  Min.  Eng.,  yoL  26, 1896.  p.  978. 

»  See  G.  Bischof,  I^ehrbuch  der  chemischen  und  physikaUaohen  Geologie,  ad  ed.,  vol.  3,  p.  866.   Alw  J. 
Maigottet,  Compt.  Rend.,  vol.  85,  1877,  p.  1142. 

•  Econ.  Geology,  voL  1, 1906,  p.  649. 

'  System  of  mineralogy,  6th  ed.,  p.  20. 
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The  natural  aiBenideB,  antimonides,  and  bismuthides  of  silver  are 
imperfectly  known.  An  arsenide,  Ag^As,  was  described  by  H.  Wurtz,* 
under  the  name  huntilite.  Wurtz  also  reported  an  antimonide, 
animikite,  Ag^b.  Both  minerals  were  found  in  the  Silver  Islet 
mine,  Lake  Superior.  The  commoner  antimonide,  dyscrasite,  varies 
from  AggSb  to  AgJSb.*    The  bismuthide,  chilenite,  is  perhaps  Ag^i. 

Silver  sulphide,  AgjS,  is  found  in  nature  in  two  forms — the  iso- 
metric argentite,  which  is  a  common  ore,  and  the  rare  orthorhombic 
acanthite.  It  is  one  of  the  easiest  of  the  silver  compounds  to  prepare, 
and  is  formed  whenever  moist  hydrogen  sulphide  *  comes  into  con- 
tact with  any  other  silver  salt,  or  with  the  metal  itself.  As  crystal- 
lized argentite  it  has  been  prepared  in  several  ways.  J.  Durocher  * 
obtained  it  by  the  action  of  hydrogen  sulphide  upon  silver  chloride 
at  high  temperatures.  J.  Margottet  ^  prepared  argentite  by  passing 
the  vapor  of  sulphur  over  silver  at  a  low  red  heat.  With  selenium 
or  tellurium  vapor  the  corresponding  selenide  and  telluride  of  silver 
were  formed.  J;  B.  Dumas  •  obtained  the  crystallized  sulphide  by 
the  same  process.  F.  Roessler^  crystaUized  argentite  and  the  selenide 
from  solution  in  molten  silver,  and  the  selenide  also  from  fused  bis- 
muth. C.  Geitner,"  by  heating  silver  to  200°  with  a  solution  of 
sulphurous  acid,  obtained  argentite.  Silver  sulphite,  heated  with 
water  to  the  same  temperature,  broke  down  into  argentite  and  crys- 
tallized silver.  According  to  E.  Weinschenk,'  argentite  is  produced 
when  silver  acetate  and  a  solution  of  aromonium  sulphocyanate  are 
heated  together  to  180®  in  a  sealed  tube.  In  this  case  the  decom- 
position of  the  sulphocyanate  yields  hydrogen  sulphide,  which  is  the 
actually  effective  reagent.  Finally,  W.  Spring  *®  found  that  silver 
and  sulphur  could  be  forced  to  combine  by  repeated  compression 
together  of  the  two  finely  divided  elements.  The  pressure  employed 
was  6,500  atmospheres.  Silver  and  arsenic  also  unite  under  the  same 
conditions. 

Some  of  these  syntheses  evidently  have  no  exact  parallel  in  nature. 
Probably  the  natural  reactions  are  of  the  simplest  kind.  Sulphur, 
sulphur  dioxide,  or  hydrogen  sulphide  acts  either  upon  metallic  silver 
or  upon  any  of  its  naturally  available  compounds,  solid  or  in  solu- 

1  Eng.  and  Mln.  Jour.,  vol.  27, 1879,  pp.  55, 124. 

>  The  compound  AgaSb  appears  to  be  the  only  definite  antimonide  of  silver,  the  others  are  mixed  crystals. 
See  C.  T.  Heyoock  and  P.  H.  Neville,  Philos.  Trans.,  vol.  1S9A,  1897,  p.  26;  E.  Maey,  Zeltschr.  physikal. 
Chemie,  vol.  50, 1904,  p.  200;  O.  I.  Petrenko,  Zelttefar.  anoig.  Chemie,  vol.  50, 1906,  p.  139,  and  T.  Liebiscfa, 
Sitsungsb.  Berlin  Akad.,  1910,  p.  365.    Petrenko  cites  other  references. 

'  Dry  hydrogen  sulphide  does  not  attack  silver. 

<  Compt.  Rend.,  vol.  32, 1861,  p.  826. 

6  Idem,  vol.  86, 1877,  p.  1142. 

•  Annates  chim.  phys.,  3d  ser.,  vol.  55, 1859,  p.  147. 

7  Zeitschr.  anorg.  Chemie,  vol.  9, 1895,  p.  31. 

•  Lleblg's  Annalen,  vol.  129, 1864,  p.  856. 
•Zeltschr.  Kryst.  Min.,  vol.  17, 1890,  p.  497. 

i^Ber.  Deutacb.  cbem.  Oesell.,  vol.  16, 1883,  pp.  324, 1002;  vol.  17, 1884,  p.  1218. 
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tion,  and  the  sulphide  is  fonned.  Its  crystallization,  which  is  accel- 
erated by  the  laboratory  methods,  is  presumably  a  question  of  time, 
aided  by  the  sUght  solubility  of  the  compound.  The  last  remark, 
obviously,  appUes  to  many  other  sulphides  also.  The  reduction  of 
sulphate  solutions  by  organic  matter  is  another  probable  mode  of 
generation. 

It  has  already  been  shown  that  argentite  is  easily  reduced  to  sil- 
ver. Indeed,  silver  sulphide  is  the  most  readily  reducible,  that  is, 
the  least  stable,  of  all  the  commoner  sulphides.  This  is  illustrated 
by  its  heat  of  formation,  which  is  low  compared  with  that  of  other 
sulphides.  The  following  data,  giving  heats  of  formation  from  solid 
metal  and  solid  sulphur,*  are  furnished  by  Julius  Thomsen.*  The 
figures  are  for  small  calories. 

Heats  of  formation  of  various  sulphides. 

PbS 20,430 

CujS 20,270 

HgS 16,890 

AgaS 5,340 

On  the  other  hand,  silver  is  precipitated  from  its  solutions  by 
pyrite,  chalcopyrite,  galena,  and  other  sulphides.'  H.  N.  Stokes/ 
in  the  laboratory  of  the  United  States  Geological  Survey,  found  that 
marcasite,  heated  with  silver  carbonate  and  potassium  bicarbonate 
solution  at  180®,  precipitated  silver  sulphide.  According  to  R. 
Schneider,*  bismuth  sulphide  precipitates  silver  sulphide  from  a 
nitrate  solution.  A.  Gibb  and  R.  C.  Philip,'  also  working  with  silver 
nitrate  solutions,  found  that  cuprous  sulphide  precipitated  silver  sul- 
phide, while  copper  or  cuprous  oxide  threw  down  metallic  silver. 
Reactions  of  this  class  doubtless  assist  in  the  secondary  enrichment  of 
ore  bodies,  the  silver  being  dissolved  above  and  redeposited  below. 
In  changes  of  this  order  the  thermal  values  and  also  the  differing 
solubilities  of  all  the  compounds  taking  part  in  the  phenomena  need 
to  be  considered,  but  the  data  are  as  yet  imperfectly  known. 

The  selenide  of  silver,  naumannite,  AgjSe,  is  a  well-known  but  rare 
mineral.  A  sulphoselenide,  aguilarite,  Ag4SSe,  has  also  been  de- 
scribed. Naumannite  often  contains  lead,  due  to  admixtures  of 
the  lead  selenide. 

Hessite  is  the  normal  telluride  of  silver,  Ag^Te.  Stutzite,  Ag^Te,  is 
a  more  doubtful  substance.  The  synthesis  of  hessite  by  Margottet  has 
already  been  mentioned.     B.  Brauner®  also  obtained  it  by  the  same 

1  Thermochemlschfi  Untersachongeo,  vol.  3, 1883,  p.  455. 

>  See  W.  Skey,  Trans.  New  Zealand  Inst.,  vol.  3, 1870,  p.  225. 

»  Econ.  Geology,  vol.  2, 1907,  p.  Ifi. 

« Jour,  prakt.  Chemie,  2d  ser.,  vol.  41, 1890,  p.  414. 

«  Trans.  Am.  Inst.  Mln.  Eng.,  vol.  36, 1906,  p.  667. 

•  Jour.  Ctaem.  Soc.,  voL  55, 1889,  p.  388. 


Digitized  by  VnOOQ IC 


METALLIC  OBES.  628 

inethod.  R.  D.  Hall  and  V.  Lenher^  prepared  the  compound  by 
reducing  silver  tellurite,  and  they  also  found  that  a  telluride  was  pre- 
cipitated by  the  action  of  tellurium  upon  silver  solutions.  Two  tel- 
lixrides,  AgTe  and  Ag^Te  have  been  prepared  by  G.  Pellini  and 
E.  Quercigh.^ 

Eucairite,  CuAgSe;  stromeyerite,  CuAgS;  stembergite,  AgFe^Sj; 
and  frieseite,  AgjFcjSg,  are  rare  silver-bearing  minerals. 

The  sulphosalts  formed  by  silver  with  the  sulphides  of  arsenic,  anti- 
mony, and  bismuth  are  quite  numerous.  Some  of  them  are  important 
ores;  others  are  mineralogical  rarities;  but,  on  account  of  their  inter- 
relationships, all  are  significant.    They  may  be  arranged  as  follows: 

.   Smithite AgAeSj Monoclinic. 

Miaigyrite AgSbS, Monoclinic. 

MatQdite AgBiS, (?) 

Proustite AgjAsS, Rhombohedral. 

Xanthoconite AgjAsSa Monoclinic. 

Pyrargyrite* AgjSbSj Rhombohedral. 

Pyrostilpnite Ag,Sb^ Monoclinic. 

Tapalpite* AgjBiTej Maaaive. 

Stephanite Ag^SbS* Orthorhombic. 

Pearceite Ag^sSj Monoclinic. 

Polybasite AgjSbSe Orthorhombic. 

Polyargyrite Ag24Sb2S,a Isometric. 

Schapbachite AgjPbBiaSj Orthorhombic. 

Brongniardite AgaPbSbsSs Isometric. 

Andorite AgPbSbjSg Orthorhombic. 

Schirmerite (Ag2,Pb),Bi4S9 Maasive. 

Diaphorite ( Ag2,Pb)5Sb4S„ Orthorhombic. 

Freieslebenite (Ag2,Pb)aSb4Sii Monoclinic. 

Several  other  sulphosalts  of  lead  and  copper  also  contain  replace- 
ments of  silver  of  considerable  importance.  Tennantite,  CugAsjSy, 
contains  up  to  13.65  per  cent  of  silver;  and  tetrahedrite,  CugSbjS^,  up 
to  31.3  per  cent.  In  cosalite,  PbjBijSj,  as  much  as  15.66  per  cent  of 
silver  has  been  found.  The  tin  and  germanium  sulphosalts,  canfield- 
ite,  AggSnS,,  and  argyrodite,  AggGeS,,  are  very  rare  minerals.  Small 
admixtures  of  any  of  these  compounds  with  other  sulphides,  how- 
ever, would  render  the  latter  useful  ores  of  silver. 

Several  of  these  sulphosalts  have  been  prepared  synthetically.  J. 
Durocher**  claims  to  have  obtained  them  by  heating  mixed  chlorides 
of  silver  and  antimony,  or  silver  and  arsenic,  in  a  current  of  hydrogen 
sulphide.     Details  are  not  given.     H,  de  Senarmont,®  by  heating  a 

1  Jour.  Am.  Chem.  Boc.,  voL  24, 1902,  p.  919. 
s  Atti  Aocad.  Llnoel,  vol.  19,  pt.  2, 1910,  p.  416. 

>  A  manganilarous  sulphantlmoiilde  of  dlyer,  samsoxiite,  allied  to  pyraisyrlte,  has  been  described  by 
Werner  and  Fraats.  Centralbl.  Min.,  Oeol.  a.  Pal.,  1910,  p.  331. 

*  Contains  some  sulphur  partly  replacing  tellurium. 
»  Compt.  Rend.,  vol.  32, 1851,  p.  826. 

•  Annales  chim.  phys.»  3d  ser.,  vol.  3%  1861,  pp.  171-17& 
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salt  of  silver  at  temperatures  ranging  from  250^  to  350°  with  a  solu- 
tion of  an  alkaline  sulpharsenite  or  sulphantimonite  in  an  excess  of 
sodium  bicarbonate,  succeeded  in  producing  pyrargyrite  and  prous- 
tite.  By  precipitating  a  solution  of  silver  nitrate  with  the  potassium 
sulphantimonate,  KjSbSj,  I.  Pouget*  obtained  the  amorphous  com- 
pound AgjSbSj,  equivalent  in  composition  to  pyrargyrite.  C. 
Doelter^  prepared  miargyrite,  pyrargyrite,  and  stephanite  by  a  modi- 
fication of  Senarmont's  method.  Silver  chloride,  mixed  with  a  sodium 
carbonate  solution  of  potassium  sulphantimonate  in  varying  propor- 
tions, was  heated  with  hydrogen  sulphide  in  sealed  tubes  to  80°-150°. 
Pyrargyrite  was  most  easily  formed;  miargyrite  appeared  only  once. 
Doelter'  also  heated  silver  chloride  with  antimony  trichloride,  sul- 
phide, or  oxide  in  hydrogen  sulphide,  and  obtained  similar  results^ 
H.  Sommerlad  *  prepared  pyrargyrite,  miargyrite,  and  stephanite  by 
heating  antimony  sulphide  and  silver  chloride  together.  With  arsenic 
trisulphide,  proustite  was  formed.  The  same  species,  and  also  polyaiv 
gyrite,  were  produced  when  the  component  sulphides  were  fused 
together  in  a  stream  of  hydrogen  sulphide.  According  to  R.  Schnei- 
der,^ potassium  bismuth  sulphide,  KBiS,,  added  to  a  solution  of  silver 
nitrate,  precipitates  the  compound  AgBiSj.  This,  crystallized  by 
fusion,  becomes  matUdite.  Matildite  was  also  made  by  Roessler" 
when  the  sulphides  of  silver  and  bismuth  were  allowed  to  crystallize 
together  from  solution  in  molten  bismuth. 

From  these  syntheses  it  is  evident  that  the  sulphosalts  of  silver 
are  easily  formed,  and  by  various  methods.  Those  which  involve 
fusion  are  probably  not  operative  in  nature,  for  the  ores  under  con- 
sideration are  commonly  associated  with  gangue  minerals  which 
could  not  be  formed  in  that  way.  Quartz,  calcite,  fluorite,  barite, 
etc.,  are  vein  minerals  which  can  be  deposited  only  from  solution, 
and  the  same  rule  must  hold  for  the  accompanying  sulphides.  Solu- 
tions of  silver,  produced  by  oxidation  of  ores,  probably  react  with 
great  slowness  upon  sulphur  compounds  of  arsenic,  antimony,  or 
bismuth;  and  the  new  minerals  are  produced  under  varying  condi- 
tions. The  nature  of  the  primary  sulphides  and  of  the  infiltrating 
solutions,  together  with  conditions  of  concentration  and  temperature, 
determines  the  character  of  the  sulphosalts  to  be  formed.  These  con- 
ditions are  still  unknown,  at  least  quantitatively,  and  so  far  as  the 
natural  phenomena  are  concerned;  but  the  syntheses  give  hints  which 
may  aid  in  their  future  discovery.  It  is  also  possible  that  arsenical 
or  antimonial  solutions  may  react  upon  silver  compounds,  such  as 

1  Compt.  Rend.,  vol.  124, 1897,  p.  1618. 
'  AUgem.  ohem.  MiaenUogie,  p.  152. 

*  Zeitachr.  Kryst.  Mln.,  vol.  11, 1886,  p.  29. 

*  Zeitschr.  anorg.  Cliemle,  vol.  15, 1897,  p.  173;  vol.  18, 1898,  p.  4aa 

*  Jour,  prakt.  Chexnie,  2d  ser.,  vol.  41, 1890,  p.  414. 
•Zeitsohr.  anorg.  Chemie,  vol.  9, 1895,  p.  81. 
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argentite  or  the  chlorides,  and  so  form  sulphosalts  of  different  kinds. 
The  supposable  reactions  are  many,  and  it  is  not  easy  to  determine 
which  ones  have  operated  in  any  particular  case. 

The  haloid  ores  of  silver  remain  to  be  mentioned.  These  are 
represented  by  three  distinct  and  several  intermediate  mineral 
species;  the  tlu^ee  being  cerargyrite,  or  horn  silver,  AgCl;  bromyrite, 
AgBr,  and  iodyrite,  Agl.  Embolite  is  a  chlorobromide;  iodobromite 
is  represented  by  the  formula  2AgCl.2AgBr.AgI;  cuproiodargyrite 
Is  near  CuAgl,;  and  miersite  is  an  isometric  iodide  of  silver,  the 
commoner  iodyrite  being  hexagonal.^ 

All  these  minerals  are  secondary,  and  appear  for  the  most  part 
in  the  upper  levels  of  ore  bodies.  Infiltrating  solutions  of  chlorides, 
bromides,  or  iodides  act  upon  the  oxidation  products  of  the  primary 
ores,  and  precipitate  these  relatively  insoluble  species.  They  are 
not  absolutely  insoluble,  however,  and  probably  crystallize  very 
slowly  from  extremely  dilute  solutions.  A  form  of  silver  chloride 
identical  in  appearance  with  cerargyrite  was  prepared  by  F.  Kuhl- 
mann^  when  a  solution  of  silver  nitrate  was  allowed  to  mix  very 
gradually  with  aqueous  hydrochloric  acid-  The  two  solutions  were 
separated  by  a  porous  layer  of  asbestos,  pumice,  or  platinum  sponge, 
through  which  they  slowly  commingled.'  Such  a  blending  of  solu- 
tions may  take  place  in  nature,  through  layers  of  decomposed  rock 
substance,  such  as  a  sandy  clay  or  a  gossan. 

COPPER. 

The  minerals  of  copper  are  much  more  numerous  than  those  of 
silver,  and  represent  a  wider  range  of  composition.  No  oxidized  ores 
of  silver  are  known,  but  copper  is  found  not  only  as  oxide,  but  also  in 
silicates,  sulphates,  phosphates,  arsenates,  carbonates,  a  basic  nitrate, 
and  an  oxychloride.  The  metal  is  easily  oxidizable,  and  is  also  easily 
reduced;  it  therefore  occurs  both  as  native  copper  and  in  its  many 
compounds. 

Native  copper  is  commonly,  if  not  always,  a  secondary  mineral, 
either  deposited  from  solution  or  formed  by  the  reduction  of  some 
solid  compound.  Pseudomorphs  of  copper  after  the  oxide,  cuprite, 
are  well  known;  and  remarkably  perfect  pseudomorphs  after  azurite, 
from  Grant  County,  New  Mexico,  have  been  described  by  W.  S. 

1  See  O.  T.  Prior  and  L.  J.  Spencer,  Mineralog.  Mag.,  vol.  13, 1902,  p.  174,  fbr  a  general  paper  on  the 
cerargyrite  group.  H.  B.  Kosmann  (Leopoldina,  vol.  30,  ISM,  pp.  193,  203)  has  discussed  the  formation  of 
these  ores  from  a  thermochemlcal  point  of  view.  A  mineral  havbig  the  formula  20NaCl+ AgCl  has  been 
called  huantajayite.  Recent  papers  on  the  genesis  of  these  ores  are  by  C.  R.  Keyes,  Eoon.  Geology,  vol.  2, 
1907,  p.  774,  and  J.  A.  Burgess,  idem,  vol.  6, 1911,  p.  13. 

*  Compt.  Rend.,  vol.  42, 1856,  p.  374. 

*  H.  Debray  also  orystallir^d  the  chloride,  bromide,  and  iodide  of  silver  tiom  aqueous  solutions  in  mer- 
curic nitrate.  Compt.  Rend.,  vol.  70, 1870,  p.  996.  This  process  can  hardly  be  a  reproduction  of  natural 
conditions. 

10X381'^— Bull.  491—11 40 
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Yeates.*  According  to  W.  Lindgren,*  a  vein  of  metallic  copper  at 
Clifton,  Arizona,  appears  to  have  been  formed  from  chalcocite. 
Examples  of  this  general  character  might  be  multiplied  indefinitely. 

T.  Camelley*  has  shown  that  metallic  copper  is  perceptibly  at- 
tacked and  dissolved  by  distilled  water,  and  much  more  so  by  saline 
solutions  resembling  those  existing  in  nature.  The  direct  solubility 
of  the  sulphides  was  considered  earlier  in  this  chapter,  and  also  the 
formation  of  strong  sulphate  solutions  by  oxidation  of  pyrite  ores. 
From  solutions  such  as  these,  but  very  dilute,  the  greater  deposits  of 
native  copper  appear  to  have  been  formed. 

In  the  Lake  Superior  region  the  greatest  known  deposits  of  metallic 
copper  are  found/  Its  original  home,  perhaps  as  sulphide,  was  in 
the  unaltered  igneous  rocks,  but  its  concentrations  are  now  found 
in  the  sandstones,  conglomerates,  and  amygdaloids.  In  the  sand- 
stones and  conglomerates  it  acts  as  a  cement,  and  it  also  replaces 
pebbles  and  even  bowlders  a  foot  or  more  in  diameter.  Some  of  the 
masses  of  copper  are  enormous;  one,  for  example,  found  in  the  Min- 
nesota mine  in  1857,  weighed  about  420  tons.  It  is  associated  with 
other  minerals  of  hydrous  origin,  such  as  epidote,  datolite,  calcite, 
and  zeolites,  and  calcite  crystals  are  known  which  had  been  coated 
with  copper,  and  then  overgrown  with  more  calcite.  Lane  also  men- 
tions a  quartz  crystal  which  had  been  corroded  and  mainly  replaced 
by  copper.  Frequently  the  copper  incloses  nodules  of  native  silver, 
which  were  evidently  precipitated  first  and  then  enveloped  by  the 
baser  metal.  Had  these  metals  been  deposited  from  a  fused  magma 
they  would  have  formed,  not  separately,  but  as  an  alloy.  The 
reducing  agent,  according  to  Pumpelly,  was  probably  some  compound 
of  iron,  oxide  or  silicate;  and  R.  D.  Irving  substantiates  this  opinion 
by  citing  particles  of  cementing  copper  which  inclosed  cores  of 
magnetite.  Pumpelly's  conclusion  was  based  upon  the  constant  asso- 
ciation of  the  Lake  Superior  copper  with  epidote,  delessite,  and  the 
green  earth  silicates,  all  of  which  are  ferriferous.  H.  N.  Stokes^ 
has  found  that  hornblende  and  siderite  can  precipitate  metallic  cop- 
per from  a  sulphate  solution  heated  to  200*^.  Under  certain  condi- 
tions, also,  ferrous  sulphate,  pyrite,  and  chalcocite  are  capable,  accord- 
ing to  Stokes,  of  reducing  cupric  sulphate  to  the  metallic  state.  Cop- 
per itself  reacts  with  cupric  sulphate  solutions,  reducing  them  to 

1  Am.  Jour.  Sci.,  3d  ser.,  vol.  38, 1889,  p.  405. 

*  Prof.  Paper  U.  S.  Qeoi.  Survey  No.  43, 1905,  p.  101. 

s  Jour.  Chem.  Boc.,  vol.  30, 1876,  p.  1.    See  also  R.  Meldrum,  Chem.  News,  voL  78, 1896,  p.  209. 

*  See  H.  Credner,  Neues  Jahrb.,  1809,  p.  1;  R.  Pumpelly,  Am.  Jour.  Sci.,  3d  ser.,  voL  2, 1871,  p.  348, 
Geol.  Survey  Michigan,  vol.  1,  pt.  2, 1873,  and  Proc.  Am.  Acad.,  vol.  13, 1878,  p.  253;  M.  £.  Wadswortli, 
Bull.  Mus.  Comp.  Zool.,  vol.  7, 1880,  p.  1;  R.  D.  Irving,  Mon.  U.  S.  Qeol.  Survey,  vol.  5, 1883,  chapter  10; 
A.  C.  Lane,  Rept.  State  Bd.  Qeol.  Survey  liichlgan,  1908,  p.  239,  and  Quart.  Bull.  Canadian  Min.  Inst., 
No.  13,  1911,  p.  81.  In  the  Keweenawan  rooks  of  Minnesota  F.  F.  Gfout  (£oon.  Oeology,  vol.  5, 1910^ 
p.  471)  has  found  from  0.012  to  0.029  per  cent  of  copper. 

»  Econ.  Geology,  vol.  1, 1906,  p.  648. 
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cuprous  form.  When  such  a  solution  of  cuprous  sulphate  is  produced 
at  a  high  temperature,  it  deposits  crystallized  metallic  copper  upon 
cooling.^  In  this  way  a  hot  ascending  solution  of  cupric  sulphate 
may  dissolve  copper  and  redeposit  it  at  a  higher^  cooler  level.  H.  C. 
Biddle,^  by  heating  a  solution  of  ferrous  chloride;  cupric  chloride, 
and  potassium  bicarbonate  in  an  atmosphere  of  carbon  dioxide  under 
pressure,  obtained  a  precipitate  containing  metaUic  copper.  A. 
Qautier'  has  shown  that  superheated  steam  will  reduce  cuprous 
sulphide,  chalcocite,  to  the  metallic  state,  according  to  the  reaction — 

Cu,S  +2HjO  =  2Cu  +S0,  +2Ha. 

Some  experiments  conducted  in  the  physical  laboratory  of  the 
United  States  Geological  Survey*  are  very  suggestive  as  regards  the 
crystallization  of  copper  and  silver.  Water,  ammonium  chloride,  and 
tremoUte  were  heated  together  during  three  and  a  half  days,  at  465® 
to  540*^,  in  a  steel  bomb  lined  with  a  silver-plated  copper  tube.  The 
tube  was  attacked  near  its  base,  and  the  two  metals  were  redeposited 
in  separate  crystals  in  the  upper  and  cooler  regions  of  the  apparatus. 
In  the  lower,  hotter  part  an  alloy  of  silver  and  copper  was  formed. 

In  some  cases  organic  matter  is  evidently  the  reducing  agent.  H. 
de  Senarmont^  showed  that  copper  solutions  were  thus  reduced  at 
temperatures  between  150*^  and  250°.  R.  Beck"  mentions  native 
copper  filling  the  marrow  cavities  of  fossil  bones  in  the  Peruvian 
sandstones  of  Corocoro,  Bolivia.  The  films  of  copper  often  found  in 
shales,  as,  for  example,  near  Enid,  Oklahoma,^  were  doubtless  pre- 
cipitated by  substances  of  organic  origin.® 

On  the  other  hand,  copper  readily  undergoes  oxidation,  yielding 
cuprite,  malachite,  and  sometimes  azurite.  All  of  these  species  are 
known  to  occur  as  coatings  upon  the  native  metal.  On  buried 
Chinese  copper  coins  of  the  seventh  century  A.  F.  Rogers"  identified 
cuprite,  malachite,  azurite,  cerusite,  and  occasional  crystals  of 
metallic  copper.  In  the  last  case  the  oxidation  had  been  followed 
by  a  reduction.     Other  similar  examples  are  known. 

1  stokes,  Eoon.  Geology,  vol.  1, 1906,  p.  648.    See  also  earlier  investigations  cited  by  Stokes. 

s  Jour.  Geology,  vol.  9,  1901,  p.  430;  and  Am.  Chem.  Jour.,  vol.  26,  1901,  p.  377.  G.  Femekes  (Econ. 
Geology,  vol.  2, 1007,  p.  681)  has  also  described  the  precipitation  of  copper  from  neutral  chloride  solutions 
by  FeClfl. 

*  Comp.  Rend.,  vol.  142, 1906,  p.  1465.  * 

*  Preliminary  notice  by  F.  E.  Wright,  Science,  vol.  25, 1907,  p.  388. 
ft  Annales  chim.  phys.,  3d  ser.,  vol.  32, 1851,  p.  140. 

•  Ore  deposits,  Weed's  translation,  p.  490. 

'  See  E.  Haworth  and  J.  Bennett,  Bull.  Geol.  Soc.  America,  vol.  12, 1900,  p.  2. 

B  The  association  of  copper  ores,  other  than  native  copper,  with  organic  remains  Is  by  no  means  rare. 
For  example,  E.  J.  Schmitz  (Trans.  Am.  Inst.  Min.  Eng.,  vol.  26, 1896,  p.  101)  mentions  impregnations 
of  copper  in  fossil  wood  in  the  Permian  of  Texas.  Percy  (Metallurgy,  vol.  1, 1875,  p.  211)  refers  to  a  cuprif- 
erous peat  In  Wales  which  had  actually  been  worked  as  an  ore.  Its  ash  contained  about  3  i>er  cent  of 
copper. 

•  Am.  Geologist,  vol.  31,  1903,  p.  43.  Similar  coins,  probably  from  the  same  find,  are  in  the  collections 
of  the  United  States  National  Museom. 
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Among  the  less  important  ores  of  copper  there  are  three  arsenides, 
an  antimonide,  some  selenides,  and  a  telluride.  The  arsenides  are 
domeykite,  CusAs;  algodonite,  Cu^As;  and  whitneyite,  Cu^As. 
Mohawkite  is  a  domeykite  containing  several  per  cent  of  cobalt  and 
nickel.  Domeykite  was  produced  artificially  by  G.  A.  Koenig/  who 
passed  the  vapor  of  arsenic  over  red-hot  copper.  Horsfordite  is  the 
antimonide,  Cu^Sb.  Two  selenides  are  known,  namely,  berzelianite, 
Cu^Se,  and  umangite,  CusSe,.  Crookesite  is  a  selenide  of  copper, 
silver,  and  thallium,  and  rickardite  is  the  telluride,  Cu4Te3.  In  the 
electrolytic  refining  of  copper  at  Baltimore  considerable  quantities 
of  tellurium  accumulate  in  the  slimes.  It  was  probably  diffused  as 
telluride  of  copper  in  the  original  ores. 

The  sulphides  of  copper  and  its  double  sulphides  with  iron  are  the 
most  important  ores  of  this  metal.  Their  composition  is  shown  in 
the  subjoined  formulae: 

Chalcocite CUjS. 

Covellite CuS. 

Chalcopyrite CuFeSa. 

Chalmersite^ CuFeaSj. 

Cubanite CuFeaS^. 

Bornite* Cu6FeS4. 

To  this  list  the  rare  cobalt  copper  sulphide,  carroUite,  CuCo^S^,  may 
be  added. 

Several  of  these  species  have  been  found  as  furnace  products,  or 
obtained  by  intentional  syntheses.  As  a  furnace  product,  chalcopy- 
rite has  been  several  times  reported;  and  A.  N.  Winchell^  found  it, 
together  with  bomite,  thus  formed,  probably  by  sublimation,  at 
Butte,  Montana.  On  another  product  from  the  same  locality,  W.  P. 
Headden*  discovered  cubanite.  Chalcopyrite  was  first  prepared  by 
J.  Fournet,"  who  simply  fused  pyrite  and  copper  sulphide  together. 
F.  de  Marigny^  obtained  bornite  by  fusing  pyrite  with  copper  turn- 
ings and  sulphur,  a  process  essentially  identical  with  Foumet's,  the 
difference  in  product  probably  depending  upon  the  proportions  of 
the  materials  used. 

J.  Durocher,"  by  the  action  of  hydrogen  sulphide  upon  the  vapor 
of  copper  chloride,  obtained  copper  sulphide  in  hexagonal  tables. 
H..de  Senarmont"  heated  a  solution  containing  ferrous  and  cuprous 

1  Am.  Jour.  Sd.,  4th  ser.,  vol.  10, 1900,  p.  439. 

« See  E.  Hossak,  Centralbl.  Min.,  Oeol.  u.  Pal.,  1906,  p.  332.    R.  Schneider  (Jour,  prakt.  Chemle,  2A  ser., 
vol.  52, 1895,  p.  555)  gives  the  formula  here  aasigned  to  chalmersite  to  cubajlte. 

•  Formula  as  established  by  B.  J.  Harrington,  Am.  Jour.  Sci.,  4th  ser.,  vol.  16, 1908,  p.  151.    The  older, 
commonly  accepted  formula  is  CUfFeSa. 

*  Am.  Geologist,  vol.  28, 1901,  p.  244. 

ft  Proc.  Colorado  8cl.  Soc.,  vol.  8, 1905,  p.  39. 

fl  Annales  des  mines,  3d  ser.,  voL  4, 1833,  p.  3. 

7  Compt.  Rend.,  vol.  58, 1864,  p.  967. 

•Idem,  vol.  32, 1851,  p.  825. 

0  AmuUes  chim.  phys.,  3d  ser.,  voL  32, 1851,  p.  166. 
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chlorides,  sodium  persulphide,  and  a  large  excess  of  sodium  bicar- 
bonate to  250°,  and  so  produced  an  amorphous  precipitate  having 
the  composition  of  chalcopyrite.  According  to  C.  Doelter,*  malachite, 
heated  with  hydrogen  sulphide  solution  to  80°~90°  in  a  sealed  tube, 
yields  covelUte.  Cupric  oxide,  heated  to  200°  in  a  stream  of  hydro- 
gen sulphide,  was  converted  into  covellite;  at  higher  temperatures 
chalcocite  formed.  By  gently  heating  a  mixture  corresponding  to 
2CuO  +  Fe303  in  gaseous  hydrogen  sulphide,  Doelter  obtained  chal- 
copyrite; and  from  a  mixture  of  cuprous,  cupric,  and  ferric  oxides 
in  the  same  gas  at  100°  to  200°  he  prepared  bomite.  E.  Weinschenk^ 
eflFected  the  synthesis  of  both  chalcocite  and  covellite  by  heating 
cuprous  or  cupric  solutions  with  ammonium  sulphocyanate  to  80° 
in  sealed  tubes.  It  must  be  remembered  in  this  connection  that  the 
sulphocyanate  serves  merely  as  a  source  of  hydrogen  sulphide  under 
pressure. 

At  several  of  the  French  thermal  springs,  Bourbonne-les-Bains, 
Plombiftres,  etc.,  A.  Daubrfie*  found  Roman  coins  and  metals,  upon 
which,  derived  from  the  bronze,  chalcocite,  chalcopyrite,  bomite,  and 
tetrahedrite  had  formed.  Similar  observations  were  made  by  C.  A. 
de  Grouvenain  *  at  Bourbon-rArchambault.  E.  Chuard  *  found  chal- 
copyrite upon  bronze  articles  from  the  Swiss  lake  dwellings.  In  all 
of  these  instances  the  copper  of  the  bronze  had  been  attacked  by 
waters  containing  either  hydrogen  sulphide  or  alkaline  sulphides. 

Of  these  sulphide  ores,  chalcopyrite,  bomite,  and  chalcocite  are  by 
far  the  most  important.  Chalcopyrite  and  bomite  are  probably  the 
primary  compounds  from  which  the  others  are  in  most  cases  derived, 
and  they  have  been  repeatedly  identified  as  of  magmatic  origin.  In 
Tuscany,  according  to  B.  Lotti,'  pyrite,  chalcopyrite,  bomite,  chalco- 
cite, and  sometimes  blende  or  galena,  occur  in  serpentinized  rocks  as 
original  segregations.  Similar  occurrences  in  Servia  are  reported  by 
R.  Beck  and  Baron  W.  von  Fircks;^  and  in  dioritic  rocks  at  Ookiep, 
Namaqualand,  by  A.  Schenck.*  In  a  pegmatite  near  Princeton, 
British  Columbia,  J.  F.  Kemp*  found  bomite,  which  had  all  the 
appearance  of  a  primary  mineral.  To  original  sources  of  this  kind, 
segregated  or  disseminated  sulphides,  the  other  concentrations  of 
copper  ores  may  reasonably  be  attributed.     These  minerals  are  found 

I  Zeitschr.  Kryst.  Min.,  vol.  11, 1886,  pp.  34-36. 
» Idem,  vol.  17, 1890,  p.  497. 

*  Annales  des  mines,  7tli  ser.,  vol.  8, 1875,  p.  439;  Compt.  Rend.,  vol.  80, 1875,  p.  461;  "ktades  synthfitiques 
de  gfologie  expdrlmentale,  pp.  72-^.    See  also  A.  Lacroix,  Bull.  Soc.  mln.,  voL  32, 1909,  p.  333. 

*  Compt.  Rend.,  vol  80, 1875,  p.  1297. 

•  Idem,  voL  113, 1891,  p.  194. 

•  Ball.  Soc.  gfoL  Belgique,  vol.  3,  M6m.,  1880,  p.  179. 
'  Zeitschr.  prakt.  Geologie,  1901,  p.  321. 

•  Zeitschr.  Deutsch.  geol.  OeselL,  vol  53,  Verhandl.,  1901,  p.  64.    See  also  W.  H.  Weed,  Eng.  and  Hln. 
Jour.,  voL  79, 1905,  p.  272. 

*  Trans.  Am.  Inst.  Mln.  Eng.,  voL  81, 1901*  p.  182.    See  also  J.  Catherlnet,  Eng.  and  liin.  Jour.,  vol.  79, 
1905,  p.  125. 
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also  in  veins,  in  contact  zones,  and  as  impregnations  or  replacements 
in  sedimentary  rocks,  but  the  home  of  the  copper  in  the  first  place 
must  have  been  in  rocks  of  igneous  origin.  To  these  primitive  ores 
the  syntheses  by  fusion  may  have  some  relation;  secondary  deposi- 
tions originated  by  other  methods. 

From  chalcopyrite  or  bomite,  commonly  admixed  with  pyrite,  the 
other  ores  of  tlids  group  are  generated.  At  a  locality  in  the  Altai 
Mountains,  says  P.  Jerem^ef /  every  stage  of  transition  from  chalco- 
pyrite to  chalcodte  may  be  observed.  In  the  secondary  enrichment 
of  copper  ores,  pyrite  plays  an  important  part.  Cupric  solutions, 
formed  by  oxidation  of  ores  in  the  upper  levels  of  an  ore  body,  react 
upon  pyrite,  and  chalcocite  is  formed.  This  reaction  has  been  par- 
tially studied  by  H.  V.  Winchell,'  wlio  treated  cupriferous  pyrite 
with  dilute  solutions  of  copper  sulphate  and  sulphur  dioxide  and 
obtained  films  of  cuprous  sulphide.  The  sulphides  of  arsenic,  lead, 
and  zinc  precipitated  copper  sulphide  from  sulphate  in  the  same  way. 
Chalcocite  is  thus  formed  both  from  pyrite  and  zinc  blende,  accord- 
ing to  W.  Lindgren,  *  at  Clifton  and  Morenci,  in  Arizona.  Chalcocite 
itself  alters  into  chalcopyrite,  bomite,  and  covellite,*  the  last  species 
being  almost  invariably  of  secondary  origin.  Covellite  heated  with 
a  solution  of  sodiimi  bicarbonate  was  found  by  H.  N.  Stokes^  to 
yield  chalcocite;  and  chalcocite  reacts  with  copper  sulphate  to  form 
both  covellite  and  native  copper.  The  precipitation  of  chalcocite  by 
pyrite  was  also  verified  by  Stokes.*  In  short,  these  minerals  are  quite 
generally  convertible  one  into  another  by  very  varied  reactions,  and 
their  paragenesis,  therefore,  must  be  studied  independently  for  each 
deposit  in  which  they  occur.'  No  simple  rules  can  be  formed  to  cover 
all  cases,  and  a  part  of  the  difficulty  arises  from  the  fact  that  many 
of  the  reactions  are  reversible. 

Among  the  sulphosalts  there  are  a  number  containing  copper,  as 
follows: 

ChalcoBtibito CuSbSj. 

Emplectite CuBiSj. 

Stylotypit©* CujSbSs. 

Boumonite CuPbSbSj. 

Wittichenite CujBiSs. 

Aikenite CuPbBiS,. 

1  Zeitschr.  Kryst.  Min.,  vol.  31, 1809,  p.  508. 

X  Bull.  Oeol.  Soc.  America,  vol.  14, 1003,  p.  260.  See  alao  T.  T.  Read,  Bull.  Am.  Inst.  Min.  Bng.,  MaicL, 
1906,  p.  261,  and  E.  C.  Sullivan,  Idem,  January,  1907,  p.  148. 

•  Prof.  Paper  U.  8.  Oeol.  Survey  No.  43, 1905,  pp.  18»-186. 

•  See  Dana's  System  of  mineralogy,  6th  ed.,  p.  56. 
»  Eoon.  Geology,  vol.  2, 1907,  p.  14. 

•  Bull.  U.  S.  Oeol.  Survey  No.  186, 1900,  p.  44. 

'  At  Copper  Mountain,  British  Columbia,  aooording  to  Kemp  (Econ.  Geology,  vol.  1, 1905,  p.  11),  the 
original  ore  was  bomite;  and  from  that  mineral  oovelllte  with  llmonlte,  then  chalcodte,  and  finally  chalco- 
cite with  ehaloopyrite  were  suooeaslvely  dertved.  See  also  J.  Catharinet,  Eng.  and  ICln.  Jour.,  vol.  79, 
1905,  p.m. 

•  Oqpper  partly  replaced  by  silver  and  IracL 
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Enargite Cug  ASS4. 

Famatinite Cu8SbS4. 

Tennantite CusAsjSy. 

Tetrahedrite CugSbjSy. 

Klaprotholite 011^61489. 

Epigenite  ^ GujAbj^i^. 

Cuprobismutite GuQBigSif. 

The  foregoing  formulae  are  typical,  and  make  no  allowance  for  the 
frequent  replacements  of  copper  by  other  metals,  or  of  bismuth, 
antimony,  and  arsenic  by  one  another.  For  example,  there  are  inter- 
mediate mixtures  between  tennantite  and  tetrahedrite,  and  bismuth, 
presumably  as  CugBiaSy,  is  sometimes  present  in  them.  There  are 
also  varieties  of  these  minerals  containing  very  notable  proportions 
of  silver,  mercury,  zinc,  or  lead;  but  all  reduce  to  the  same  general 
type  of  formula.^ 

R.  Schneider*  by  passing  hydrogen  sulphide  into  a  solution  con- 
taining bismuth  trichloride  and  cuprous  chloride,  obtained  a  precipi- 
tate having  the  composition  of  wittichenite.  By  subsequent  fusion 
this  product  assumed  the  character  of  the  natural  mineral.  In  a 
later  investigation*  he  treated  a  solution  of  cuprous  chloride  with  the 
potassium  salt  KBiS,,  and  produced  a  compound  which,  after  special 
purification  and  fusion,  resembled  emplectite.  He  also  prepared 
emplectite  by  fusing  cuprous  sulphide  and  bismuth  sulphide  together. 
The  synthesis  of  boumonite  was  effected  by  C.  Doelter*  when  a 
proper  mixture  of  the  chlorides  or  oxycompounds  of  copper,  lead,  and 
antimony  was  heated  in  a  stream  of  hydrogen  sulphide  to  a  tempera- 
ture below  redness.  Above  that  temperature  the  antimony  com- 
pounds volatilize.  Evidently  the  sulphosalts  of  arsenic  and  anti- 
mony can  be  generated  only  at  relatively  low  temperatures.  By 
heating  cuprous  chloride  with  antimony  sulphide  to  300°,  H.  Som- 
merlad*  prepared  chalcostibite.  Another  preparation,  correspond- 
ing to  Cu2Sb4S7,  "was  similarly  obtained.  By  fusing  together  their 
component  elements,  in  proper  proportion,  F.  Ducatte^  obtained 
emplectite,  aikenite,  and  wittichenite. 

Of  these  sulphosalts,  only  enai^te,  tetrahedrite,  tennantite,  and 
bournonite  are  at  all  common.  The  other  species  are  rarities.  Enar- 
gite is  an  important  ore  at  Butte,  Montana,  and  in  the  Tintic  mines, 
Utah,  it  is  the  parent  of  a  number  of  rare  copper  arsenates.  Of 
the  latter  class,  produced  by  the  oxidation  of  enargite,  W.  F,  Hille- 

»  Copper  partly  replaced  by  Iron. 

2  On  the  composition  of  tetrahedrite  (fahlerx)  see  A.  Kretschmer,  Zeitschr.  Kryst.  ICln.,  vol.  48, 1910,  p. 
484. 
s  Pogg.  Annalen,  vol.  127, 1886,  p.  316. 

*  Jonr.  prakt.  Chemle,  2d  ser.,  vol.  40, 1880,  p.  £64. 
ft  Zeitschr.  Kryst.  Min.,  vol.  11, 1886,  p.  38. 

•  Zeitsohr.  anorg.  Chemle,  vol.  18, 1808,  p.  420. 
7  Thesis,  Univ.  Paris,  1902. 
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brand*  has  identified  olivenite,  erinite,  tyroKte,  chalcophyllite,  cli- 
noclasite,  mixite,  conichalcite,  and  chenevixite.  Several  other  natural 
arsenates  of  copper  are  known,  and  a  number  of  phosphates;  but 
they  need  no  further  consideration  here. 

The  two  oxides  of  copper,  cuprite,  Cu,0,  and  tenorite,  CuO,  are 
well-known  ores  of  secondary  origin.  Cuprite,  which  is  by  far  the 
more  common,  has  been  repeatedly  observed  as  a  furnace  product,^ 
and  also  as  an  incrustation  upon  ancient  objects  of  copper  or  bronze.' 
Both  compounds  are  easily  prepared  synthetically.  Crednerite  is 
another  oxidized  compound,  having  the  formula  CusMn^O,.  An 
earthy  oxide  of  manganese  containing  copper  is  known  as  lampadite. 

Cuprous  chloride,  nantokite,  CuCl,  and  the  iodide,  marshite,  Cul, 
are  rare  minerals  of  slight  importance.  The  oxychloride,  atacamite, 
Cu,Cl  (OH)  3,  is  more  common,  and  in  Chile  it  has  some  significance 
as  an  ore.*  Several  syntheses  of  it  have  been  reported.  F.  Field  ^ 
obtained  atacamite  by  the  action  of  calcium  hypochlorite  upon  a  solu- 
tion of  copper  sulphate.  C.  Friedel  •  obtained  it  by  heating  a  solution 
of  ferric  chloride  with  cuprous  oxide  to  250*^.  Neither  of  these  syn- 
theses, however,  corresponds  to  any  probable  process  in  nature.  The 
observed  development  of  atacamite  upon  ancient  copper  and  bronze 
gives  a  better  notion  of  its  genesis.  G.  Tschermak^  reports  an  alter- 
ation of  atacamite  to  malachite,  and  has  shown  that  the  change  can 
be  artificially  reproduced  when  the  oxychloride  is  slowly  digested 
with  sodium  bicarbonate.  Pseudomorphs  of  chrysocolla  after  ata- 
camite have  been  described  by  C.  Barwald.® 

The  sulphates  of  copper,  normal,  basic,  and  double,  are  represented 
by  a  number  of  mineral  species,  but  only  two  of  them  are  important. 
Tliese  are  the  normal  salt,  chalcanthite,  CuSOf.SHjO;  and  the  basic 
brochantite,  Cu4S04(OH)e.  Chalcanthite  is  deposited  in  crystalline 
form  by  the  evaporation  of  cupriferous  mine  waters,  and  in  some 
localities  it  is  actually  a  workable  ore.  For  example,  at  Copaquire, 
Chile,  according  to  H.  Oehmichen,"  chalcanthite  is  found  in  signifi- 
cant quantities  as  an  impregnation  in  partially  decomposed  granitic 
rocks,  associated  with  some  malachite,  azurite,  and  chrysocolla. 
Pyrite  and  chalcopyrite  are  also  present,  the  oxidation  of  the  latter 
mineral  having  furnished  the  sulphate.  Brochantite,  a  rarer  species, 
appears  to  be  more  common  than  is  generally  supposed.    W.  lind- 

1  Bull.  U.  S.  Geol.  Survey  No.  20, 1885,  and  No.  55, 1880. 
s  See,  for  example,  A.  Anrunl,  Zeitschr.  Kryst.  Min.,  vol.  18, 1891,  p.  58. 
s  In  addition  to  cases  already  dted,  see  A.  Lacroix,  Bull.  Soc.  mln.,  vol.  6,  p.  175. 
4  For  a  description  of  an  atacamite  ore  body,  see  J.  A.  W.  Murdoch,  Trans.  Inst.  ICln.  Met.,  vol.  9, 1901, 
p.  300. 
»  PUl.  Uag.,  4th  ser.,  vol.  24, 1862,  p.  123. 
«  Compt.  Rend.,  vol.  77, 1873,  p.  211. 
T  Jahrb.  K.-k.  geol.  Relchsanstalt,  vol.  23,  Mln.  Mltt,p,4L 
>  Zeitschr.  Kryst.  Mln.,  vol.  7, 1883,  p.  lOB. 
•  Zeitschr.  prakt.  Qeologie,  1902,  p.  147. 
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gren*  has  called  attention  to  its  presence  in  the  Qifton-Morenci  mines 
of  Arizona,  where  it  occurs  in  fibrous  forms  which  might  easily  be 
mistaken  for  malachite.  5).  Field*  prepared  brochantite  artificially 
by  boiling  a  solution  of  copper  sulphate  with  a  very  small  quantity 
of  caustic  potash.  S.  Meunier'  obtained  it  when  copper  sulphate 
solution  was  allowed  to  act  during  eleven  months  upon  fragments  of 
galena.  Apparently,  brochantite  is  easily  formed  by  natural 
reactions. 

Two  basic  carbonates  of  copper  are  common  secondary  ores.  They 
are  malachite,  Cuj(OH)2C08,  and  azurite,  Cu3(OH)a(C08)2.  Both 
species  are  formed  in  the  upper  portions  of  ore  deposits,  by  the 
action  of  carbonated  waters  upon  copper  compounds,  or  by  reactions 
between  cupreous  solutions  and  limestones.  They  also  are  found  in 
the  patina  of  ancient  bronzes.  A.  de  Schulten^  prepared  malachite 
by  heating  precipitated  copper  carbonate  with  a  solution  of  am- 
monium carbonate  on  a  water  bath  during  eight  days.  Later,*  upon 
heating  a  solution  of  copper  carbonate  in  carbonated  water,  he  ob- 
tained a  precipitate  of  malachite.  L.  Michel"  reproduced  azurite, 
together  with  the  basic  nitrate,  gerhardtite,  by  leaving  a  solution  of 
copper  nitrate  in  contact  with  fragnients  of  Iceland  spar  for  several 
years. 

Two  silicates  of  copper,  dioptase  and  chrysocolla,  are  well-known 
minerals.  Dioptase,  CuHjSiO^,  is  rare;  chrysocolla,  CuSi03.2H20,  is 
common.  A.  C.  Becquerel'  obtained  dioptase  artificially  by  allowing 
a  solution  of  potassium  sihcate  to  diffuse  very  slowly  into  one  of 
copper  nitrate.  Chrysocolla  is  probably  formed  by  the  action  of  per- 
colating waters,  carrying  silica,  upon  other  soluble  compounds  of 
copper.  Possibly,  also,  it  may  be  produced  during  processes  of  sec- 
ondary enrichment.  E.  C.  SuUivan®  has  shown  that  powdered  shale, 
feldspar,  biotite,  etc.,  will  withdraw  copper  from  sulphate  solutions, 
the  reaction  being  one  of  double  decomposition.  The  ordinary  siU- 
cates  lose  alkaUes  or  alkaline  earths,  which  pass  into  solution  and  are 
replaced  by  copper.  The  cupriferous  product  may  be  partly  sihcate 
and  partly  hydrous  oxides,  but  its  investigation  is  as  yet  incomplete. 

MERCURY. 

UnUke  gold,  silver,  and  copper,  mercury  appears  to  be  not  widely 
diffused  in  nature,  although  it  must  be  admitted  that  minute  traces 
of  the  element  are  easily  overlooked.     Very  small  quantities  of  the 

i  Prof.  Paper  U.  8.  Geol,  Survey  No.  43, 1905,  p.  119. 
a  PhU.  Mag.,  4th  scr.,  vol.  24, 1862,  p.  123. 

*  Compt.  Rend.,  vol.  86, 1878,  p.  686. 

*  Idem,  vol.  UO,  1890,  p.  202. 
»  Idem,  vol.  122, 1896,  p.  13fi2. 

«  Bull.  Soc.  mln.,  vol.  13, 1890,  p.  139. 
»  Compt.  Rend.,  vol.  67, 1808,  p.  1081. 

*  Econ.  Geology,  vol.  1, 1905,  p.  67.    Complete  report  In  Bull.  U.  S.  Geol.  Survey  No.  312, 1907. 
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precious  metals  can  be  determined  by  fire  assay,  but  the  volatility  of 
mercury  prohibits  its  detection  by  such  simple  means. 

Apart  from  the  natural  amalgams  of  silver  and  gold,  which  have 
already  been  mentioned,  mercury  occurs  in  the  following  minerals: 

Native  mercury Hg. 

Cinnabar HgS. 

Metacinnabarite  * HgS. 

Tiemannite HgSe. 

Coloradoite HgTe. 

Onofrite Hg(S,Se). 

Lehrbachite HgSe-|-PbSe. 

Li  vingstonite EgSb^Sf 

Montroydite HgO. 

Calomel Hg^CLj. 

Terlinguaite HgjClO. 

Egleetonite Hg4Cl20. 

To  these  must  be  added  kleinite,  a  curious  sulphato-chloride  of 
one  of  the  mercurammonium  bases  and  also  the  alUed  mosesite. 
AmmioUte  and  barcenite  are  antimonates  or  antimonites  of  mercury, 
of  uncertain  composition.  The  native  iodide  of  mercury  is  said  to 
exist,  but  its  identity  is  more  than  doubtful.  Mercury  is  also  found 
in  some  tetrahedrite,  in  proportions  ranging  as  high  as  17  per  cent. 

Very  few  of  these  minerals  have  any  economic  significance.  CSn- 
nabar  is  almost  the  sole  ore  of  mercury,  although  the  native  metal  is 
sometimes  found  in  notable  quantities.  In  some  of  the  California 
mines  metacinnabarite,  the  black  sulphide,  was  once  abundant,  and 
tiemannite,  the  selenide  of  mercury,  was  commercially  worked  at  one 
time  in  the  Lucky  Boy  claim  in  Utah.'  Livingstonite  is  a  workable 
ore  at  Huitzuco  in  Mexico,  and  barcenite  is  a  substance  produced  by 
its  oxidation.'  Montroydite,  terlinguaite,  eglestonite,  mosesite,  and 
kleinite  are  secondary  minerals,  which  occur  in  small  quantities  a5 
derivatives  of  cinnabar,  in  the  mines  of  Brewster  County,  Texas.* 
Calomel  has  been  found  at  several  localities,  but  always  as  a  secondary 
species. 

1  Ouadalcasarite  is  metaciimabarite  containing  a  little  sine. 

s  See  Q.  F.  Becker,  Hon.  U.  S.  Gcol.  Survey,  vol.  13, 1888,  p.  385. 

<  E.  Halse  (Trans.  North  of  England  Inst.  Min.  and  Mech.  Eng.,  vol.  45, 1895-06,  p.  72)  has  described 
this  locality.  He  ascribes  the  formation  of  the  ores  to  soU^tario  action.  J.  Mactear  (Trans.  Inst.  Min. 
and  Met.,  vol.  4, 1895,  p.  69),  H.  F.  Collins  (Idem,  p.  120),  and  J.  D.  VillareUo  (Mem.  Soccient.  Ant.  Abate, 
vol.  19, 1902,  p.  94;  vol.  20, 1903,  p.  389;  and  vol.  23, 1906,  p.  895)  have  also  described  the  Mexican  quick- 
silver deposits.    Mactear  regards  them  all  as  of  aqueous  and  probably  of  thermal  orlghi. 

*  See  A.  J.  Moses,  Am.  Jour.  Sci.,  4th  ser.,  vol.  16, 1903,  p.  253.  Kleinite  was  erroneously  described  by 
A.  Sachs,  Sitzungsb.  Akad.  Berlin,  1905,  p.  1091.  Its  true  composition  was  first  indicated  by  Hillebraad, 
Am.  Jour.  Sci.,  4th  ser.,  vol.  21, 1906,'p.  85,  and  later  confirmed  by  Sachs,  Centralbl.  Min.,  Qeol.  u.  PaL. 
1906,  p.  200.  For  data  concerning  the  Terlingua  and  other  deposits  of  Brewster  County,  see  B.  F.  Hili, 
Am.  Jour.  ScL,  4th  ser.,  vol.  16, 1903,  p.  251;  £.  P.  Spalding,  Eng.  and  Min.  Jour.,  vol.  71, 1901,  p.  74B; 
R.  T.  Hill,  idem,  vol.  74, 1902,  p.  306;  W.  B.  Phillips,  idem,  vol.  77, 1904,  p.  160;  vol.  18, 1904,  p.  212;  M.  P. 
Kirk  and  J.  W.  Maloolmson,  idem,  vol.  77, 1904,  p.  684;  and  W.  P.  Blake,  Trans.  Am.  Inst.  Min.  Eng., 
vol.  25, 1896,  p.  68.  For  a  full  discussion,  with  analyses,  of  the  composition  of  the  Terlingua  minerals, 
see  W.  F.  Hillebrand  and  W.  T.  Schaller,  Jour.  Am.  Chem.  Soc,  yd.  29, 1907,  p.  1180,  and  also,  hi  detafl, 
Bull.  U.  S.  Oeol.  Survey  No.  405, 1910.  On  mnaesite,  see  HiUebnnd  and  Schaller,  Am.  Jour.  ScL,  4th  aer., 
▼oL  30, 1910,  p.  202. 
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Mercuric  sulphide,  as  shown  in  the  list  of  mineral  species,  occurs 
in  two  forms — the  red,  rhombohedral  cixmabar  and  the  black,  iso- 
metric metacinnabarite.  To  the  one  species  the  artificial  product 
vermilion  corresponds,  while  the  ordinary  precipitated  sulphide, 
familiar  to  all  analysts,  is  amorphous  and  black.  Vermilion  is  pre- 
pared by  many  processes,  which  differ  in  detail,  but  can  be  referred 
to  two  simple  types.*  Mercury  and  sulphur,  under  the  influence  of 
heat,  unite  directly,  and  upon  sublinoing  the  product  the  scarlet  pig- 
ment is  obtained.  The  other  general  process  is  based  upon  the  fact 
that  the  black  sulphide,  when  acted  upon  by  solutions  of  alkaline  sul- 
phides, can  be  converted  into  the  red  form.  To  these  fundamental 
processes,  the  wet  and  the  dry,  the  various  syntheses  of  crystalline 
cinnabar  correspond,  with  the  wet  methods  predominating. 

According  to  Fouqu6  and  L6vy,'  J.  Durocher  obtained  cinnabar  by 
the  action  of  hydrogen  sulphide  upon  mercuric  chloride  at  a  red  heat. 
They  also  state  that  Deville  and  Debray  prepared  the  mineral  by 
heating  the  black  precipitated  sulphide  with  hydrochloric  acid  in  a 
sealed  tube  at  100''. 

C.  Doelter's  experiments*  were  also  conducted  in  sealed  tubes. 
Crystals  of  cinnabar  were  formed  when  metallic  mercury  was  heated 
with  hydrogen  sulphide  at  70®  to  90*^  during  six  days.  By  heating 
mercury  with  a  solution  of  hydrogen  sulphide  on  a  water  bath  he 
also  produced  both  cinnabar  and  the  black  modification. 

Several  syntheses  of  cinnabar  are  based  upon  the  solubility  of  mer- 
curic sulphide  in  alkaline-sulphide  solutions.  M.  C.  Mehu^  found 
that  the  mercuric  compound  was  iosoluble  in  either  sodium  hydroxide 
or  sodium  sulphide,  but  soluble  in  a  mixture  of  the  two.  On  dilu- 
tion, the  mixture  deposited  the  black  sulphide;  but  upon  the  passage 
of  carbon  dioxide  through  the  solution  the  red  modification,  cinnabar, 
was  formed.  According  to  S.  B.  Christy,^  amorphous  mercuric  sul- 
phide, heated  in  a  sealed  tube  with  alkahne  solutions  into  which 
hydrogen  sulphide  had  been  passed,  is  converted,  at  temperatures 
between  200®  and  250®,  into  cinnabar.  This  reaction  is  retarded  by 
the  presence  of  carbon  dioxide.  The  black  sulphide,  by  five  hours  of 
heating  to  180®  with  a  solution  of  potassimn  sulphydrate,  was  also 
transformed  into  cinnabar.  A  similar  transformation  of  vermilion 
into  cinnabar  is  also  reported  by  A.  Ditte.'  When  an  excess  of  ver- 
milion is  slowly  acted  upon  by  a  solution  of  potassium  sulphide  it 
gradually  changes  into  the  crystallized  mineral.     The  reactions,  as 

1 A  good  summary  of  the  individual  methods  for  the  preparation  of  vermilion  is  given  in  Watts'  Dic- 
tionary of  applied  chemistry,  vol.  2,  article  "Mercory." 

*  Synthtee  des  min^reux  et  des  roches,  p.  318.  These  data  seem  not  to  have  been  published  previously, 
bat  to  appear  for  the  first  time  In  the  vdume  cited. 

s  Zeitachr.  Kryst.  Mhi.,  voL  11, 1886,  p.  33. 

«  Jahresber.  Chemie,  1876,  p.  282. 

ft  Am.  Jonr.  Sci.,  8d  ser.,  vol.  17, 1879,  p.  463. 

•Compt.  Bend.,  vol.  96, 1884,  pp.  1271, 1880. 


Digitized  by  VnOOQ IC 


636  THE  DATA  OP  GEOCHEMISTRY. 

interpreted  by  Ditte,  are  rather  complex,  and  involve  the  formation 
and  decomposition  of  two  double  sulphides,  K2HgS2  and  K^HggS^. 
The  results  are  also  modified  by  variations  in  temperature  and  in  the 
concentration  of  the  solutions  employed.  J.  A.  Ippen^s*  observa- 
tions resemble  those  of  Christy.  The  black  precipitated  sulphide  of 
mercury,  heated  in  a  sealed  tube  with  a  solution  of  sodium  sulphide 
for  two  months  below  45*^,  became  crystallized  as  cinnabar.  The 
same  black  sulphide,  similarly  treated  with  hydrochloric  acid,  failed 
to  yield  the  red  form. 

L.  L.  de  Koninck^  found  that  mercuric  sulphide  is  very  soluble  in 
concentrated  solutions  of  the  alkaline  sulphides,  and  also  id  the 
sulphides  of  calcium,  strontium,  and  barium,  but  not  in  solutions  of 
sulphydrates.  Upon  slow  dilution  of  the  mercuric  solutions  thus 
obtained,  red  crystalline  cinnabar  was  precipitated.  Upon  rapid 
dilution,  the  black  amorphous  sulphide  was  thrown  down. 

E.  Weinschenk'  prepared  cinnabar  by  a  process  remotely  akin  to 
those  employed  by  Durocher  and  Doelter.  A  solution  of  mercuric 
chloride  and  ammonium  sulphocyanate  was  heated  in  a  sealed  tube 
from  four  to  six  days  at  a  temperature  between  230°  and  260°.  Both 
cinnabar  and  a  black  sulphide  were  obtaLued.  In  this  case  the  am- 
monium sulphocyanate  merely  served  as  a  generator  of  hydrogen 
sulphide,  which  was  the  active  reagent. 

Fiaally,  a  crystalline  mass  resembling  livingstonite  was  prepared 
by  A.  L.  Baker,*  who  fused  the  sulphides  of  mercury  and  antimony 
together  in  an  atmosphere  of  carbon  dioxide. 

It  will  be  noticed  that  several  of  the  syntheses  of  cinnabar  involve 
the  solubility  of  mercuric  sulphide  in  solutions  of  alkaline  sulphides 
or  sulphydrates.^  On  this  subject,  apart  from  synthetic  considered 
tions,  there  is  a  copious  literature,  and  the  earlier  observations  are 
by  no  means  concordant.  Even  the  recent  data  appear  to  be  often 
contradictoiy.  De  Koninck,  for  instance,  as  already  cited,  found 
that  the  sulphide  was  insoluble  in  alkaline  sulphydrates;  but  according 
to  G.  F.  Becker,"  this  statement  is  true  only  for  cold  solutions.  Mer- 
curic sulphide,  heated  with  a  solution  of  sodium  sulphydrate  on  the 
water  bath,  dissolves,  doubtless  forming  a  double  salt  of  the  formula 
HgS.nNajS.  Salts  of  this  type  must  be  produced  whenever  mer- 
curic sulphide  is  dissolved  ia  an  alkaline  solution,  and  Ditte's  re- 
searches have  told  us  something  of  their  nature.    The  solubility  of 

1  Mln.  pet.  Mitt.,  vol.  14, 19d4,  p.  114. 

s  Annales  Soc.  gfol.  Belgique,  vol.  18, 1891,  p.  xxv. 

•  Zeitschr.  Kryst.  Mln.,  vol.  17, 1800,  p.  408. 

•  Cited  by  Dana,  System  of  mineralogy,  p.  110,  from  Chem.  News,  vol.  42, 1880,  p.  196. 

ft  According  to  O.  A.  Binder  (Min.  pet.  Mitt.,  vol.  12, 1892,  p.  332),  even  distilled  water,  acting  on  cinnabar 
for  five  weeks  at  00^,  will  dissolve  traces  of  the  mineral. 

•  Am.  Jour.  Bci.,  3d  ser.,  vol.  83, 1887,  p.  100.  In  detail,  with  full  summaries  of  earlier  work,  in  Moo. 
U.  S.  Geol.  Survey,  vol.  13, 1888,  chapter  15.  Also,  preliminary,  in  Eighth  Ann.  Rept.  U.  S.  Geol.  Survey, 
pt.  2, 1880,  p.  985. 
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the  mercuric  sulphide  manifestly  depends  upon  considerations  of 
temperature,  pressure,  concentration,  and  the  nature  of  the  solutions 
employed,  whether  neutral  salts,  sulphydrates,  or  polysulphides. 
That  mercuric  sulphide  is  precipitated  again  by  dilution  has  been 
shown  by  various  observers,  and  Becker*  reports  admixtures  of 
metallic  mercury  in  the  sulphide  thus  thrown  down.  Here,  then, 
we  have  a  possible  explanation  of  the  frequent  association  of  free 
mercury  and  the  black  metacinnabarite,  although  relief  of  pressure 
may  be  in  some  cases  the  equivalent  of  dilution  as  a  precipitant. 
Organic  matter,  also,  is  a  probable  agent  of  reduction,  by  which  the 
metal  is  liberated.  Bituminous  substances,  such  as  idrialite,  nap- 
alite,  etc.,  are  commonly  associated  with  cinnabar;  and  at  the  Phoenix 
mine  in  California  an  inflammable  gas  issuing  from  cracks  in  the 
rocks  was  found  by  W.  H.  Melville'  to  have  the  following  com- 
position: 

Composition  of  gas  at  Phoenix  mine. 

CO2 0.74 

CH4 61.49 

Nj 31.44 

Oj 6.33 

100.00 

The  hydrocarbon  CH4,  it  must  be  observed,  is  the  first  member  of 
the  paraflBn  series,  to  which  some  bitumer^  belong.  Becker'  has 
shown  that  hydrocarbons  will  precipitate  mercuric  sulphide  from  its 
alkaline  solutions,  first,  probably,  as  metacinnabarite,  which  is  after- 
wards slowly  transformed  into  cinnabar.  Another  suggestion,  due  to 
A.  Schrauf  ,*  who  has  studied  the  occurrence  of  mercury  ores  in  Idria, 
is  that  the  metal  may  be  liberated  by  the  direct  dissociation  of  cin- 
nabar vapor.  He  also  ascribes  the  formation  of  some  metacinnaba- 
rite to  the  action  of  hydrogen  sulphide  upon  native  mercury.  Here 
again  we  are  reminded  that  the  same  point  may  be  reached  by  more 
than  one  road. 

According  to  Becker,*  the  chief  deposits  of  mercurial  ores  are  all 
in  the  neighborhood  of  igneous  rocks,  from  wldch,  it  is  highly  prob- 
able, they  were  originally  derived.  The  deep-seated  granites,  in 
his  opinion,  'form  the  principal  source  of  the  mercury.  The  ore 
bodies  in  some  cases  fill  fissures,  fractures,  or  cavities  in  rocks,  the 
latter  being  commonly  of  sedimentary  character;  and  in  other  in- 
stances the  cinnabar  forms  impregnations  in  sandstone  or  limestone. 

t  Am.  Jonr.  Sd.,  3d  ser.,  vol.  33, 1887,  p.  199. 
t  Mbn.  U.  8.  Qeol.  Survey,  vol.  13, 1888,  p.  373. 

•  Mineral  Roooroes  U.  8.  for  1802,  U.  8.  Geo!.  Survey,  1893,  p.  139. 

4  Jahrb.  E:.-k.  geol.  Reicteanstalt,  vol.  41, 1892,  pp.  383,  396.    Sohrauf  gives  many  citations  of  literap 
tare  relative  to  mercury,  and  especially  to  the  mines  of  Idria. 

•  Hon.  17.  8.  Oeol.  Survey,  vol.  13, 188S,  and  also,  briefly.  In  Mineral  Resources  U.  8.  for  1S92,  p.  139. 
In  the  monograph,  Becker  has  summed  up  the  conditions  at  all  important  localities  as  known  in  1887. 
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The  ores  are  commonly  associated  with  pyrite  or  marcasite,  sulp'nur, 
calcite,  barite,  gypsum,  opal,  quartz,  and  other  secondary  minerals, 
and  show  distinct  evidence  that  they  have  been  brought  up  from 
below  in  solution.^  In  many  cases,  if  not  in  all,  the  evidence  of 
hydrous  or  solfataric  origin  is  veiy  clear.  A.  Liversidge,*  for  ex- 
ample, reports  mercury  and  mercuric  sulphide  in  hot-spring  deposits 
near  Ohaiawai,  New  Zealand;  and  in  3,403  grams  of  a  sinter  from 
Steamboat  Springs,  Nevada,  Becker  and  Melville  •  found  0.0070 
gram  of  HgS.  Li  Becker's  opinion  alkaline  solutions  containing 
sulphides  are  the  natural  solvents  of  the  mercurial  compounds; 
although  V.  Spirek*  describing  the  deposits  at  Monte  Amiata,  Tus- 
cany, suggests  that  the  mercury  was  first  dissolved  as  sulphate  and 
precipitated  later  by  alkaline  polysulphides.  For  this  supposition 
there  seems  to  be  little  or  no  positive  evidence.  At  Idria  A.  Schrauf  * 
found  no  indications  of  the  existence  of  alkaline  thermal  springs — 
a  bit  of  negative  testimony  which  may  or  may  not  be  important.  It 
is  not  necessary,  however,  to  assume  that  the  mercurial  solutions  have 
been  the  same  at  all  localities.  In  fact,  they  must  have  varied  both 
in  their  chemical  composition  and  in  the  physical  conditions  under 
which  they  came  to  the  surface.  Even  the  diflFerences  in  the  rocks 
through  which  the  solutions  travel  would  modify  their  properties. 

ZINC  AND  CADMIUM. 

Zinc,  as  has  been  shown  in  the  earlier  portions  of  this  chapter, 
is  widely  diffused  in  the  rocks,  and  it  also  occurs  in  minute  propor- 
tions in  sea  water.  Cadmium  is  found  associated  with  zinc,  and 
the  very  rare  metals  gallium  and  indium  are  also  obtained  from  zinc 
ores." 


1  In  addition  to  Becker's  monograph,  see  J.  A.  Phillips,  Quart.  Jour.  Oeol.  Soc.,  vol.  35,  1879,  p.  890: 
and  J.  Le  Conte  and  W.  B.  Rising,  Am.  Jour.  Sci.,  3d  ser.,  vol.  24, 1882,  p.  23,  on  Sulphur  Bank,  Calilbmla. 
Le  Conte  (idem,  vol.  26, 1883,  p.  424)  has  dlacussed  the  deposits  at  Steamboat  Springs,  Nevada.  See  abo, 
on  Califbmlan  quicksilver  ores,  W.  Forstner,  Eng.  and  Min.  Jour.,  vol.  78, 1904,  p.  885, 426;  and  in  BuJL 
No.  27,  California  State  Mining  Bureau.  Wendebom  (Berg-  u.  hQttenm.  Zeitung,  vol.  63, 1904,  p.  274)  has 
described  mercury  deposits  in  Oregon;  and  O.  F.  Monckton  (Trans.  Inst  Mln.  Eng.  (British),  vol.  27, 
1004,  p .  463)  those  of  British  C/olumbia.  For  a  recent  study  of  the  mercury  mines  at  Mount  Avala,  Servia, 
see  H.  Fischer,  Zeltachr.  prakt.  Geologic,  vol.  14, 1906,  p.  245.  For  an  account  of  the  mines  at  Almaden, 
Spain,  see  H.  Kuss,  Annales  des  mines,  7th  ser.,  vol.  13, 1878,  p.  39.  On  Huancavelica,  Peru,  see  A.  P. 
Umlauff,  Bol.  Cueipo  ingen.  minas  Peru,  No.  7, 1904.  F.  Katser  (Berg-  u.  httttenm.  Jahrbuch,  vol.  55. 
1907,  p.  145)  has  described  the  merciuy  deposits  of  Bosnia.  A  list  of  the  principal  mercury  deposits  of 
the  world,  by  L.  Demaret,  is  given  in  Annales  des  mines  de  Belglque,  vol.  9, 1904,  p.  85. 

*  Jour.  Roy.  Soc.  New  South  Wales,  vol.  11,  p.  262.  See  also  J.  Park,  Trans.  New  Zealand  Inst..  voL  38, 
1904,  p.  27.  Park  cites  another  memoir  by  A.  P.  Griffiths,  in  Trans.  New  Zealand  Inst.  Min.  Eng.,  vol.  2, 
p.  48.  A  laterreport  by  J.  M.  Bell  and  £ .  de  C.  Claxte  Is  In  BulL  New  Zealand  G«ol.  Survey  No.  8,  lOOO, 
p.  87. 

« Mon.  U.  S.  Geol.  Survey,  vol.  13, 1888,  p.  844. 

« Zeitschr.  prakt.  Oeologie,  1897,  p.  869;  idem,  1902,  p.  297.  Spirek  gives  rafermoes  to  oUwr  lltemtiire 
concerning  Monte  Amiata.  See  also  R.  Rosenlecher,  Zeitschr.  prakt.  Oeologie,  1894,  p.  337,  on  this  and 
other  Tuscan  deposits.    On  the  mines  of  Vallalta-Sagron,  see  A.  Rsebak,  idem,  1905,  p.  325. 

s  Jahrb.  K.-k.  geol.  Relchsanstalt,  vol.  41, 1892,  p.  379. 

fl  On  the  occurrence  of  gallium,  indium,  germanium,  and  other  nre  metals  in  sine  blende,  see  G.  Urbain 
(>>mpt.  Rend.,  vol.  149, 1909,  p.  602. 
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Although  native  zinc  has  been  several  times  reported,  its  existence 
is  doubtful.  None  of  the  occurrences  is  completely  authenticated. 
The  fundamental  ore  of  zinc  is  the  sulphide,  ZnS,  known  as  sphal- 
erite, blende,  or  black-jack  when  crystallized  in  the  isometric  system, 
or  as  wurtzite  when  it  is  hexagonal.  Cadmium  is  found  almost 
exclusively  as  the  sulphide,  CdS,  or  greenockite,  which  is  also  hex- 
agonal.^ Many  massive  blendes  are  really  mixtures  of  sphalerite 
and  wurtzite.^  The  rare  mineral  voltzite  is  an  oxysulphide  of  zinc, 
4ZnS.ZnO. 

Sphalerite,  wurtzite,  and  greenockite  have  all  been  prepared  syn- 
thetically, and  wurtzite  has  been  repeatedly  observed  as  a  furnace 
product.*  According  to  H.  de  Senarmont,*  sphalerite  is  formed  when 
zinc  solutions  are  heated  in  sealed  tubes  in  an  atmosphere  of  hydro- 
gen sulphide — a  method  which  w^as  also  employed  by  H.  Baubigny.* 
J.  Durocher*  prepared  sphalerite  by  heating  zinc  chloride  in  a 
stream  of  hydrogen  sulphide.  Cadmium  chloride  treated  in  the 
same  way  gave  greenockite. 

By  fusing  precipitated  cadmium  sulphide  with  potassium  carbon- 
ate and  sulphur  E.  Schuler^  obtained  crystals  of  greenockite.  This 
observation  has  since  been  verified  by  R.  Schneider.®  H.  Sainte- 
Claire  DeviUe  and  H.  Troost'  fused  zinc  sulphate,  calcium  fluoride, 
and  barium  sulphide  together,  and  produced  crystals  of  wurtzite. 
With  cadmium  sulphate  greenockite  was  formed.  They  also  obtained 
wurtzite  by  passing  hydrogen  over  red-hot  zinc  sulphide.  The  latter 
was  decomposed,  forming  zinc  vapor  and  hydrogen  sulphide,  which 
reacted  in  the  cooler  parts  of  the  apparatus  to  produce  the  crystal- 
line mineral.  Wurtzite  and  greenockite  were  prepared  by  T.  Sidot^® 
when  zuic  or  cadmium  oxide  was  heated  in  the  vapor  of  sulphur.  In 
another  paper  ^^  he  states  that  amorphous  zinc  sulphide,  heated  in 
an  atmosphere  of  nitrogen  or  of  sulphur  dioxide,  crystallizes  into 
wurtzite.  P.  Hautefeuille^'  heated  zinc  and  cadmium  sulphide 
under  a  layer  of  powdery  alumina;  the  two  compounds  volatilized 
and  were  redeposited  on  the  surface  of  the  alumina  as  wurtzite  or 
greenockite.  He  also  found  that  blende,  heated  to  redness,  was 
transformed   into   wurtzite.     R.    Lorenz*'   obtained   wurtzite    and 

1  A  basic  carbonate  of  cadmium  and  the  crystallized  oxide,  CdO,  are  recently  discovered  minerals, 
s  See  J.  Noeltinf;,  Zeitschr.  Kryst.  Mtn.,  vol.  17, 1S90,  p.  230. 

«  See  W.  Btahl,  Berg-  u.  httttenm.  Zeltung,  1888,  p.  207;  H .  FCratner,  Zeltschr.  Kryst.  Min.,  vol.  5, 1881, 
p.  363;  and  H.  Traube,  Neues  Jahrb.,  Beil.  Bd.  9, 1894,  p.  151. 

*  Compt.  Rend.,  vol.  32, 1851,  p.  400.    Tbe  description  of  the  process  is  very  vague. 

*  Bee  L.  Bourgeois,  Reproduction  artlficielle  des  mindraux,  p.  28. 
>     f  Compt.  Rend.,  vol.  32, 1851,  p.  825. 

'  Llebig's  Annalen,  vol.  87, 1853,  p.  34. 
B  Pogg.  Annalen,  vol.  149. 1873,  p.  391. 

*  Compt.  Rend.,  vol.  52, 1861,  p.  920. 
M  Idem,  VOL  62, 1866,  p.  999. 

u  Idem,  vol.  63, 1866,  p.  188. 
M  Idem,  vol.  93, 1881,  p.  821. 
u  Ber.  Deutach.  chem.  Oesell.,  vol.  24, 1891,  p.  1501. 


Digitized  by  VnOOQ IC 


640  THE  DATA  OP  GBOCHBMISTBT. 

greenockite  by  acting  on  the  vapor  of  zinc  or  cadmium  with  hydro- 
gen sulphide.     This  process  recalls  that  of  Deville  and  Troost. 

Two  hydrochemical  processes  have  also  yielded  greenockite.  C. 
Geitner^  heated  metallic  cadmium  with  sulphurous  acid  to  200^  in 
a  sealed  tube.  A  mixture  of  amorphous  and  crystalline  sulphide  was 
deposited.  A.  Ditte'  found  that  amorphous  cadmium  sulphide  could 
be  dissolved  in  ammonium  sulphydrate,  especially  at  a  temperature 
of  60°.  On  cooling,  crystals  of  greenockite  and  free  sulphur  were 
formed. 

For  geological  purposes  these  syntheses  of  blende  and  wurtzite  are 
very  suggestive.  Blende  is  formed  at  relatively  low  temperatures, 
and  at  higher  temperatures  it  is  transformed  into  the  hexagonal 
modification.  An  ore  body  containing  wurtzite  is  therefore,  prob- 
ably, a  product  of  relatively  high  temperatures.  What  these  tem- 
peratures are  and  at  what  temperatures  the  transformation  takes 
place  remain  to  be  determined.  The  hydrochemical  syntheses  of 
blende,  furthermore,  are  paralleled  by  certain  natural  occurrences  of 
the  mineral.  G.  Bischof,'  for  example,  mentions  a  sinter,  formed 
within  historical  times  in  an  old  lead  mine,  which  contained  37.57  per 
cent  of  ZnS.  It  was  probably  produced  by  the  action  of  decaying 
wood  upon  the  zinc-bearing  mine  waters.  In  North  St.  Louis,  Mis- 
souri, H.  A.  Wheeler*  found  massive  blende  embedded  in  lignite, 
where  it  had  evidently  been  formed  by  the  reducing  action  of  organic 
matter  upon  other  zinc  compounds.  C.  R.  Keyes*  speaks  of  blende 
crystals,  one-fourth  inch  across,  which  had  grown  on  iron  naUs 
immersed  in  a  mine  water  during  fifteen  years.  W.  P.  Jenney*  also 
refers  to  the  deposition  of  crystallized  blende  on  the  walls  of  a  tunnel 
which  had  been  closed  and  flooded  for  ten  or  twelve  years.  Some 
crystals  were  deposited  on  the  pick  marks  left  by  the  miners. 

Zinc  sulphide  is  also  known  in  nature  as  a  chemical  precipitate. 
In  workings  at  Galena,  Kansas,  large  cavities  have  been  found,  filled 
with  a  white  mud  which  consisted  of  nearly  pure  zinc  sulphide 
mingled  with  acid  water.''  Evidently  the  zinc  had  been  dissolved, 
probably  by  the  oxidation  of  blende,  and  then  thrown  down  again, 
either  by  sulphureted  waters  or  by  organic  matter.  Natural  solu- 
tions of  zinc  sulphate  exist  in  the  region  around  Joplin,  and  have 
already  been  described  in  previous  portions  of  this  volume.'    An 

1  Lieblg's  Annalen,  vol.  129, 1864,  p.  8fi0. 

*  Compt.  Rend.,  vol.  86, 1877,  p.  402. 

*  Lehrbuch  der  cheznlschen  und  physlkalisohen  Oeologie,  2d  ed.,  vol.  1,  p.  £89. 

^Traos.  Acad.  Sci.  St.  Louis,  vol.  7, 1895,  p.  123.  Other  associations  of  sphalerite  with  coal,  also  in 
Missouri,  are  mentioned  by  W.  P.  Jenney,  in  Trans.  Am.  Inst.  Min.  Eng.  ,voI.  83, 1908,  p.  460. 

ft  Trans.  Am.  Inst.  Mln.  Eng.,  vol.  31, 1901,  p.  611. 

'  Idem,  vol  33, 1903,  p.  470. 

7  Described  by  J.  D.  Robertson,  Am.  Jour.  Sci.,  3d  ser.,  vol.  40, 1890,  p.  160;  and  by  M.  W.  lies  and  J.  D. 
Hawkins,  Eng.  and  Min.  Jour.,  voL  49, 1890,  p.  499. 

*  See  ante,  p.  177. 
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occurrence  of  sphalerite  as  a  primary  mineral  in  granite  has  heen 
reported  by  E.  Bimaim.^ 

The  oxidized  compounds  of  zinc,  as  natural  minerals,  are  fairly 
numerous.    The  following  species  are  especially  noteworthy: 

Zincite ZnO. 

Gahnite' ZnAl^O*. 

Franklinite' ZnFe204. 

Chalcophanite' ZnO.2MnO2.2H2O. 

Smithflonite ZnCO,. 

Hydrozincite ZnCO,.2Zn02Ha. 

Willemite* ZnaSi04. 

Calamine ZnaHjSiOj. 

Clinohedrite ZnCaHjSiOj. 

HardyBtonite ZnCa^SijOr. 

To  this  list  may  be  added  the  phosphates,  hopeite^  and  kehoeite; 
the  arsenates,  adamite,  kottigite,  and  veszelyite;  descloizite,  a  vana- 
date of  lead  and  zinc;  and  the  sulphates,  goslarite  and  zincaluminite. 
Je£fersonite  is  a  zinc-bearing  pyroxene,  and  danalite  is  a  silicate  plus 
sulphide,  of  zinc,  manganese,  iron,  and  glueinum.  None  of  these 
species  need  further  mention  except  goslarite,  ZnS04.7HaO,  which  is 
the  compound  of  zinc  existing  in  mine  waters  and  in  zinciferous 
springs.  When  zinc  is  removed  from  an  ore  body  by  solution,  it  is 
carried  in  this  form. 

Zincite,  the  natural  oxide  of  zinc,  is  well  known  as  a  furnace  prod- 
uct, and  it  has  also  been  repeatedly  synthetized.*  According  to  A. 
Daubrfie,*  when  zinc  chloride  and  water  vapor  act  upon  lime  at  a  red 
heat,  zincite  is  formed.  Ferri^es  and  Dupont^  obtained  it,  at  a 
similar  temperature,  by  the  action  of  steam  upon  zinc  chloride  alone. 
By  heating  the  amorphous  oxide  in  an  atmosphere  of  oxygen,  T. 
Sidot*  was  able  to  effect  its  crystallization.  A.  Gorgeu*  prepared 
the  mineral  by  several  processes,  one  of  which  consisted  in  the  gradual 
calcination  of  zinc  sulphate  or  nitrate.  In  this  case  better  results 
were  obtained  when  an  alkaline  sulphate  was  mingled  with  the  zinc 
salt.  Zincite  was  also  formed  when  a  mixture  of  zinc  fluoride  and 
potassium  fluoride  was  strongly  heated  in  a  current  of  steam. 

The  zinc  spinels,  gahnite  and  franklinite,  have  also  been  arti- 
ficially prepared.     J.  J.  Ebelmen"  obtained  gahnite  by  fusing  a 

1  ZdtSQhr.  prakt.  Oeologie,  1910,  p.  123. 

s  The  formulae  here  glyen  are  ideal.    Part  of  the  tine  is  commonly  replaced  by  manganese  or  iron. 

•  TitMBtite  18  a  manganlferous  wUlemite. 

•  For  a  synthesis  of  hopeite,  see  C.  Friedel  and  E.  Sarasin,  BulL  Soc.  mln.,  toL  2, 1879,  p.  153. 

»  See  H.  Tnuihe,  Neues  Jahrb.,  Bell.  Bd.  9, 1894,  p.  151;  and  H.  Rlea,  Am.  Jour.  8cL,3d  ser.^vol.  48, 1894, 
p.  2S6,  on  sinoite  as  a  fumaoe  product  See  atoo  J.  T.  Cundell  and  A.  Hutchinson,  Mln.  Mag.,  vol.  9, 1892, 
p.  5.  L.  Bourgeois  (Reproduction  artifldelle  des  mindraux)  cites  other  examples,  and  so,  too,  does  Ries. 
Bourgeois  also  mentionB  syntheses  by  Beoquerel  and  Regnault,  but  his  references  are  ecioneous  and  I  con 
not  Terlfy  theoL 

«  Compt.  Rend.,  vol  39, 1854,  p.  135. 

t  See  Bourgeois,  op.  dt.,  p.  56. 

•  Compt.  Rend.,  voL  09, 1889,  p.  201. 

•  Idem,  vol.  104. 1887,  p.  120. 

»  Annales  ohlm.  phys.,  3d  ser.,  vol.  38, 1861,  p.  84. 

101381**— BuU.  491—11 41 
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mixture  of  alumina,  zinc  oxide,  and  boron  trioxide.  When  ferric  oxide 
was  used  in  place  of  alumina,  franklinite  was  formed.  By  vapor- 
izing aluminum  chloride  and  zinc  chloride  over  lime  at  a  red  heat,  A. 
Daubr6e^  prepared  gahnite;  and  franklinite  was  similarly  produced 
by  using  the  chlorides  of  iron  and  zinc.  H.  Sainte-Claire  Deville 
and  H.  Caron'  obtained  gahnite  by  vaporizing  a  mixture  of  zinc 
and  aluminum  fluorides  in  presence  of  boric  oxide.  A.  Stelzner' 
found  gahnite,  with  f ayaUte,  in  the  walls  of  a  muffle  of  a  zinc  furnace 
at  Freiberg,  where  it  had  been  formed  by  the  action  of  zinc  vapors 
upon  the  clay  siUcates.  In  another  similar  case,  H.  Schulze  and 
Stelzner^  report  the  formation  of  willemite  and  tridymite.  The 
occurrence  of  crystallized  willemite  in  a  fujnace  slag  has  also  been 
recorded  by  W.  M.  Hutchings.^ 

According  to  A.  Daubr6e,*  willemite  can  be  prepared  by  the  action 
of  siUcon  tetrachloride  upon  zinc  oxide  at  a  red  heat.  This,  how- 
ever, was  denied  by  H.  Sainte-Claire  Deville,*  who  found  that  willem- 
ite was  decomposed  by  silicon  chloride.  It  is  formed  when  silicon 
fluoride  acts  upon  zinc  oxide,  and  also  by  the  action  of  zinc  fluoride 
upon  heated  silica.  A.  Gorgeu'  produced  willemite  by  two  proc- 
esses. First,  zinc  sulphate,  calcined  with  an  alkaline  sulphate  and 
silica,  yields  willemite  and  tridymite.  Secondly,  the  mineral  is  formed 
when  zinc  chloride  is  fused  with  silica  in  presence  of  steam. 

By  heating  metallic  zinc  with  seltzer  water  in  a  sealed  tube  at 
100°,  L.  Bourgeois*  obtained  crystals  of  smithsonite.  G.  Bischof  • 
cites  a  number  of  instances  in  which  zinc  carbonate  has  formed  as  a 
deposit  from  natural  waters. 

In  nature,  zinc  ores  occur  under  a  variety  of  conditions — in  true 
metalliferous  veins,  in  metamorphic  rocks,  and  under  circumstances 
which  indicate  a  sedimentary  origin.  In  some  cases  they  form  metsr- 
somatic  replacements  of  limestone.  Percolating  solutions  of  zinc, 
permeating  limestones,  would  necessarily  react  upon  the  latter,  the 
ziuc  being  deposited  as  carbonate  in  place  of  the  removBd  lime  com- 
pounds.   Pseudomorphs  of  smithsonite  after  calcite  are  well  known. 

In  the  introduction  to  this  chapter  evidence  was  adduced  showing 
that  zinc  was  present,  albeit  in  small  amounts,  in  Archean  rocks, 
from  which  it  may  be  concentrated.  It  is  also  found  in  diffused 
traces  in  many  sedimentary  rocks.     L.  Dieulaf ait  *®  detected  zinc  in 

&  Compt.  R«nd.,  vol.  39, 1854,  p.  135. 
s  Idem,  vol.  46, 1868,  p.  766. 

•  Neaes  Jahrb.,  pt.  1, 1882,  p.  170. 
4  Idem,  pt.  1, 1881,  p.  120. 

»  Geol.  Mag.,  3d  aer.,  voL  7, 1800,  p.  31. 

•  Compt.  Rend.,  vol.  £2, 1861,  p.  1304. 
T  Idem,  vol.  104, 1887,  p.  120. 

>  Reprodaction  artificIeUe  des  min^rauz,  p.  144. 

«  Lehrbuch  der  chemJscAien  und  physUcaUaohen  Qeologle,  2d  ed.,  vol.  1,  p.  KL 
10  Compt.  Rend.,  vol.  90, 1880,  p.  1573,  and  vol.  96, 1883,  p.  70. 
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hundreds  of  samples  of  Jurassic  limestone  from  central  France.  J.  D. 
Robertson^  fomid  it,  with  lead  and  copper,  in  the  limestones  of  Mis- 
souri, and  J.  B.  Weems'  determined  lead  and  zdnc  in  the  limestones 
and  dolomites  of  the  Dubuque  region,  Iowa.  The  average  of  nine 
samples  analyzed  by  Weems  gave  0.00326  per  cent  Pb  and  0.00029 
per  cent  Zn.  Robertson's  figures  are  as  follows  for  six  Silurian  mag- 
nesian  limestones  and  seven  limestones  from  the  ''Lower"  Carbon- 
iferous; they  are  stated  in  percentages.  i 

Lead^  zincy  and  copper  in  Umestanea. 


Silurian. 


Lower  Carboniferous. 


Lead... 

Zinc 

Copper. 


Trace  to  0.00156 
0.00016  to  0.01536 
0.00040  to  0.00256 


Trace  to  0.00346 
Trace  to  0.00255 
Trace  to  0.00880 


Small  as  these  proportions  are,  they  are  suflBicient  to  account  for 
the  formation  of  the  ore  bodies  in  the  regions  studied.  In  each  region 
a  comparatively  moderate  amount  of  decomposition  of  the  country 
rocks  would  supply  the  ores  contained  in  the  known  deposits.' 

Similar  results  to  those  of  Weems  and  Robertson  were  obtained 
by  A.  M.  Finlayson^  in  his  study  of  the  British  lead  and  zinc  deposits. 
These  metals  were  found  in  the  country  rocks  in  quantities  of  the 
same  order  of  magnitude,  and  were  more  abundant  in  the  granites 
than  in  the  limestones.  Finlayson  regards  the  metals  as  having  been 
brought  up  in  solution  from  below,  in  waters  which  contained  alka- 
line sulphides  and  also  fluorine.  The  order  of  deposition  of  the  vein 
minerals  was  chalcopjrrite,  first,  then  fluorite,  blende,  galena,  and 
finally  pyrite. 

This  association  of  sphalerite  with  other  sulphides  is  very  general, 
so  much  so  that  economic  geologists  usually  consider  lead  and  zinc 
together.  In  the  famous  ore  bodies  of  the  Mississippi  Valley  the  two 
ores  are  rarely  found  quite  apart,  although  in  one  locality  zinc  may 
predomiaate,  while  lead  is  the  chief  thing  of  value  in  another.  Cal- 
cite,  dolomite,  and  sometimes  fluorite  or  barite  are  frequent  com- 
panions of  the  ores,  and  bituminous  matter  is  often  present  also.  By 
alteration  of  sphalerite,  surface  deposits  of  calamine  and  smithsonite 
are  formed,  just  as  oxidized  ores  are  developed  above  bodies  of  copper 
sulphide.  Secondary  crystallizations  of  sphalerite  are  also  common 
where  solutions  of  zinc  sulphate,  formed  near  the  top  of  an  ore  body, 
have  percolated  downward  and  been  reduced  to  sulphide  again.    It 

t  Missouri  Geol.  Survey,  vol.  7, 1894,  pp.  479-481. 

*  Cited  by  S.  Calvin  and  H.  F.  Bain,  Iowa  Oeol.  Survey,  vol.  10, 1900,  p.  £66. 

*  See  T.  C.  Chamberiin,  Geology  of  Wisconsin,  vol.  4, 1882,  pp.  367-653,  and  A.  Wlnslow,  Missouri  Geol. 
Survey,  vols.  6  and  7,  especially  voL  7, 1894,  p.  467,  etc. 

*  Quart.  Jour.  Geol.  Soc.,  vol.  66, 1910,  p.  290. 
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is  highly  probable  that  pyrite  or  marcasite  may  react  upon  the  zinc- 
bearing  solutions  and  aid  in  the  regeneration  of  the  sphalerite.  Some 
experiments  by  H.  N.  Stokes/  carried  out  in  the  laboratory  of  the 
United  States  Geological  Survey,  have  shown  the  possibility  of  such 
reactions.  Pyrite  and  marcasite  heated  to  180^  with  solutions  of  zinc 
salts  and  alkaline  carbonates  actually  yield  zinc  sulphide.  Sphalerite 
sometimes  occurs  in  stalactitic  forms,  which  could  be  deposited  only 
from  solutions.  The  calamine  and  smithsonite  are  sometimes  pure  and 
crystalline,  sometimes  quite  impure  and  earthy.  The  so-called  ''tal- 
low clays"  of  Missouri  and  Arkansas  are  zinc-bearing  clays,  probably 
mixtures  of  aluminous  sihcates  with  calamine,  and  they  contain  from 
4  or  5  per  cent  up  to  66  per  cent  of  zinc  oxide.*  Similar  clays,  from  an 
ore  body  at  Leadville,  Colorado,  were  analyzed  by  W.  F.  Hillebrand.' 

On  the  sedimentary  lead  and  zinc  ores  of  the  Mississippi  Valley 
there  is  a  copious  Uterature,  with  much  discussion  about  genetic  prob- 
lems. Some  authorities  derive  the  ores  from  ascending,  heated 
waters;  some  find  their  proximate  sources  in  the  adjacent  limestones, 
and  others  trace  them  still  further  back  to  Archean  rocks,  or  argue 
that  the  zinc  and  lead  were  deposited  with  the  sediments  from  solu- 
tion in  the  Silurian  ocean.  All  agree,  however,  that  the  ores  were 
deposited  from  solution,  which  is  the  essential  fact  for  the  geochem- 
ist  to  consider.* 

The  zinc  mines  at  Franklin  and  Sterling  Hill,  New  Jersey,  are  of 
a  different  type  from  those  of  the  Mississippi  Valley,  being  indeed 
unique.     Here  zindte,  franklinite,  and  willemite,  ores  which  are  rare 

>  Eoon.  Oeology,  toI.  2, 1907,  p.  17.  See  also  tbe  work  of  Anthon,  SohOrmaim,  and  others,  already  cited 
on  p.  612,  ante.  • 

s  See  W.  H.  Seamon,  Am.  Jour.  Sci.,  3d  ser.,  vol.  39, 1890,  p.  38;  and  J.  C.  Branner,  Ann.  Rept.  QeoL 
Survey  Arkansas,  vol.  5, 1892,  pp.  9-84.  Both  authors  give  analyses,  and  other  analyses  by  T.  M.  Chataid 
and  H.  N.  Stokes  can  be  found  in  Bull.  U.  8.  Geol.  Survey  No.  228, 1904,  pp.  361, 362.  A  shnOar  day  tmau 
Bertha,  Virginia,  with  12.1  percent  ZnO,  was  described  by  B.  H.  Heyward,  Chem.  News,  vol.  44, 1881,  p.  207. 

•  Hon.  U.  S.  Oeol.  Survey,  vol.  12, 1886,  p.  603. 

« For  data  concerning  these  deposits,  see  J.  D.  Whitney,  Bept.  OeoL  Survey  Wisooostai,  voL  1,  chapter  6» 
1862;  T.  C.  Chamberlin,  Geology  of  Wisconsin,  vol.  4,  1882,  pp.  367-653;  W.  F.  Blake,  BulL  Geol.  Soc. 
America,  vol.  6, 1883,  p.  25;  U.  8.  Grant,  BuIL  Wisconsin  Geol.  Nat.  Hist.  Survey  No.  9, 1903,  and  BulL 
U.  S.  Geol.  Survey  No.  260, 1906,  p.  306;  E.  E.  Ellis,  idem,  p.  310;  A.  O.  Leonard,  Iowa  GeoL  Survey,  voL 
6, 1897,  pp.  13-66;  and  Am.  Geologist,  vol.  16, 1905,  p.  288;  H.  F.  Bain,  Bull,  U.  8.  Geol.  Survey  No.  225, 
1904,  p.  202;  A.  Wlnslow,  Missouri  Geol.  Survey,  vols.  6  and  7, 1804,  and  Jour.  Geology,  vol.  1, 1803,  p.  612; 
J.  D.  Robertson,  Am.  Geologist,  voL  16, 1895,  p.  235;  Bain,  Van  Hise,  and  Adams,  Twenty-asoond  Ann. 
Rept.  U.  8.  Geol.  Survey,  pt.  2, 1902,  p.  23;  W.  F.  Jenney,  Trans.  Am.  Inst.  Min.  Eng.,  voL  22, 1894,  ppw 
171, 642;  E.  Hedbuxg,  idem,  vol.  31, 1901,  p.  379;  J.  C.  Branner,  Ann.  Rept.  Geol.  Survey  Arkansas,  voL5, 
1892,  and  Trans.  Am.  Inst.  Min.  Eng.,  vol.  31, 1901,  p.  572;  G.  I.  Adams,  idem,  voL  34, 1904,  p.  163;  BulL 
U.  8.  Geol.  Survey  No.  213,  1903,  p.  187,  and  Frof.  Faper  U.  8.  Geol.  Survey  No.  24, 1904;  W.  8.  T.  Smith, 
BuU.  U.  8.  GeoL  Survey  No.  213, 1903,  p.  196,  and  A.  Keith,  BnU.  U.  8.  GeoL  Survey  No.  225, 1904,  p.  206. 
See  also  W.  H.  Case,  Trans.  Am.  Inst.  Min.  Eng.,  vol.  22, 1894,  p.  511,  on  the  lino  ores  of  Bertha,  Virginia. 
8.  F.  Emmonfl'<TFans.  Am.  Inst.  Min.  Eng.,  vol.  22,  1894,  p.  83)  briefly  discusww  the  origin  of  sine  ores, 
and  so  too  does  C.  R.  Van  Hise  in  his  Treatise  on  metamorphism,  Mon.  U.  S.  GeoL  Survey,  vol.  47, 1904, 
pp.  1125-1158.  A  zinc  deposit  hi  Nevada  is  described  by  Bahi,  BulL  U.  S.  GeoL  Survey  No.  286, 1906»  p.  166. 
other  recent  publications  are  by  E.  Haworth  and  others,  Kansas  Univ.  GeoL  Survey,  voL  S,  1904;  E.  R. 
Buckley  and  H.  A.  Buehler,  Missouri  Bur.  GeoL  and  Mhies,  2d  ser.,  voL  4, 1906;  H.  F.  Bafai,  BulL  U.  S. 
Ged.  Survey  No.  294, 1907;  T.  L.  Watson,  Bull.  Am.  Inst.  Mhi.  Eng.,  March,  1906.  See  also  Bahi,  BulL 
Wisconsin  GeoL  Nat.  Hist.  Survey  No.  19, 1907.  On  the  genesis  of  the  Oiark  deposits,  see  C.  R.  Keyes^ 
Bull.  Am.  Inst.  Mhi.  Eng.,  1909,  p.  119. 
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minerals  elsewhere,  are  most  abundant,  while  blende  is  present  only 
in  insignificant  quantities.  The  ore  bodies  occur  in  crystalline  lime- 
stone, in  contact  with  gneiss,  and  the  limestone  is  pierced  by  numer- 
ous granitic  dikes.  It  seems  probable,  from  the  character  of  the  ores 
and  their  mineralogical  associations,  that  they  were  formed  by  con- 
tact metamorphism.  A  bed  of  limestone  containing  calamine  and 
smithsonite,  together  with  other  impurities,  might  be  expected  to 
change,  by  thermal  metamorphosis,  into  just  such  a  formation  as  that 
at  Franklin.  The  smithsonite  would  yield  zincite,  the  willemite 
might  be  formed  from  calamine,  and  the  franklinite  and  gahnite,  with 
other  spinels,  could  develop  exactly  as  members  of  the  spinel  group 
develop  in  ordinary  limestones.  This  hypothesis  needs  verification, 
but  it  is  plausible  and  simple.  In  southwestern  New  Mexico,  accord- 
ing to  W.  P.  Blake,^  zinc  ores  occur  in  a  contact-metamorphosed 
limestone;  but  blende  is  the  principal  mineral.  Blake,  however,  is 
inclined  to  correlate  this  deposit  with  that  at  Franklin,  notwith- 
standing their  differences.* 

Although  lead  is  one  of  the  commoner  heavy  metals,  native  lead  is 
exceedingly  rare.  It  is  known,  however,  frqm  several  localities,  but 
it  is  always  of  secondary  origin,  a  product  of  reduction.' 

The  principal  ore  of  lead  is  the  normal  sulphide,  galena,  PbS. 
AlUed  to  this  are  the  rare  selenide,  clausthaUte,  and  altaite,  the  cor- 
responding telluride.^  The  synthetic  preparation  of  galena  has  been 
effected  by  various  methods,  both  wet  and  dry.  J.  Durocher* 
obtained  it  by  the  action  of  hydrogen  sulphide  upon  lead  chloride  at  a 
red  heat.  Any  other  salt  of  lead  would  probably  serve  the  same 
purpose.  Even  the  siUcate  of  lead  contained  in  glass,  according  to 
T.  Sidot,*  when  heated  in  the  vapor  of  sulphur,  yields,  galena.  F. 
Stolba^  produced  crystals  of  the  sulphide  by  heating  the  amorphous 
compound  to  dull  redness  with  chalk.  F.  de  Marigny*  produced 
galena  by  fusing  Utharge  with  iron  pyrites  and  starch.  F.  Roessler* 
crystallized  both  galena  and  clausthahte  from  solution  in  molten 

1  Trans.  Am.  Inst.  Min.  Eng.,  vol.  24, 1886,  p.  187. 

s  For  data  regarding  the  Franklin  region,  aee  F.  L.  Nason,  Ann.  R«pt.  State  Geologist,  New  Jersey,  1890, 
p.  25;  and  J.  F.  Kemp,  Trans.  New  York  Aoad.  Sci.,  vol.  13, 1893,  p.  76.  Kemp  gives  references  to  earlier 
literature.    See  also  J.  E.  Wolfl,  Bull.  U.  S.  Qeol.  Survey  No.  213, 1903,  p.  214. 

•  A.  Hamberg  (Zeitsehr.  Kryst.  Min.,  vol.  17, 1890,  p.  253)  has  suggested  that  at  Harsttg,  Sweden,  the 
lead  was  reduced  by  arsenlous  oxide. 

•  Nagyagite  is  a  sulphotelluride  of  lead,  gold,  and  antimony.  Naomannlte,  lehrbacbite,  and  sorgite  are 
selenldes  of  lead  with  silver,  mercury,  or  copper. 

»  Compt.  Rend.,  vol.  32, 1851,  p.  825.  See  also  A.  Camot,  dted  by  L.  Bourgeois,  Reproduction  artifl- 
delle  des  minfirauz,  p.  30. 

•  Compt.  Rend.,  vol.  62, 1866,  p.  999. 
'  7  Jahresber.  Chemie,  1863,  p.  242. 

•  Compt.  Rend.,  vol.  58, 1864,  p.  967. 

•  Zeitsehr.  anorg.  Chemie,  vol.  9,  1886,  p.  41.  By  passing  selenium  vapor  over  melted  lead  G.  Little 
(Llebig's  Annalen,  vol.  112, 18S9,  p.  211)  also  produoed  the  selenide. 
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lead.  By  distillation  of  a  mixture  containing  lead  oxide,  sulphur, 
and  ammonium  chloride,  E.  Weinschenk*  also  prepared  crystals  of 
galena.  It  is  furthermore  to  be  noted  that  galena  is  not  imcommon 
in  furnace  slags,  and  that  Mayen^n'  has  reported  its  formation  as 
a  product  of  sublimation  in  a  burning  coal  mine. 

The  foregoing  syntheses  of  galena  have  small  geological  signifi- 
cance. In  nature,  the  mineral  appears  to  be  commonly  formed  by 
hydrochemical  reactions,  and  these  can  be  imitated  in  the  laboratory. 
C.  Doelter'  allowed  lead  chloride,  sodium  bicarbonate,  and  a  solution 
of  hydrogen  sulphide  in  water  to  remain  in  a  sealed  tube  at  ordinary 
room  temperature  during  five  months.  Crystals  of  galena  were  thus 
formed.  E.  Weinschenk*  heated  a  solution  of  lead  nitrate  with 
ammonium  sulphydrate  to  180^  in  a  sealed  tube  and  also  obtained 
galena.  H.  N.  Stokes*  has  found  that  pyrite  or  marcasite,  heated 
with  a  solution  of  lead  chloride  to  180°,  will  precipitate  lead  sul- 
phide. A.  Daubr6e'  observed  the  formation  of  galena,  together  with 
anglesite  and  phosgenite,  by  the  action  of  the  thermal  waters  of 
Bourbonne-les-Bains  on  metallic  lead.  Lead  sulphide  is  also  known 
in  spring  deposits,^  and  as  a  pseudomorphous  replacement  of  other 
minerals.  W.  lindgren*  mentions  replacements  of  calcite,  dolomite, 
and  quartz,  and  also  of  orthoclase  and  rhodonite.  W.  H.  Hobbs*  has 
described  secondary  galena  as  a  surface  film  on  cerusite,  formed 
probably  by  the  action  of  hydrogen  sulphide  on  the  latter  mineral. 
That  galena  itself  is  slightly  soluble  in  water  and  also  in  solutions  of 
sodium  sulphide  has  been  shown  by  C.  Doelter.*®  A.  Gautier"  has 
shown  that  galena  is  dissociated  into  its  elements  by  the  action  of 
steam  at  a  red  heat.  AUttle  galena  volatilizes  and  is  redeposited  in 
crystalline  form,  and  some  also  is  converted  into  sulphate.  The  pres- 
ence of  galena  among  the  Yesuvian  sublimates,  mentioned  in  an 
earUer  chapter  of  this  volume,  may  be  correlated  with  Gautier's 
observations. 

The  sulphosalts  of  lead  are  numerous,  although,  on  account  of 
their  individual  rarity,  they  have  Httle  sipiificance  as  ores."    Sarto- 

1  Zeltachr.  Kryst.  Min.,  vol.  17, 1890»  p.  488. 
>  Compt.  Rend.,  voL  86, 1878,  p.  491. 

s  Zeltachr.  Kryst.  Min.,  toI.  11, 1886,  p.  41.    A.  C.  Beoquerel  (Compt.  Rand., vol.44, 1857,  p.  938),  mcD- 
Uons  a  hydrochemical  syntheids  of  galena,  but  too  vaguely  to  warrant  dtatioo  above. 
« Idem,  vol.  17, 1880,  p.  487. 

*  Econ.  Geology,  vol.  2, 1807,  p.  22. 

•  Etudes  synthfitiqties  de  gfologle  ezpArimentale,  pp.  S4, 86. 

'  See,  for  example,  the  ainter  described  by  Q.  F.  Becker  and  W.  H.  MelvlUe,  Mon.  U.  8.  OeoL  Survey, 
vol.  13, 1888,  p.  344. 

s  Trans.  Am.  Inst.  Mln,  Eng.,  voL  30, 1900,  p.  678. 
9  Am.  Jour.  Sci.,  3d  aer.,  vol.  60, 1806,  p.  121. 
M  Mln.  pet.  HiU.,  voL  11, 1880,  p.  319. 
u  Compt.  Rend.,  vol.  142, 1906,  p.  1466. 

It  Boumonite  and  aildnite,  which  contain  both  lead  and  copper,  have  already  been  mentioned  under  Urn 
latter  metal. 
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rite,  dufrenoysite,  guitennanite,  jordanite^  rathite,  and  lengenbachite 
are  sulpharsenides.  Zinkenite,  plagionite,  jamesonite,  semaeyite, 
boulangerite,  meneghinite,  geocronite,  kilbrickenite;  and  epiboulan- 
gerite  are  sulphantimonides.  Other  sulphantimonides  of  lead  and 
silver  are  brongniardite,  diaphorite,  freieslebenite,  and  andorite. 
The  sulphobismuthides  are  chiviatite,  rezbanyite,  galenobismutite, 
schirmerite,  cosalite,  schapbachite,  kobellite,  lillianite,  and  beegerite. 
Teallite,  cylindrite,  and  franckeite  are  sulphostannides,  which;  for 
present  purposes,  must  be  classified  under  tin. 

According  to  J.  Foumet,^  zinkenite,  PbSb3S4;  can  be  prepared  by 
fusing  galena  and  stibnite  together  in  proper  proportions.  C.  Doel- 
ter,'  by  heating  antimony,  antimony  trioxide,  and  lead  chloride 
together  in  gaseous  hydrogen  sulphide,  obtained  jamesonite,  PhSb^Ss, 
mixed  with  stibnite  and  galena.  By  the  action  of  molten  lead  chlo- 
ride upon  antimony  trisulphide,  H.  Sommerlad '  reproduced  boulan- 
geritOy  PbaSbjSe;  zinkenite;  jamesonite;  warrenite*  (domingite), 
Pb^b4S,;  and  pl^onite,  PbjSbgSij.  By  fusing  lead  sulphide  and 
arsenic  trisulphide  together,  he  obtained  sartorite  (scleroclase), 
PbA82S4,  and  dufrenoysite,  Pb^^Sg.  Whether  any  of  these  syn- 
theses correspond  to  natural  processes  is  questionable.  The  ore  bodies 
in  which  the  minerals  occur  appear  to  have  been  formed  in  most 
cases  from  mineralized  solutions,  or  eke  by  pneumatolytic  reactions 
at  temperatures  which  were  not  excessively  high.  Syntheses,  to  be 
geologically  significant,  should  be  conducted  on  the  lines  which  nature 
seems  to  have  followed. 

By  oxidation,  carbonation,  etc.,  the  sulphur  compounds  of  lead  are 
transformed  into  other  minerals.  Among  them  are  the  three  oxides, 
massicot,  PbO;  minium,  Pbj04;  and  plattnerite,  PbO,.  All  these 
have  been  prepared  synthetically  in  crystalline  form,  but  in  most 
cases  by  methods  which  scarcely  resemble  natural  processes.  A.  C. 
Becquerel,'  by  allowing  an  alkaline  solution  of  alumina  or  silica  to  act 
slowly  upon  a  plate  of  lead,  obtained  crystals  of  massicot.  The  lead 
was  surrounded  by  a  coil  of  copper  wire,  and  Becquerel  attributed  the 
synthesis  to  electrical  action.  It  was  more  probably  a  simple  hydro- 
chemical  process. 

t  Cited  by  L.  Bourgeois,  Reproduction  artifldeUe  des  minflraux,  p.  46,  from  Jour,  pcakt.  GbemlBi  vol.  2, 
p.  400. 

•  Zeltachr.  Kryst.  Mlxi.,  vol.  11, 1S86,  p.  40. 

•  Zettschr.  anorg.  Chemie,  vol.  18,  1808,  p.  420.  Bamnoerlad's  results  have  been  caUed  in  question  by 
F.  Ducatte  (Thesis,  Univ.  Paris,  1003)  and  J.  Rondet  (Thesis,  Univ.  Paris,  1904),  who  daim  that  the  reac- 
tions employed  really  produce  comploz  chlorinated  sulphides,  and  not  true  sulphosalts. 

«  According  to  L.  J.  Spencer  (Mln.  Hag.,  vol.  14,  1007,  p.  207),  wairenite  is  identical  with  Jamesonite. 
W.  T.  Schaller  (Zeitschr.  Kryst  Min.,  voL  48, 1011,  p.  £62)  regards  it  asamixture  of  Jamesonite  and  tlnkenite. 

»  Omipt.  Rend.,  vol.  34, 1852,  p.  30.  See  also,  for  other  researches,  L.  Bourgeois,  Reproduction  artifldeUe 
des  minteaaz,  i».  56.  L.  Michel  (BulL  Soc  min.,  vol.  13, 1800,  p.  £6)  reports  syntheses  of  minium  and 
plattDBrite. 
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Lead  carbonate,  cemsite,  PbCO,,  is  a  common  mineral,  produced 
by  the  action  of  carbonated  waters  in  the  upper  levels  of  ore  bodies.* 
There  are  ako  the  basic  hydrocerusite,  Pb,  (OH),  (00,),,  and  the  rare 
dundasite,  a  carbonate  of  aluminum  and  lead.'  BecquereP  obtained 
crystals  of  cerusite  when  a  solution  of  sodium  and  calcium  carbonate 
acted  gradually  upon  a  plate  of  lead.  E.  Fr6my^  produced  the 
mineral  by  the  slow  diffusion  of  a  carbonate  solution  into  a  lead 
solution  through  a  porous  membrane.  By  some  such  gradual  min- 
gling of  dilute  solutions,  the  natural  cerusite  is  probably  often  formed.' 
H.  von  Dechen^  has  reported  the  case  of  an  old  mine  whose  walls  were 
covered  with  a  thick  coating  of  cerusite,  which  had  been  deposited 
from  solution  like  sinter..  A  Lacroix'  has  observed  the  mineral  as 
a  coating  on  old  Roman  coins.  It  is  also  produced  by  metasomatic 
replacement  in  limestones,  and  fossils,  such  as  encrinites,  have  been 
found  completely  transformed  into  cerusite.*  The  rare  chloro- 
carbonate  of  lead,  phosgenite,  Pb,Cl,CO„  was  reproduced  by  C. 
Friedel  and  E.  Sarasin*  when  lead  chloride,  lead  carbonate,  and 
water  were  heated  together  in  a  sealed  tube  to  180^.  It  was  also 
prepared  by  A.  de  Schulten,"  who  allowed  a  filtered  solution  of  lead 
chloride  to  stand  in  a  large  flask  while  a  current  of  carbon  dioxide 
passed  slowly  through  the  vacant  space  above. 

Ootunnite,  lead  chloride,  PbCl,,  is  found  in  nature  as  a  volcanic 
mineral,  produced  by  sublimation.  F.  Stdber  **  reproduced  the  niin- 
eral  by  this  process,  and  also  obtained  it  in  minute  crystals  from 
simple  solution  in  water  or  in  aqueous  hydrochloric  acid.  It  was  also 
formed  by  A.  C.  Becquerel,"  much  earlier,  by  allowing  a  solution  of 
copper  sulphate  and  sodium  chloride  to  act  upon  galena  during  a 
period  of  seven  years.  The  sulphate,  anglesite,  was  obtained  at  the 
same  time.  The  great  rarity  of  cotunnite  as  a  natural  mineral  is  due 
to  the  strong  tendency  on  the  part  of  lead  to  form  basic  salts,  and  the 
basic  chlorides  are  much  more  frequently  found.  Matlockite,  Pb,OCl„ 
and  mendipite,  PbsOsCl,,  have  long  been  known.  Schwartzembergite 
is  like  mendipite  in  composition,  but  with  iodine  largely  replacing 

1  A  large  deposit  of  cerusite  in  the  Terrible  mine,  at  Ilaa,  Colo.,  has  recently  been  described  by  R.  B. 
Brlnsmade,  Eng.  and  Mln.  Jour.,  vol.  83, 1907,  p.  844.  Its  formatlMi  is  ascribed  to  the  action  of  «<«»M*"*tfc^ 
waters. 

•  See  Q.  T.  Prior,  Mineralog.  Mag.,  vol.  14, 1906,  p.  167. 
sLocdt. 

4  Compt.  Rend.,  vol.  63, 1866,  p.  714. 

•  The  syntheses  of  cerusite,  by  J.  Rlban  (Compt.  Rend.,  vol.  03, 1881,  p.  1086),  and  of  hydnioBm8ita,l9 
L.  Bourgeois  (Bull.  Boc.  mln.,  vol.  11, 1888,  p.  221),  have  no  relation  to  ziatural  i 

•  Neues  Jahrb.,  1858,  p.  216. 
7  Bull.  Boc.  min.,  vol.  6, 1883,  p.  176. 

•  See  BlOde,  Neues  Jahrb.,  1834,  p.  638. 

•  BulL  Soc.  min.,  vol.  4, 1881,  p.  175. 
>•  Idem,  vol.  20, 1897  ,p.  194. 

u  Bull.  Acad.  Belgique,  3d  ser.,  vol.  30, 1805,  p.  345. 
IS  Oompt.  Bend.,  vol.  34, 1852,  p.  29. 


Digitized  by  VnOOQ IC 


METALLIC  0BB6.  649 

chlorine.  Laurionite,*  paralaurionite;  penfieldite,  daviesite,  and  fied- 
lerite  are  oxychlorides  of  lead  which  have  formed  on  ancient  slags  at 
Laurium,  in  Greece.  Caracolite  is  a  double  salt  of  the  composition 
PbOHCl  +  Na3S04.  Percylite,  cumengeite,  and  pseudoboleite  are 
oxychlorides  of  lead  and  copper,  and  boleite  is  similar  in  composition, 
but  with  silver  chloride  as  an  additional  component.* 

Lead  sulphate,  PbS04,  as  the  ciystallized  mineral  anglesite,  is  a 
common  oxidation  derivative  of  galena.  According  to  E.  Jannetaz' 
galena  is  easily  attacked  by  acid  solutions  of  ferrous  sulphate  such  as 
are  generated  by  the  oxidation  of  pyrite  or  marcasite.  The  associa- 
tion of  galena  with  pyrite,  therefore,  is  favorable  to  the  formation 
of  anglesite.  Its  synthesis  by  Becquerel  has  already  been  mentioned, 
and  it  has  also  been  prepared  by  Mac6,*  who  added  a  solution  of  fer- 
rous sulphate  very  slowly  to  one  of  lead  nitrate.  Essentially  the 
same  process  was  successfully  followed  by  E.  Fremy*  and  by  E. 
Masing,*  a  soluble  sulphate  being  allowed  to  diffuse  very  slowly  into 
one  of  a  lead  salt — ^in  Masing's  case  lead  nitrate.  Lead  sulphate, 
although  relatively  insoluble,  is  not  absolutely  so;  it  therefore  can 
be  crystallized,  as  the  syntheses  show,  when  it  is  formed  with  extreme 
slowness  in  very  dilute  solutions.  Conditions  of  the  sort  probably 
attend  the  formation  of  anglesite  in  bodies  of  lead  ore;  but  when  car- 
bonates are  present  in  the  percolating  waters,  cerusite  is  produced 
instead.  The  synthesis  of  anglesite  by  N.  S.  Manross,^  who  obtained 
it  by  fusing  lead  chloride  with  potassium  sulphate,  does  not  seem  to 
correspond  with  any  natural  mode  of  formation. 

Lanarkite  is  a  rare,  basic  sulphate  of  lead,  PbsSOs."  Caledonite 
and  linarite  are  basic  sulphates  of  lead  and  copper,  and  plumbojaro- 
site  is  another  basic  sulphate  of  lead  and  ferric  iron.  Leadhillite  is  a 
complex  salt  of  the  formula  PbS04.2PbC03.Pb(OH)3.  At  Granby, 
Missouri,  according  to  W.  M.  Foote,*  it  occurs  as  a  pseudomorph 
after  calcite  and  galena.  In  composition  it  suggests  a  double  salt 
formed  by  the  union  of  hydrocerusite  and  anglesite,  in  equimolecular 
proportions."  Plumbojarosite,  a  highly  hydrated  sulphate  of  lead 
and  iron,  is  abundant  in  some  mines  in  Utah. 

1  For  a  83mtbesis  of  laurionite,  PbOHCl,  see  A.  de  Schulten,  Bull.  See.  min.,  toL  20, 1897,  p.  186.  On  tba 
rare  mlneralsof  Laurlum,  see  A.  Lacroix and  De Schulten,  Bull.  Soc min.,  vol.  31, 1906,  p.  79.  Oeorgiadfcite, 
a  phosphate  and  chloride  of  lead,  should  be  added  to  the  list. 

<  Percylite,  cumengeite,  and  boleite  have  been  made  artificially  by  C.  Friedel,  Bull.  Soo.  min.,  vol.  15, 
1892,  p.  96;  vol.  16, 1893,  p.  187;  and  vol.  17, 1894,  p.  6.  See  also,  in  reference  to  these  minerals,  E.  Mallard, 
Bull.  Soo.  min.,  vol.  16, 1893,  p.  184,  and  O.  Friedel,  idem,  vol.  29, 1906,  p.  14. 

•  Bull.  Soc.  gtel.  France,  3d  ser.,  vol.  3, 1875,  p.  310. 
« Compt.  Rend.,  vol.  36, 1863,  p.  825. 

•  Idem,  vol.  63, 1866,  p.  714. 

•  Jahresber.  Chemle,  1889,  p.  4. 

'  Liebig's  Annalen,  vol.  82, 1852,  p.  348. 

•  For  a  synthesis  of  lanarUte,  see  A.  de  Schulten,  Bull.  Soc  min.,  vol.  21, 1898,  p.  142. 

•  Am.  Jour.  Sci.,  3d  ser.,  vol.  50, 1895,  p.  90. 

1*  Palmlerite,  a  double  sulphate  of  lead  and  potassium.  Is  found  among  the  recent  products  of  fbmarole 
action  at  Vesuvius. 
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Lead  salts  analogous  to  anglesite  are  the  chromate,  crocoite, 
PbCr04;  themolybdate,  wulfenite^  PbMo04;  and  the  tungstate,  stol- 
zite,  PbW04.  The  rare  phoenicochroite^  is  a  basic  chromate, 
PhsOjOo;  yauquelinite  is  a  chromate  and  phosphate,  and  beresovite 
is  described  as  a  chromate  and  carbonate  of  lead,  which  is  not,  how- 
ever, the  equivalent  of  leadhillite,  for  it  contains  no  water. 

When  sodium  tungstate  is  fused  with  lead  chloride,  according  to 
N.  S.  Manross,'  stolzite  is  formed.  With  sodium  molybdate,  wulfen- 
ite  is  produced;  and  by  fusing  together  potassium  chromate  and 
lead  chloride  he  obtained  crocoite.  The  formation  of  wulfenite  as 
a  furnace  product'  is  probably  due  to  some  reaction  of  this  kind. 
By  slow  diffusion  of  solutions  of  potassium  chromate  and  lead  nitrate 
into  one  another  A.  Drevermann*  obtained  both  crocoite  and  phoBni- 
cochroite.  Cerussite  and  anglesite  were  formed  at  the  same  time 
from  impurities  in  the  reagents.  A.  C.  BecquereP  allowed  a  gal- 
vanic couple  of  lead  and  platinum  to  act  for  several  years  upon  a 
solution  of  chromic  chloride  and  secured  ciystals  which  appeared 
to  be  crocoite.  S.  Meunier*  found  that  phoenicochroite  was  formed 
when  fragments  of  galena  were  immersed  during  six  months  in  a 
solution  of  potassium  dichromate.  L.  Bourgeois  ^  boiled  precipitated 
lead  chromate  with  dilute  nitric  acid.  From  the  hot,  filtered  solu- 
tion crystals  of  crocoite  were  deposited.  Better  results  were  obtained 
when  the  operation  was  conducted  in  a  sealed  tube  at  1 30^.  Lachaud 
and  Lepierre'  state  that  when  amorphous  lead  chromate  is  boiled 
with  a  solution  of  chromic  acid  it  crystallizes  into  crocoite.  Phoeni- 
cochrpite  was  formed  when  lead  chromate  and  sodium  chloride  were 
fused  together.  Both  chromates  were  obtained  by  Ltldeking  *  upon 
exposing  to  the  air  during  several  months  a  solution  of  lead  chromate 
in  caustic  potash.  Of  all  these  syntheses,  that  by  Meunier  seems 
best  to  represent  the  probable  natural  processes. 

Three  lead  minerals,  the  chloro*phosphate,  pyromorphite, 
PhsPgOisCl;  the  corresponding  arsenate,  mimetite,  Pb^As^OuCl;  and 
the  vanadium  salt,  vanadinite,  Th^fiiJClf  occur  both  independently 
and  in  a  great  variety  of  isomorphous  mixtures.  Endlichite,  for 
example,  is  a  mixture  of  the  arsenic  and  vanadium  compounds,  and 
minerals  intermediate  between  mimetite  and  pyromorphite  are 
common. 

1  Abo  called  melanochrolte. 

s  Lleblg's  Axmalen,  vol.  82, 1862,  p.  848.    H.  ScfauIUe  (Idem,  vol.  126, 1868,  p.  51)  prepared  wulfenite  Id 
the  same  way. 
■  See  J.  F.  L.  Haninnann,  Idem,  vol.  81, 1852,  p,  224. 
4  Idem,  vol.  87, 1853,  p.  120;  vol.  80, 1864,  p.  11. 

•  Compt.  Rend.,  vol.  63, 1866,  p.  1. 

•  Idem,  vol.  87, 1878,  p.  656. 

f  Boll.  Soc.  mln.,  vol.  10, 1887,  p.  187. 

•  Bull.  Soc.  chlm.,  3d  eer.,  vol.  6, 1801,  p.  230. 

•  Am.  Jour.  Bd.,  8d  ser.,  vol.  44,  p.  67. 
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All  these  species  have  been  prepared  synthetically,  and  pyromor- 
phite  is  also  known  as  a  furnace  product  in  slag.^  N.  S.  Manross' 
obtained  pyromorphite  by  fusing  lead  chloride  with  tribaaic  sodium 
phosphate.  H.  Sainte-Claire  Deville  and  H.  Caron'  fused  lead  phos- 
phate, lead  chloride,  and  sodium  chloride  together  to  produce  pyro- 
morphite, and  L.  Michel^  accomplished  the  same  purpose  by  the 
same  process,  only  omitting  the  common  salt.  From  fusions  of  lead 
arsenate  with  lead  chloride  G.  Lechartier^  and  also  Michel  succeeded 
in  reproducing  mimetite.  Vanadinite  was  obtained  by  P,  Haute- 
feuille^  when  vanadic  oxide  was  fused  with  lead  oxide  and  lead 
chloride.  All  of  these  syntheses,  it  will  be  seen,  are  similar  and  were 
effected  by  fusion,  while  the  natural  occurrences  of  the  minerals  indi- 
cate hydrochemical  reactions.  In  the  case  of  pyromorphite  this 
natural  process  was  simulated  by  H.  Debray,^  who  prepared  pyro- 
morphite by  digesting  lead  pyrophosphate  with  a  solution  of  lead 
chloride  at  250''. 

Other  phosphates,  arsenates,  and  vanadates  containing  lead  and 
sometimes  zinc,  iron,  or  copper  also,  are  plimibogummite,  caryinite, 
carminite,  lossenite,  bayldonite,  ecdemite,  beudantite,*  descioizite, 
cuprodescloizite,  brackebuschite,  and  psittacinite.  Bindheimite  is  a 
lead  antimonate,  formed  by  oxidation  from  sulphosalts  of  lead. 
Nadorite,  PbClSbOj,  and  ochrolite,  Pb^CljSbjO^,  are  perhaps  of 
similar  origin.  All  of  these  species  are  rare  minerals  and  need  not 
be  considered  further.  The  same  may  be  said  of  the  lead-bearing 
silicates,  barysilite,  ganomalite,  hyalotekite,  kentrolite,  melanotekite, 
nasonite,  roeblingite,  and  molybdophyllite.  The  roeblingite,  how- 
ever, from  the  zinc  mines  at  Franklin,  New  Jersey,  is  unique  in  con- 
taining a  sulphite  molecule  combined  with  the  silicate.  An  artificial 
lead  silicate  from  furnace  slag  has  been  described  by  E.  S.  Dana  and 
S.  L.  Penfield*  and  also  by  H.  A.  Wheeler.^^ 

The  common  association  of  l^ad  ores  with  those  of  zinc  was  pointed 
out  in  the  preceding  section  of  this  chapter.  Blende  and  galena  are 
both  formed  from  solutions,  but  not  always  in  the  same  manner.  By 
diiferences  in  the  solubility  of  their  oxidation  products  the  two 
metals  are  often  separated  from  each  other,  for  lead  sulphate  is 
slightly  soluble,  while  zinc  sulphate  is  easily  so.  Zinc,  therefore, 
disappears  from  the  upper  portions  of  ore  bodies  much  more  rapidly 

1  J.  J.  NOgKemth,  Neun  Jatarb.,  1847,  p.  37. 

>  Lieble'0  AmuOen,  yol.  82, 1S68,  p.  348. 

I  Axmales  chim.  phys.,  3d  ser.,  vol.  67, 1863,  p.  451. 
4  Bull.  Boo.  mln.,  vol.  10, 1887,  p.  133. 
ft  Compt.  Rend.,  vol.  66, 1867,  p.  172. 

•  Idem,  rcL  77, 1878,  p.  896. 

'  Annalefl  chim.  phys.,  3d  ser.,  vol.  61, 1861,  p.  443. 

>  Phosphate,  anenate,  and  sulphate  of  lead. 

*  Am.  Joar.  Set.,  3d  ser.,  vol.  30, 1886,  p.  138. 
M  Idem,  vol.  32, 1886,  p.  272. 
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than  lead;  and,  for  the  same  reason,  so  does  copper.  The  lead  ores 
of  Eureka,  Nevada,  are  regarded  by  J.  S.  Curtis  ^  as  the  product  of 
solfataric  action;  those  of  LeadYille,  Colorado,  according  to  S.  F. 
Emmons,'  were  deposited  from  descending  solutions,  which  had  gath- 
ered their  metallic  burden  from  neighboring  eruptive  rocks.  In  both 
cases  the  ore  bodies  are  interpreted  as  replacements  in  coimtry  rock. 

TIN.» 

Tin  is  one  of  the  rarer  metals  and  its  ores  are  not  nmnerous.  Na- 
tive tin  is  occasionally  foxmd,  but  never  in  more  than  trifling  quan- 
tities and  in  small  grains.*  The  ore  of  chief  importance  is  the 
dioxide,  cassiterite,  SnO,,  but  several  stdphosalts  are  also  known. 
They  are — 

Stannite Cu^FeSnS*. 

Teallite  • PbSnSa. 

Cylindrite PbjFeSn^SbaSM. 

Franckeite PbgFeSiijSbaSu. 

There  is  also  a  very  rare  borate  of  calciimi  and  tin,  nordenskiol- 
dine,*  CaSuBjO^,  which  is  interesting  because  it  directly  connects  tin 
with  boron.  The  same  is  true  of  hulsite  and  paigeite,  two  iron-tin 
borates  foimd  in  Alaskaf^  Other  minerals,  especially  those  of  the 
rare  earths,  sometimes  contain  small  amoimts  of  tin  as  an  impurity, 
and  the  metal  has  also  been  found  in  zinc  blende.^ 

Cassiterite  has  been  repeatedly  observed  as  a  furnace  product, 
formed  by  the  direct  oxidation  of  tin.  Recent  occurrences  of  this 
kind  are  recorded  by  A.  Arzruni'*  and  J.  H.  L.  Vogt/®  and  L.  Bour- 
geois^^ has  identified  the  mineral  in  scoria  from  a  bronze  foundry. 
The  first  synthesis  of  cassiterite  was  performed  by  A.  Daubrfie  "  when 
the  vapor  of  stannic  chloride  was  mixed  with  steam  in  a  red-hot 

1  Hon.  U.  S.  Oeol.  Survey,  vol.  7, 18S4,  dhaptera  7, 8. 

a  Idem,  vol.  12, 1886,  p.  378.  • 

s  For  a  paper  on  the  occurrenoe  and  distribution  of  tin,  with  a  bibliography,  see  F.  L.  Hess  and  L.  C 
Graton,  Bull.  U.  S.  Oeol.  Survey  No.  300, 1904,  p.  160.  A  suxnniary  of  tin  localities  is  also  given  by  W.  P. 
Blake,  in  Mineral  Resources  U.  S.  for  1883-84,  U.  S.  Oeol.  Survey,  1886,  pp.  682  et  seq. 

•  A  recent  discovery  of  native  tin  is  noted  by  £.  8.  Simpson  in  Ann.  Rept.  Oeol.  Survey  West  Australia, 
1809,  p.  62. 

»  See  O.  T.  Prior,  MfaierBlog.  Mag.,  voL  14,  1904,  p.  21,  on  the  oomposition  of  teallite,  cylindrite,  and 
franckeite.  See  also  A.  Stekner,  Neues  Jahrb.,  pt.  2,  1893,  p.  114,  and  A.  Frenzel,  Idem,  p.  135.  On 
stannite  and  its  alteration  products  from  the  Black  Hills,  see  W.  P.  Headden,  Am.  Tour.  Sd.,  3d  sor., 
vol.  45, 1893,  p.  106. 

•  Described  by  W.  C.  BrOgger,  Zeitschr.  ExysL  Min.,  vol.  16, 1890,  p.  61. 

'  See  A.  Knopf  and  W.  T.  8ciiaI]er,Am.  Jour.  SoL,  4th  sar.,  voL  26, 1908,  p.  823.  Also  Schaller,  Idem, 
vol.  29, 1910,  p.  643. 

•  Bee  A.  Stelsner  and  A.  Schertel,  Jahrb.  Berg-u.  HOtt.  KSnig.  Sachsen,  1886,  p.  62,  on  tin  in  black  blende 
bom  Freiberg.  It  has  also  been  found  in  the  sine  ores  of  the  Slocan  district,  Britidi  Columbia.  See 
Rept.  Gomm.  on  Zinc  Resources,  etc.,  of  British  Colxuibia,  Mines  Bianch,  DepL  Interior,  Ottawa,  1906, 
p.  16. 

•  Zeitschr.  Kryst.  Min.,  vol.  26, 1896,  p.  467. 

i«  Idem,  vol.  31, 1899,  p.  279. 

u  BuU.  Soc.  min.,  VOL  11, 1888,  p.  68. 

IS  Compt.  Rend.,  voL  29, 1840,  p.  227. 
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porcelain  tube.  Later  the  same  chemist^  prepared  the  mineral  by 
pasdng  the  vapor  of  stannic  chloride  over  heated  lime.  The  crystal- 
lized oxide  was  obtained  by  H.  Sainte-Claire  Deville  and  H.  Caron  ' 
when  stannic  fluoride  and  boric  oxide  were  heated  together  to  white- 
ness. H.  Sainte-Claire  Deville^  also  obtained  it  by  heating  the 
amorphous  oxide  in  a  slow  current  of  hydrochloric  acid  gas  and 
again  by  a  repetition  of  Daubr6e's  first  process.  A.  Ditto  ^  noticed 
the  formation  of  ciystalline  stannic  oxide  when  the  amorphous  com- 
poimd;  mixed  with  calcium  chloride  and  ammonium  chloride^  was 
subjected  to  a  white  heat. 

According  to  C.  Doelter,^  casaiterite  is  perceptibly  soluble  in  water 
at  80^,  and  more  so  in  presence  of  sodimn  fluoride.  Some  recrystal- 
lization  from  the  solution  was  observed.  This  solubility  is  also 
indicated  by  several  natural  occurrences  of  tin.  S.  Meunier*  found 
0.5  per  cent  of  SnO,  in  an  opaline  deposit,  resembling  geyseritC;  from  a 
thermal  spring  in  Selangor.  J.  H.  Collins^  reports  tinstone  as  a 
cement  in  certain  Cornish  conglomerates,  as  an  impregnation  in  long- 
buried  horns  of  deer,  as  pseudomorphs  after  feldspar^  and  as*  cap- 
pings  on  crystals  of  quartz.  He  also  notes  that  cassiterite  crystals 
often  line  fissures  in  quartz,  the  latter  containing  nmnerous  fluid 
inclusions.  An  incrustation  resembling  '^wood  tin''  was  found  by 
Collins  on  an  ingot  of  ancient  tin,  having  been  formed  by  slow  oxi- 
dation of  the  metal.  Furthermore,  Collins  reports  secondary  crystal- 
lizations of  cassiterite  on  reniform  masses  of  ''wood  tin,"  and  all  of 
this  evidence  he  regards  as  proof  that  the  Cornish  ores  are  of  aqueous 
origin.  Pseudomorphs  of  cassiterite  after  hematite  were  found  by 
F.  A.  Genth^  in  tin  ores  from  Durango,  Mexico,  and  he  also  cites 
an  observation  by  W.  Semmons,  who  described  specimens  of  bis- 
muthioite  coated  with  concentric  layers  of  tinstone.  It  is  possible 
in  some  of  these  cases  that  the  tin-bearing  solutions  may  have  been 
derived  from  the  oxidation  of  stannite,  but  this  point  seems  to  have 
received  little  or  no  consideration.  Stalactitic  cassiterite,  from  the 
Sierra  de  Guanojuato,  Mexico,  has  been  described  by  E.  Wittich." 

Cassiterite  has  been  noted  as  an  original  constituent  of  igneous 
rocks"  but  it  more  commonly  occurs  in  veins  or  stringers  of  quartz, 

1  Compt.  Rend.,  vol.  39, 1854,  p.  135. 

» Idem,  vol.  46, 1858,  p.  764.    Details  not  given. 

•  Idem,  vol.  53, 1861,  p.  161. 
« Idem,  vol.  06, 1883,  p.  701. 

•  Mln.  pet.  Mitt.,  vol.  11, 1800,  p.  325. 

•  Compt.  Rend. ,  vol.  110, 1800,  p.  1063. 

7  Mineralog.  liag.,  vol.  4, 1880,  pp.  1, 103,  and  vol.  5, 1888,  p.  121. 

•  Aooordtng  to  C.  Reid  and  J.  B.  Scrivenor  (Mem.  Oeol.  Survey  Eng.  and  Walee,  Geology  of  ooontry  near 
Newquay,  i906,  p.  39),  the  so-called  i)eeodomorpli8  are  replaoemente  of  ortlioclaae  by  an  aggregate  of  caaal- 
terlte,ma80ovite,  and  quarts.  On  the  geneeia  of  the  Gomiab  ores,  aee  alao  J.  B.  Hill  and  D.  A.  MacAlister, 
Idem,  Geology  of  Falmouth,  Truro, etc., p.  167. 

•  Proc.  Am.  Philoe.  Soc.,  vol.  24, 1887,  p.  23,  L.  V.  Plrsson  (Am.  Jour.  Scl.,  3d  oer.,  vol.  42, 1891,  p.  407), 
has  described  crystals  of  hematite  inclosing  cassiterite,  from  the  same  locality. 

w  Zeitsch.  prakt.  Geologie,  1910,  p.  121. 

u  See  ante,  p.  335,  in  chapter  on  rook-forming  minerals 
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under  conditions  which  indicate  a  secondary  deposition.  As  a  rule, 
tin-bearing  veins  are  found  in  or  near  persilicic  rocks,  such  as  pegma- 
tites and  altered  granites.  Sometimes  the  association  is  with  quartz 
porphyry,  as  at  Mount  BischofI,  in  Tasmania,^  and  at  certain  Mexican 
mines;  but  at  other  localities  of  tin  in  Mexico  the  prevailing  rock  is 
rhyohte  or  rhyolite  tuff.  In  these  instances,  as  at  the  Potiillos  mine, 
in  Durango,  the  ore  is  found  along  fault  planes  in  the  rhyolite.' 
The  Cacaria  mine,  also  in  Durango,  is  in  quartz  porphyry.  In  the 
Malay  Peninsula,  according  to  R.  A.  F.  Penrose,'  the  prevalent 
stanniferous  rocks  are  granitic,  or  detrital  matter  derived  from 
granite;  but  at  Chongkat  Pari,  in  Perak,  cassiterite  is  extracted 
from  limestone,  and  at  Bruseh,  Perak,  it  is  foimd  in  seams  in  sand- 
stone. These  abnormal  occurrences  are  perhaps  due,  as  Penrose 
suggests,  to  infiltration  of  tin-bearing  solutions — ^a  supposition 
which  becomes  probable  in  the  light  of  evidence  already  cited. 

The  typical  mode  of  occurrence  of  tin  ores  is  in  quartz  veins  cut- 
ting granite,  the  walls  of  the  latter  rock  being  altered  into  greisen. 
Oreisen  is  essentially  a  granite  in  which  the  feldspars  have  been 
transformed  into  mica  and  of  which  topaz  and  tourmaline  are  fre- 
quent constituents.  The  mica  is  often,  but  not  invariably,  lithia 
bearing,  either  ordinary  lepidolite  or  zumwaldite.  Bismuth  ores, 
wolfram,  and  arsenopyrite  are  common  associates  of  the  tinstone. 

These  mineralogical  data,  the  usual  presence  in  stanniferous  veins 
of  species  containing  fluorine  and  boron,  and  also  the  alteration  of  the 
granite  walls,  have  led  to  the  very  general  belief  that  tin  deposits  of 
the  ordinary  type  have  been  formed  by  the  injection  of  vapors  carry- 
ing the  two  elements  above  named  and  also  the  tin.  This  belief  is 
strengthened  by  the  various  syntheses  of  cassiterite,  in  which  boric 
oxide  and  chloride  or  fluoride  of  tin  have  taken  part.  The  signifi- 
cance of  the  very  rare  mineral  nordenskioldine,  with  its  tin  and  boron 
together,  here  becomes  apparent,  although  the  species  has  not  been 
found  in  any  vein  or  deposit  of  the  usual  stanniferous  type,  but  only 
in  a  dike  of  elsBoUte  syenite.  Ordinarily  the  two  elements  are  sepa- 
rated, the  boron  going  to  the  tourmaline  molecules  and  the  tin  to 
form  cassiterite.  Fluorine  is  represented  by  topaz,  fluorite,  or  apar 
tite,  and  sometimes  by  the  lithia-bearing  phosphates  triphylite  and 

1  On  Tasmanlan  tin  depositfl see  L.  K.  Ward,  Bull.  aeol.  Survey  Tasmania,  No.  6, 1900.  Earliersepante 
papers  by  Q.  A.  Waller  and  W.  H.  Twelvetreea  were  issued  by  the  same  ofSce.  On  the  Mount  BischoA 
mines,  see  W.  von  Fircks,  Zeltschr.  Deutsch.  geol.  Gesell.,  vol.  fil,  1890,  p.  431. 

s  See  C.  W.  Kempton,  Trans.  Am.  Inst.  MIn.  Eng.,  vol.  25, 1896,  p.  907,  and  W.  R.  Ingalls,  idom,  p.  147. 
On  the  Sain  Alto  mines,  Zacatecas,  see  £ .  Halse,  idem,  vol.  29, 1900,  p.  fi02,  and  J.  N.  Nevlus,  Eng.  and  Min. 
Jour.,  vol.  7fi,  1903,  p.  920.  This  locality  is  also  rhyolitio.  On  the  tin  deposits  of  Guanajuato,  see  A.  H. 
Bromly,  Trans.  Am.  Inst.  Min.  Eng.,  vol.  36, 1906,  p.  227. 

■  Jour.  Oeol.,  vol.  11, 1903,  p.  136.  On  thei  ores  of  Banca  and  Bllliton,  see  R.  Beck,  Zeitachr.  prakt.  Geol- 
ogle,  1898,  p.  121.  W.  R.  Rumbold  (Bull.  Am.  Inst.  Min.  Eng.,  September,  1906)  has  described  the  tin 
depositsof  the  Kinta  Valley,  Malay  States.    He  mentions  deposits  in  limestone. 


Digitized  by  VnOOQ IC 


METALUG  ORES.  655 

amblygoBite.^  In  some  localities  formerly  worked  for  tin  the  lithia 
minerals^  especially  amblygonite  and  lepidolite,  are  now  the  species 
of  chief  commercial  Tslue. 

American  deposits  of  tm,  more  or  less  resembling  those  of  Cornwall 
and  Saxony ;  are  found  in.  the  York  region,  Alaska;  in  Rockbridge 
County,  Virginia,  and  near  El  Paso,  Texas.  The  Alaskan  field  has 
been  well  studied  by  A.  J.  Collier,*  and  A.  Bjiopf ,*  who  describe  both 
lodes  and  placers.  The  typical  cassiterite  is  disseminated  in  more  or 
less  altered  granitic  dikes,  essentially  greisen,  consisting  of  quartz, 
zinnwaldite,  calcite,  and  fluorspar.  In  one  case  the  ore  is  intimately 
associated  with  tommaline,  and  other  borates  and  borosilicates, 
including  the  rare  minerals  hulsite  and  paigeite,  are  also  found.  It 
also  occurs  in  veins  which  cut  through  metamorphic  slates — a 
rather  unusual  development.  At  the  Cash  mine,  in  Virginia,  accord- 
ing to  L.  C.  Graton,^  the  ore  is  in  quartz  veins  in  granite,  the  walls 
of  the  veins  being  converted  into  greisen.  W.  H.  Weed^  and  G.  B 
Kichardson*  have  studied  the  tin  deposits  of  the  Franklin  Mountains 
near  El  Paso,  where  the  ore  is  found  in  quartz  under  conditions  which 
Weed  thinks  resemble  those  of  Cornwall.  The  Temescal  deposit,  in 
southern  California,  as  described  by  H.  W.  Fairbanks,^  may  also 
belong  to  this  class.  The  vein  material  consists  almost  wholly  of 
tourmaline  and  quartz,  formed  by  gradual  replacement  of  the  granite 
walls. 

Another  mode  in  which  cassiterite  occurs  is  as  an  original  con- 
stituent in  pegmatite.  It  is  thus  found,  although  scantily,  in  the 
famous  localities  in  Maine  for  lithia  tourmaUnes  and  lepidolite. 
The  workable  cassiterite  of  the  Carolina  tin  belt,  according  to  L.  C. 
Graton,®  is  also  in  pegmatite,  none  being  found  in  the  wall  rock. 
Here  again  lithia  minerals  are  found,  namely,  lithiophilite  and 
spodumene.  The  tin  ores  of  the  Black  Hills,  in  South  Dakota,  seem 
to  belong  under  this  heading,  and  the  Etta  mine  especially  is  noted 
for  its  enormous  crystals  of  spodumene  and  columbite.     In  this 

>  For  dlfloaasloDa  on  the  genesis  of  casBlterlte  veina  see  A.  Daubrte,  ^tndee  synthdtlqaes  de  gfologle 
ezpMmentale,  pp.  28-71;  J.  H.  L.  Vogt,  Zeltechr.  prakt.  Oeologle,  1885,  p.  145|  and  Trans.  Am.  Inst.  Min. 
Eng.,  vol.  31, 1901,  p.  125;  and  W.  Llndgren,  Idem,  vol.  30, 1900,  p.  578.  See  also  F.  Oautler,  Actes  Soc.  sd. 
Clim,  vol.  5, 1895,  p.  82.  B.  Reeknagel  (Trans.  Qeol.  Soc.  South  AMca,  vol.  12, 1910,  p.  128)  attributes  the 
South  African  tin  deposits  to  magmatic  differentiation;  and  in  part  to  concentration  by  lateral  secretion. 

•  BuU.  U.  S.  Oeol.  Survey  No.  229, 1904;  and  also  in  Bull.  No.  225, 1903,  p.  154;  BuU.  No.  269, 1905,  p.  120; 
and  Eng.  and  ICin.  Jour.,  vol.  76, 1903,  p.  999. 

«  BuU.  U.  S.  Oeol.  Survey  No.  345^  1908,  p.  351;  No.  358,  1906,  and  Econ.  Geology,  vol.  4,  1909,  p.  314. 
See  also  A.  H.  Brooks,  Mineral  Resources  U.  S.  for  1900,  U.  S.  Oeol.  Survey,  1901,  p.  267,  and  Bull.  No.  213, 
1902,  p.  92;  and  £.  Rlckard,  Eng.  and  Min.  Jour.,  vol.  75, 1903,  p.  30. 

«  Bun.  U.  S.  Geol.  Survey  No.  293, 1906,  p.  44.  See  also  T.  UIke,  Mineral  Resources  U.  S.  for  1803,  U.  8. 
Geol.  Survey,  1894,  p.  178. 

6  Bun.  U.  S.  Oeol.  Survey  No.  178, 1901,  and  also  hi  BuU.  No.  213, 1902,  p.  170. 

«  BuU.  U.  S.  Qeol.  Survey  No.  285, 1905,  p.  146. 

T  Am.  Jour.  Sci.,  4th  ser.,  vol.  4, 1897,  p.  39. 

•  BuU.  U.  S.  Geol.  Survey  No.  293, 1906,  and  also  in  BuU.  No.  260,  1904,  p.  188.  Other  papers  on  the 
Carolina  belt  are  by  J.  H.  Pratt,  Mineral  Resources  U.  S.  for  1903,  U.  S.  GqqI,  ^mrej,  1904,  p.  337,  and 
PraU  and  D.  B.  Steirett,  BuU.  North  OaroUna  Geol.  Survey  No.  19, 1904. 
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locality  crystalline  faces  of  spodumene  are  exposed  which  are  from 
30  to  40  feet  long;  and  in  the  Ingersoll  claim  a  single  mass  of  colum- 
bite  is  said  to  have  weighed  more  than  2,000  pounds.^  Cassiterite 
in  pegmatite,  accompanied  by  corundum,  is  reported  by  P.  F. 
Molengraaf  ^  from  Swazieland,  South  Africa. 

The  tin  ores  of  Bolivia  represent  still  another  class  of  associations. 
Cassiterite  in  masses  resembling  hematite,  and  the  four  sulphosalts 
of  tin,  are  here  found  in  veins  carrying  ores  of  silver,  lead,  and 
bismuth  in  rocks  of  recent  vficanic  origin.  According  to  A.  W. 
Stelzner'  the  rock  is  commonly  dacite  or  trachyte;  but  at  Potosi, 
as  described  by  A.  F.  Wendt,*  the  matrix  is  rhyolite.  The  vein 
matter  is  quartz,  with  carbonates  and  barite.  In  these  deposits  we 
evidently  have  a  transition  between  the  ordinary  tin-bearing  vein 
and  the  type  of  vein  characterized  by  silver-lead  ores.  W.  R.  Rum- 
bold,^  who  has  studied  the  Bolivian  deposits,  regards  them  as  of 
pneumatolytic  origin. 

ARSENIC,  ANTIMONY,  AND    BISMUTH. 

Arsenic,  antimony,  and  bismuth  are  three  closely  related  elements. 
Arsenic,  from  a  purely  chemical  point  of  view,  is  a  nonmetal;  for, 
despite  its  metallic  appearance,  it  is  an  acid-forming  element,  and 
only  in  exceptional  cases  does  it  play  the  part  of  a  base.  Antimony 
is  more  commonly  acid  than  basic,  but  in  bismuth  the  basic  character 
is  strongly  predominant,  except  in  its  sulphosalts. 

AU  three  elements  are  found  native,  and  also  in  many  closely 
related  compounds.  Among  the  latter  the  sulphosalts  of  silver, 
lead,  copper,  and  tin  have  already  been  mentioned,  and  few  others 
remain  to  be  named.  Berthierite  is  a  sulphantimonite  of  iron, 
FeSbjS^,  and  lorandite  is  a  sulpharsenite  of  thallium,  TlAsSj. 
There  are  also  a  number  of  arsenides,  antimonides,  and  bismuthides 
of  silver,  copper,  nickel,  cobalt,  platinum,  etc.,  which  are  best  con- 
sidered under  the  several  metals  that  characterize  them.  For 
present  purposes  it  is  enough  to  mention  the  iron  arsenides,  lollingite, 
FeAsj,  and  leucopyrite,  Fe^s^,  and  also  the  sulpharsenide,  arseno- 
pyrite,  FeAsS.  Arsenopyrite  or  mispickel  is  the  most  important 
ore  of  arsenic. 

Native  arsenic,  native  antimony,  and  native  bismuth  are  all  rather 
common  minerals,  and  with  them  the  arsenide  of  antimony,  allemon- 

>  See  W.  p.  Blake,  Trans.  Am.  Inst.  Mln.  Eng.,  vol.  13, 1885,  p.  601.  On  the  Black  Hills  mines,  aee  abo 
E.  W.  Claypole,  Am.  Geologist,  vol.  9, 1892,  p.  228,  and  J.  D.  Irving,  Prof.  P&per  U.  S.  GeoL  Survey  Ko.  26^ 
1904,  p.  95. 

*  See  abstract  In  Zeltschr.  prakt.  Oeologie,  1900,  p.  146. 

*  Zeitschr.  Deutsch.  geol.  Oesell.,  vol.  49, 189f ,  p.  51.  Bee  also  M.  Frochot,  Annates  des  mines,  9tli  aer., 
vol.  19, 1901,  p.  186. 

« Trans.  Am.  Inst.  Mln.  Eng.,  vol.  19, 1890,  p:  90. 

*  Econ.  Qeology,  vol.  4, 1909,  p.  321. 
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tite,  SbAsgy  may  be  grouped.    There  are  also  natural  sulphides, 
selenides  and  tellurides,  as  follows: 

Realgar AjbS  . 

Orpiment A83S,. 

Stibnite SbaSj. 

Metastibnite SbaS,. 

Bismuthinite BigS,. 

Guanajuatite BigSe,. 

Tetradymite BiaTcg. 

Joeeite* Bi^Te. 

Wehrlite ' BiaTe,. 

Grttnlingite Bi4TeS,. 

Kermesite SbjSaO. 

Several  of  these  minerals  have  been  produced  artificially.  J. 
Durocher*  prepared  stibnite  and  bismuthinite  by  the  action  of 
hydrogen  sulphide  upon  the  volatihzed  chlorides  of  antimony  and 
bismuth.  H.  de  Senarmont*  found  that  when  pulverized  realgar  or 
orpiment  was  heated  to  150°  with  a  solution  of  sodium  bicarbonate 
in  a  sealed  tube  they  dissolved  and  were  later  redeposited  as  crystal- 
lized realgar.  Amorphous  antimony  sulphide,  treated  in  the  same 
way,  at  250®,  ako  dissolved  and  crystallized  as  stibnite.  The  pre- 
cipitated sulphide  of  bismuth,  similarly  heated  to  200**  with  a  solu- 
tion of  an  alkaline  sulphide,  gave  crystals  of  bismuthinite.  E.  Wein- 
schenk*  obtained  orpiment  and  stibnite  by  heating  solutions  of  arse- 
nic or  antimony  with  ammonium  sulphocyanate  to  180°  in  a  sealed 
tube.  According  to  A.  Camot,*  stibnite  and  bismuthinite  are  easily 
formed  by  passing  hydrogen  sulphide  at  a  dull  red  heat  over  other 
compounds  of  antimony  or  bismuth.  Realgar,  orpiment,  stibnite, 
and  bismuthinite  are  all  reported  by  Mayen^on*  as  found  among  the 
sublimation  products  of  a  bunung  coal  mine.' 

C.  Doelter  *  states  that  stibnite  at  80°  is  slightly  soluble  in  water 
and  that  recrystalUzation  from  the  solution  is  also  perceptible.  The 
same  statement  holds  for  arsenopyrite,  FeAsS.  In  several  locaUties 
the  deposition  of  arsenical  or  antimonial  sulphides  from  hot  springs 
has  been  observed.  W.  H.  Weed  and  L.  V.  Pirsson'  report  both 
realgar  and  orpiment  from  a  hot  spring  in  the  Yellowstone  National 
Park,  and  G.  F.  Becker  *•  found  sulphides  of  arsenic  and  antimony 

1  Fonnols  approximate  only.    Sulphur  or  selenium  partly  replaces  tellurium, 
t  Compt.  Rend.,  vol.  32, 1851,  p.  825. 

•  Amiales  chlm.  phys.,  3d  ser.,  vol.  32, 1851,  p.  129. 

•  Zdtschr.  Kryst.  Kin.,  vol.  17, 1800,  p.  497. 

>  See  L.  Bourgeois,  Reproduction  artifldelle  des  mindraux,  pp.  41, 42. 
e  Compt.  Rend.,  vol.  86, 1878,  p.  491;  vol.  92, 1881,  p.  854. 

7  On  the  conditions  governing  the  formation  of  orpiment  and  realgar,  see  W.  Borodowsky,  Sltzungsb. 
Naturf.  Oesell.  Univ.  Dorpat,  vol.  14,  p.  159.    Also  In  Chem.  Abstracts,  vol.  1, 1907,  p.  lioe. 
s  liin.  pet.  Mitt.,  vol.  11, 1690,  p.  322. 

•  Am.  Jour.  Sd.,  3d  ser.,  vol.  42, 1891,  p.  401.    At  another  spring  in  the  Park,  Arnold  Hague  (idem,  vol. 
31, 1887,  p.  171)  found  a  deposit  of  soorodlte,  an  arsenate  of  iron. 

w  Hon.  U.  S.  Oeol.  Socvey,  vol.  13, 1888,  p.  344. 

lOlSSl**— Buh.  491—11 42 
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in  a  sinter  at  Steamboat  Springs,  Nevada.  In  3,403  grams  of  this 
sinter,  as  analyzed  by  W.  H.  Melville,  were  found  the  following  sub- 
stances: 

SvJpkideSj  etc, ,  found  in  nnter. 


Au 0.0034 

Ag 0012 

HgS 0070 

PbS 0720 

CuS 0424 

SbA+AflA 7a  0308 

FejO, 3.5924 

The  antimony  sulphide  was  in  the  amorphous,  orange-colored  form, 
to  which  Becker  gave  the  name  of  metastibnite.  Ciystals  of  ordinary 
stibnite  have  since  been  discovered  by  W.  Lindgren^  in  the  same 
sinter,  apparently  of  quite  recent  formation.  The  locaUty,  it  must 
be  observed,  is  one  which  yields  mercury,  and  G,  F.  Becker'  has 
reported  stibnite  from  several  quicksilver  mines  in  California.  A 
similar  association  of  stibnite  and  cinnabar  is  found  at  Monte  Amiata 
in  Tuscany;'  and  at  Huitzuco,  Mexico,  stibnite  occurs  with  living- 
stonite,  kermesite,  barcenite,  and  some  cinnabar  in  a  matrix  of  gyp- 
sum.^ Cinnabar  has  also  been  noted  in  the  antimony  mines  of  Corsica.^ 
According  to  Coquand,*  the  antimony  ores  at  Pereta,  Tuscany,  are 
of  solfataric  origin.  This  mode  of  deposition,  which  genetically 
connects  antimony  and  mercury,  may  be  ascribed  to  the  fact  that 
both  metals  form  easily  volatile  compounds.  The  same  property 
is  shared  by  arsenic,  but  deposits  of  other  than  solfataric  nature  are 
known.  At  least  there  are  deposits  in  which  no  indication  of  sol- 
fataric action  can  now  be  discerned.  The  sulphides  of  arsenic  and 
antimony  are  easily  soluble  in  alkaline  solutions,  and  in  that  way 
may  be  transported  to  points  far  distant  from  their  original  ore 
bodies.    The  sulphide  of  bismuth  is  much  less  soluble. 

Stibnite  is  the  most  important  ore  of  antimony.  Its  deposition 
from  solution  is  iu  most  cases  evident,  and  its  alkaline  solutions, 
which  also  dissolve  sihca,  seem  to  have  formed  the  typical  occur- 
rences, in  which  stibnite  is  intimately  associated  with  quartz.  It  is 
so  found  in  the  mines  of  Sevier  County,  Arkansas;  ^  in  Mexico,  and  in 
Corsica,  where  the  ore  bodies  occur  in  sericitic  schists.  At  Kostainik, 
in  Servia,  according  to  R.  Beck  and  W.  von  Fircks,*  the  stibnite  is 

>  TraoB.  Am.  Inst.  Mln.  Bog.,  vol.  36, 1906,  p.  27. 
s  Op.  dt.,  p.  389. 

•  B.  LotU,  Zeltschr.  prakt.  Oeolosto,  1901,  p.  43. 

« J.  Q.  AgoUerapTruis.  Am.  Inst.  ICin.  Eog.,  yol.  32, 1902,  p.  807. 
»  Nentlen,  Amiales  des  mines,  9th  ser.,  vol.  12, 1897,  p.  251. 
e  BulL  Soc  gtel.  Fniioe,  ad  ser.,  vol.  6, 1848-40,  p.  01. 

T  See  C.  £.  Wait,  Trans.  Am.  Inst.  Min.  Eng.,  toI.  8, 1870,  p.  42;  J.  C.  BrBimflr,  Am.  Rtpt,  G«oL  Son^ 
Arkansas,  1888,  vol.  1,  p.  136;  and  O.  H.  Ashley,  Proc.  Am.  Philos.  Boc,  vol.  36,  U07,  p.  306. 

•  ZdtBchr.  prakt.  Oeologle,  1900,  p.  33. 
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found  in  trachyte,  in  graywacke,  and  also  as  replacements  in  lime- 
stone. Arsenopyrite  also  occurs  most  commonly  with  quartz,  of  tenest 
in  metamorphic  schists  and  sometimes  in  serpentine.*  When  either 
arsenic,  antimony,  or  bismuth  is  found  in  a  metalliferous  vein,  asso- 
ciated with  silver,  copper,  or  lead,  it  is  usually  combined  with  those 
metals  in  the  form  of  sulphosalts. 

By  oxidation  of  the  sulphides,  a  large  niunber  of  secondary  min- 
erals can  be  formed.     First  of  all  are  the  oxides,  as  follows: 

AxBenolite  ' AssOa,  iflomeftric . 

Glaudetite  ^ AssOs,  monoclinic. 

Senaimontite SbjOt,  isometric. 

Valentinite SbaOs,  orthorhombic. 

Cervantite Sba04. 

BiBmite,  or  bismuth  ocher* BiaOj.SHaO. 

Stibiconite HjSbaOj 

Bismuth  also  forms  two  basic  carbonates,  bismutite  and  bismuto- 
sphserite,  and  a  rare  oxychloride,  daubr^eite.  The  oxides  of  antimony 
form  important  ore  bodies  at  Altar,  Sonora,  Mexico,*  and  in  Neoco- 
mian  limestone  at  Mount  Hamimat,  province  of  Constantine,  Algeria.^ 

From  oxidation  of  the  sulphosalts,  a  large  number  of  arsenates, 
antimonates,  and  various  compounds  of  bismuth  have  been  derived. 
Some  of  these  were  mentioned  in  the  preceding  sections  of  this  chap- 
ter; others  are  salts  of  calcium,  magnesium,  iron,  or  manganese.  For 
example,  pharmacoUte  is  an  arsenate  of  Aime,  pharmacosiderite  an 
arsenate  of  iron,  and  sarkinite  an  arsenate  of  manganese.  Atopite 
and  romeite  are  antimonates  of  lime.  Some  of  these  compounds,  and 
there  are  many  others,  may  have  been  formed  by  the  action  of  per- 
colating arsenical  or  antimonial  solutions  upon  carbonates  of  lime, 
magnesia,  manganese,  or  iron,  or  upon  hydroxides  of  the  two  metals 
last  named.  'Hiere  are  also  arsenates  of  bismuth,  and  a  tellurate,  a 
vanadate,  and  a  silicate  of  the  same  base.  The  strange  mineral  long- 
banite  is  an  antimonio-silicate  of  manganese  and  iron;  derbylite  and 
lewisite  are  antimonio-titanates  of  iron  and  lime,  respectively;  and 
mauzeliite  is  a  similar  salt  of  calcium  and  lead.  DerbyUte,  lewisite, 
and  tripuhyite,  FejSbjOy,  are  found  in  the  cinnabar-bearing  gravels 
of  Tripuhy,  Brazil.'  They  were  derived  from  mica  schists,  but  their 
association  with  cinnabar  is  suggestive. 

1  On  the  arsenic  mines  of  UaBtlngs  County,  Ontario,  see  J.  W.  WeUs,  Rept.  Bur.  Mines  Ontario,  1902, 
p.  101.  J.  L.  Cowan  (£ng.  and  Min.  Jonr.,  vol.  78, 1904,  p.  106)  has  described  an  arsenic  mine  at  Brlnton, 
Virginia.  For  the  antimony  mines  of  Nova  Scotia,  see  W.  R.  Askwlth,  Canadian  Min.  Rev.,  vol.  20, 1901 , 
p.  173. 

*  The  true  molecular  weight,  as  shown  by  tlie  VKpot  density,  is  more  probably  represented  by  the  fonnula 
ASiOt-    A  similar  doubling  may  be  proper  for  the  other  oxides  and  sulphides  of  this  group. 

s  On  tho  composition  of  bismnth  ocher,  see  W.  T.  Schaller,  Jour.  Am.  Chem.  Soc.,  voL  33, 1011,  p.  1G2. 

4  E.  T.  Cox.  Am.  Jour.  Sd.,  3d  ser.,  vol.  20, 1880,  p.  421. 

»  Coquand,  Bull.  Soc.  gtel.  Franoe,  2d  ser.,  vol.  9, 1851-^62,  p.  342. 

•  See  E.  Hussak  and  O.  T.  Prior,  Mineralog.  Mag.,  vol.  11, 1895,  pp.  80, 176, 302. 
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NICKEL   AND    COBAIiT.» 

Among  the  minor  constituents  of  igneous  rocks,  nickel  is  one  of 
the  conmionest.  Cobalt  also  is  widely  diffused,  but  in  much  smaller 
proportions.'  In  262  analyses  of  igneous  rocks  made  in  the  labora- 
tory of  the  United  States  (jeological  Siu^vey  an  average  of  0.0274 
per  cent  of  nickel  oxide  was  found.  Had  it  been  sought  for  in  all 
cases,  this  figure  might  have  been  slightly  reduced,  but  perhaps  not 
materially.  , 

Nickel  and  cobalt  are  characteristic  elements  in  meteoric  irons, 
and  also  in  terrestrial  irons  of  similar  character.  Indeed,  some  of 
the  "irons"  of  which  analyses  are  given  in  another  chapter  of  this 
book'  are  more  truly  described  as  native  nickel,  that  being  the 
metal  which  predominates  in  them.  Awaruite  and  josephinite  are 
nickel  irons  of  this  kind,  in  which  the  percentage  of  nickel  reaches 
60  or  even  more. 

The  ores  of  these  metals  fall  into  three  principal  classes,  namely, 
sulphides  or  arsenides,  oxides,  and  silicates.  In  the  first  case  the 
chief  minerals  are  as  follows: 


Milleiite NiS. 

Beyrichite Ni,S4. 

Polydymite* Ni4S4. 

Niccolite NiAa. 

Chloanthite NiAsj. 

Rammel8bei:g:ite NIAb,. 


Genidorffite NiAaS. 

Pentlandite* (FeNi)S. 


Jaipurite CoS. 

LiniUBite €0^84. 


Snudtite CoAss. 

Safflorite CoAa,, 

Skuttenidite* CoA%. 

Cobaltite CoAaS. 


Carrollite C02CUS4. 

With  these  minerals  we  may  include  the  nickel  telluride,  melonite, 
and  the  antimonide,  breithauptite,  NiSb.  UUmannite  is  a  sulphide 
of  antimony  and  nickel,'  NiSbS.  Corynite  and  wolfachite  are  mix- 
tures of  a  salt  of  the  last  type  vdth  the  corresponding  salt  NiAsS. 
Olaucodot  is  sulpharsenide  of  cobalt  and  iron,  and  alloclasite  is  sim* 
ilar,  but  with  bismuth  partly  replacing  arsenic.  Another  mineral  of 
the  formula  NiCoSjSb,  has  been  named  willyamite. 

I  For  a  general  paper  upon  nickel  and  its  occurrences,  see  P.  Argall,  Proc.  Colorado  Sci.  Soc.,  vol.  4, 1898» 
p.  395.  A  note  by  A.  G.  Charlton  follows  (p.  4»)  on  Colorado  nickel -ores.  On  nickel  in  the  Manafeld 
copper  shales,  see  Baeumler,  Zeltschr.  Deutach.  iseol.  OeselL,  voL  9, 1857,  p.  25.  On  cobalt  ores  at  Schweina, 
Thuringia,  see  F.  Beyschlag,  Zeitschr.  prokt  Geologie,  18B8,  p.  1.  On  cobalt  In  Mexico,  Q.  de  J.  Gaballero, 
Mem.  Soc  dent.  Ant.  Alsate,  vol.  18, 1902,  p.  197.  O.  Stutier  (Zeitschr.  prakt.  Geokigle,  1906,  p.  294)  htf 
described  tounnallne-bearing  cobalt  vehis  at  Ban  Juan,  Atacama,  Chile.    The  ore  Is  oobaltlte. 

>  On  the  wide  diffusion  of  cobalt  and  nickel  hi  nature,  see  K.  Kreut,  Zeitschr.  angew.  Chemie,  1906,  p.  1793^ 

s  See  ante,  p^  314. 

<  The  Sudbury  polydyinite  is  very  nearly  NItFeSe. 

•  There  is  also  a  variety  containing  much  nickel  replacing  cobalt.  Bismutosmaltite,  Co<AsBl)».  is  a 
related  mineral. 

•  Another  nickel-Iron  sulphide  has  been  daUed  gunnarite.  Its  formula  is  near  PeiNi<8«.  Still  another, 
akin  to  pentlandite,  is  the  incompletely  described  heaslewoodite. 

T  A  similar  sulphide,  with  bismuth  partly  replacing  antimony,  has  been  named  kallllite. 
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Arsenides  and  antimonides  of  nickel  are  known  as  accidental  fur- 
nace products.*  The  crystalline  sulphides  of  cobalt  and  nickel  have 
also  been  repeatedly  prepared  artificially.  H.  de  Senarmont  ^  heated 
solutions  of  potassium  sulphide  with  nickel  or  cobalt  chloride  to  tem- 
peratures between  160°  and  180°  in  a  sealed  tube,  and  obtained  the 
compounds  NiS,  Ni3S4,  and  €0384,  corresponding  to  the  natural  min- 
erals. C.  Geitner*  also  produced  crystals  of  NigS^  by  heating  m'etal- 
Uc  nickel  with  sulphurous  acid  or  a  solution  of  nickel  sulphite  under 
pressure  to  200°.  E.  Weinschenk*  heated  solutions  of  cobalt  or 
nickel  salts  with  ammonium  sulphocyanate  to  180°  in  a  sealed  tube 
and  so  produced  crystalline  NiS  or  CoS,  respectively.  T.  Hiortdahl  * 
also  produced  jaipurite  by  fusing  cobalt  sulphate  with  barium  sul- 
phide and  conmion  salt. 

These  scanty  data  show  that  the  minerals  of  this  group  may  bo 
produced  in  either  the  wet  or  the  dry  way,  and  their  natural  occur- 
rences point  to  the  same  conclusion.  Millerite,  for  instance,  forms 
beautiful  tufts  of  slender,  hairlike  needles  in  geodes  lined  with  crys- 
tals of  dolomite.  Specimens  of  this  kind  are  famiUar  objects  to  col- 
lectors of  minerals.  Millerite  is  also  reported  by  Des  Cloizeaux*  as 
found  in  the  coal  measures  of  Belgium,  and  he  mentions  linnseite  in 
coal  from  Glamorganshire,  Wales.  On  the  other  hand,  as  J.  H.  L. 
Vogt^  has  shown,  the  nickeliferous  pyrrhotites  are  often,  if  not 
always,  distinct  segregations  from  molten  magmas.  On  this  subject, 
however,  controversy  still  reigns,  and  especially  with  reference  to  the 
nickel  ores  of  Sudbury,  Canada.  Here  the  ores  are  chiefly  pyrrho- 
tite  with  admixtures  of  pentlandite,  a  certain  amount  of  chalcopyrite 
being  also  present.  Tlie  matrix  is  norite,  although  the  earlier 
observers  termed  it  diorite.  Their  magmatic  origin  has  been  advo- 
cated by  R.  Bell,»  H.  B.  von  FouUon,*  T.  L.  Walker,"  A.  P.  Coleman," 
D.  H.  Browne,"  and  others.  A.  E.  Barlow,**  for  example,  repeatedly 
speaks  of  the  "nickel-bearing  eruptive.' '  Browne  compares  the 
occurrences  at  Sudbury  with  the  phenomena  observed  in  cooling  a 

1  See  L.  Bourgeois,  Reproduction  artiflcielle  des  mlntouix,  p.  35,  for  old  Instances.    Also  A.  Brand, 
Zeitschr.  Kryst.  Mln.,  vol.  12, 1887,  p.  234,  on  brelthauptite. 
s  AnnaJes  chim.  phys.,  3d  ser.,  toI.  32, 1861,  p.  129. 
s  Lleblg'8  Annalen,  vol.  129, 1864,  p.  350. 

•  Zeitschr.  Kryst.  Min.,  vol.  17, 1890,  p.  407. 

ft  Compt.  Rend.,  vol.  05, 1867,  p.  75.    Jaipurite  Is  also  known  as  syepoorite. 

•  Bull.  Soc  mln.,  vol.  3, 1880,  p.  170. 

Y  Zeitschr.  prakt.  Geologie,  1893,  pp.  126, 367. 

>  BuU.  Geol.  Soo.  America,  vol.  2, 1800,  p.  125.  Another  paper  by  Bell,  on  Budbury,  appears  In  Ann. 
Rept.  Geol.  Survey,  Canada,  2d  ser.,  vol.  5,  F.  1890-91. 

•  Jahrb.  K.-k.  geol.  Relchsanstalt,  vol.  42, 1892,  p.  223.  The  nickel  ores  of  Bchweiderich,  Bohemia,  are 
described  as  anatogous  to  those  of  Sudbury. 

M  Quart.  Jour.  Oeol.  Boo.,  voL  63, 1897,  p.  40. 

u  BuU.  Oeol.  Soc.  America,  vol.  15, 1004,  p.  551.  In  Rept.  Ontario  Bur.  Mines,  1904,  pt.  1,  p.  192,  Coleman 
has  a  long  paper  on  the  "Northern  Nickel  Range."  The  report  of  the  sune  bureau  fbr  1906,  pt.  3,  contains 
a  monograph  by  Coleman  on  the  Sudbury  ores.  A  later  paper  by  Coleman  is  In  Jour.  Geology,  vol.  15, 
1907,  p.  769. 

u  School  of  ICtaies  Quart.,  voL  16, 1896,  p.  297;  and  Econ.  Geol.,  vol.  1,  p.  487, 1006. 

!•  Econ.  Geology,  vol.  1, 1906,  pp.  454, 545. 
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copper-nickel  matte,  in  which  the  copper  sulphides  concentrate  along 
the  mai^gins  of  the  mass,  and  the  nickel  sulphides  at  the  center. 
This  arrangement  of  ores,  chalcopyrite  near  the  wall  rock,  then  pyr- 
rhotite  carrying  nickel,  and  finally  nickel  sulphide,  is  the  order 
observed  at  Sudbury. 

R.  Beck,i  C.  W.  Dickson,^  and  W,  Campbell  and  C.  W.  Knight,» 
on  the  other  hand,  have  aigued  strongly  in  favor  of  a  secondary 
origin  of  these  ores — a  deposition  from  circulating  solutions.*  A 
similar  view  is  expressed  by  F.  W.  Voit*  concerning  the  nickel  ores 
of  Dobschau,  Hungary.  Here  the  arsenides  of  nickel  occur  in  a 
carbonate  gangue  at  or  near  contacts  of  diorite.  At  Mine  La  Motte, 
Missouri,  linnseite  is  found  with  lead  and  copper  ores  in  bodies  which 
C.  R.  Keyes*  describes  as  metasomatic  replacements  in  limestone. 
Small  quantities  of  nickel  are  shown  in  analyses  of  the  adjacent 
granites. 

At  the  Gap  mine,  in  Lancaster  County,  Pennsylvania,  pyrrhotite 
and  chalcopyrite  occur  with  secondary  milleiite  in  an  amphibolite, 
which  J.  F.  Kemp^  thinks  is  an  altered  gabbro  or  norite.  This 
deposit  Kemp  regards  as  originaUy  magmatic.  In  the  serpentines 
of  Malaga,  Spain,  according  to  F.  Gillman,^  niccolite  is  found, 
altered  to  silicates  of  nickel  at  the  surface,  but  associated  with  chromite 
and  augite  in  the  norites  below.  Here  again  a  magmatic  origin  is 
indicated.  The  nickeliferous  pyrrhotites  of  the  southern  Schwarz- 
wald  are  regarded  by  E.  Weinschenk'  as  not  magmatic. 

Near  Lake  Temiskaming,  Ontario,  an  extraordinary  group  of 
deposits  of  associated  cobalt,  nickel,  arsenic,  and  silver  ores  has 
recently  (1903)  been  discovered.**  In  this  district  native  silver  and 
native  bismuth  are  found,  together  with  niccolite,  chloanthite,  smalt- 
ite,  millerite,  cobaltite,  argentite,  dyscrasite,  pyrargyrite,  tetrahe- 
drite,  arsenopyrite,  etc.,  in  relations  which  are  interpreted  by  Miller 
as  suggesting  a  deposition  from  heated  waters,  which  latter  were 
"probably  associated  with  the  post-Middle  Huronian  diabase  and 
gabbro  eruption."  According  to  Miller,  the  deposits  are  analogous 
to  those  of  Annaberg,  Saxony,  and  Joachimsthal,  Bohemia,  which 

1  The  nature  of  ore  deposits,  Weed's  tnuislatlon,  p.  41. 

*  Trans.  Am.  Inst.  Mln.  Eng.,  vol.  34,  p.  3, 1904.    See  also  Jour.  Canadian  Mln.  Inst.,  voL  9, 1906,  p.  238. 
s  Eng.  and  liin.  Jour.,  vol.  82, 1906,  p.  900.   These  authors  base  their  opinions  on  the  mlcrosooplo  stmo- 

ture  of  the  pyrrhoUte. 

<  Other  memoirs  upon  Sudbury  and  its  ores  are  by  J.  H.  Collins,  Quart.  Jour.  QeoL  Boc,  vol.  44, 18BB, 
p.  831;  J.  Gamier,  M6m.  Soc.  ing6n.  civils  (Fianoe),  vol.  44,  p.  239;  E.  R.  Bush,  Eng.  and  ICin.  Jour.,  voL 
67, 1904,  p.  245;  T.  L.  Walker,  Am.  Jour.  8oi.,  3d  ser.,  vol.  47, 1894,  p.  312;  F.  W.  Clarke  and  C.  Catiett, 
Bull.  U.  S.  GeoL  Survey  No.  64, 1800,  p.  20;  and  L.  P.  SUwr,  Canadian  Mln.  Rev.,  vol.  21, 1902,  pu  207. 

ft  Jahrb.  K.-k.  geol.  Relchsanstalt,  voL  60, 1900,  p.  717. 

« Missouri  Qeol.  Survey,  vol.  9,  pt.  4, 1896,  p.  82. 

'  Trans.  Am.  Inst.  Min.  Eng.,  vol.  24, 1894,  p.  620. 

•  Trans.  Inst.  Min.  and  Met.  (London),  vol.  4, 1896,  p.  160. 
9  Zeitschr.  prakt.  Geologle,  1907,  p.  73. 

10  See  the  reports  by  W.  O.  Miller,  Rept.  Ontario  Bur.  Mines,  1904,  pt.  1,  p.  96;  1906,  pt.  2.  Also  In  Eng. 
and  Mln.  Jour.,  voL  76. 1903,  p.  888. 
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are  classical  localities  for  cobalt  and  nickel  minerals.  The  original 
source  of  the  Temiskaming  ores  has  not  yet  been  clearly  determined. 
They  may  represent  a  leaching  of  the  accompanying  eruptive  rocks, 
or  they  may  have  been  brought  from  below;  at  all  events,  they  are 
not  igneous  segregations.^ 

By  oxidation  or  carbonation  the  sulphides  and  arsenides  of  nickel 
and  cobalt  are  transformed  into  sulphates,  arsenates,  carbonates, 
oxides,  etc.  Morenosite,  NiS04.7H,0;  bieberite,  C0SO4.7H3O;  the 
arsenates,  roselite,  erythrite,  annabergite,  forbesite,  and  cabrerite; 
the  carbonates  spherocobaltite,  zaratite,  and  remingtonite;  the  oxide 
bunsenite;  and  the  hydroxides  asbolite,  heubachite,  heterogenite, 
transvaaUte,  etc.,  are  among  these  products  of  alteration.  Bunsenite^ 
NiO,  was  prepared  artificially  by  J.  J.  Ebelmen,^  through  the  action 
of  lime  on  fused  nickel  borate.  FerriSres  and  Dupont'  also  ob- 
tained it  by  heating  nickel  chloride  to  redness  in  a  current  of  steam. 
Neither  process  seems  to  bear  any  close  relation  to  the  observed 
occurrences  of  bunsenite  in  nature.  Asbolite,  or  earthy  cobalt,  is 
an  indefinite  mixture  of  manganese  and  cobalt  hydroxides,  and  has 
some  significance  as  a  workable  ore.^  This  association  of  cobalt  and 
manganese  is  not  uncommon,  and  many  manganese  ores  contain  more 
or  less  cobalt. 

^  The  hydrous  silicates  of  nickel  form  a  distinct  class  of  ores,  differ- 
ing genetically  from  the  sulphides.  They  are  found  in  connection 
with  serpentine  or  other  hydromagnesian  rocks,  and  in  some  instances, 
if  not  always,  they  represent  concentrations  from  peridotitic  magmas, 
and  especially  from  nickeliferous  olivine.  At  Riddles,  Oregon,  for 
example,  the  parent  rock  is  a  saxonite  or  harzburgite,  containing, 
as  shown  by  my  own  analysis,^  0.10  per  cent  of  NiO.  The  olivine 
separated  from  the  rock  contained  0.26  per  cent;  and  from  this  min- 
eral the  nickel  silicates  were  doubtless  formed.  Similar  siUcate  ores 
are  found  in  North  Carolina;*  at  Revda  in  the  Urals;  at  Franken- 
stein, Prussian  Silesia,  in  serpentine;  and  at  Mount  Avala,  Servia, 
with  mercurial  minerals.    The  most  important  deposits,  however,  are 

1  These  ores  have  recently  been  studied  mlcrosoopically  by  W.  Campbell  and  C.  W.  Knight  (Econ. 
Geology,  vol.  1,  1906,  p.  767),  who  find  that  smaltlte  was  first  formed,  then  nlcoolite,  then  calcite,  with 
Ailgentite,  native  silver,  and  native  bismuth  later. 

s  Compt.  Bend.,  vol.  33, 1851,  p.  fi25.  ,  ' 

*  See  L.  Bourgeois,  Beproduction  artlflcielle  des  minftraux,  p.  61. 

«  As  at  Mine  Lamotte,  Missouri,  and  in  New  Caledonia.  On  the  New  Caledonia  cobalt  ores,  see  Q.  M. 
Colvoooresses,  Eng.  and  Min.  Jour.,  vol.  76, 1003,  p.  816,  and  A.  Idversidge,  Minerals  of  New  South  Wales* 
pp.  375  et  seq. 

•  F.  W.  Clarke  and  J.  8.  DfOer,  BulL  U.  S.  Oeol.  Survey  No.  60,  1890,  p.  21.  See  also,  with  regard  to 
this  locaUty,  A.  B.  Ledoux,  Canadian  Min.  Bev.,  vol.  30, 1901,  p.  84;  W.  L.  Austin,  Proc.  Colorado  8ci. 
Soc.,  vol.  5, 1808,  p.  173;  and  H.  B.  von  FouUon,  Jahrb.  K.-k.  geoL  Beichsanstalt,  vol.  42,  1803,  p.  223. 
Von  Foullon  also  describes  the  deposits  at  Bevda,  Fiankeostein,  and  Mount  Avala.  A  recent  report  on 
the  Biddies  ores,  by  0.  F.  Kay,  appears  in  Bull.  U.  S.  Oeol.  Survey  No.  315, 1907,  p.  120. 

« See  H.  J.  Blddle,  Mineral  Besouroes  U.  S.  for  1886,  U.  S.  Oeol.  Survey,  1887,  p.  170.  The  mother  rock 
here  is  dunite.  See  also  A.  £.  Barlow,  Jour.  Canadian  Min.  Inst,  vol.  9, 1906,  p.  803.  Bartow  regards  these 
ores  as  formed  by  the  leaching  of  the  perldotite. 
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in  New  Caledonia/  where  asbolite  also  occurs.  Chromite  and  various 
hydromagnesian  minerals  are  generally  associated  with  the  nickel 
ores. 

These  silicates  are  rarely,  if  ever,  found  as  definite  mineral  species, 
although  they  have  been  described  as  such.  Genthite  appears  to  be 
H4Mg3Ni2(Si04)8.4H20,  and  connarite  is  near  H4NijSi,Oio.  An- 
other 6iUcate  from  New  Caledonia,  called  nepouite,'  has  been  given 
the  formula  (NiMg)8Si407.2HjO.  Alipite,  desaulesite,  gamierite,  nou- 
meite,  pimelite,  refdanskite,  and  rottisite  are  uncertain  substances, 
mixtures  of  nickel  siUcates  with  magnesian  compounds  and  free 
silica.  The  following  analyses  will  serve  to  illustrate  the  variable 
composition  of  these  ores: 

Analyses  of  mchel  silicates. 

A.  From  Riddles,  Oregon.    Analysis  by  F.  W.  Clarke,  Bull.  U.  S.  Oool.  Survey  No.  eo,  p.  21, 18B0. 

B.  From  Riddles.    Analysis  by  Hood,  Mineral  Resources  U.  S.  for  18S2,  U.  S.  Geol.  Survey,  1883,  p.  404. 
Probably  this  sample  was  dried  at  or  near  100*  before  analysing. 

C.  D,  £.  From  New  Caledonia.    Analyses  by  A.  Liversidge,  Minerals  of  New  South  Wales,  pp.  275-280. 
Liversidge  gives  10  analyses  In  all,  including  several  by  Leibius. 


B 


SiO, 

AljOa 

FeA 

NiO 

MgO 

HjO  at  100*». 
HjO  redness 


44.73 

1.18 

27.67 

10.56 

8.87 

6.99 


40.65 

1.33 

29.66 
21.70 

7.00 


48.26 

.55 

14.00 

16.40 

10.95 

8.82 


38.35 
.40 
.15 

32.52 

10.61 
6.44 

11,53 


50.15 
.57 
trace 
10.20 
17.43 
11.28 
10.37 


99.90 


100.24 


99.57 


100.00 


100.00 


In  one  respect  all  the  ores  of  nickel  seem  to  agree.  Their  magmatic 
associate  is  always  a  subsilicic  rock,  such  as  norite,  peridotite,  or 
sometimes  diabase  or  diorite.  In  no  case  are  they  clearly  shown  to 
have  originated  from  persilicic  magmas. 

CHROMIUM. 

Like  nickel,  chromium  is  widely  diffused  in  the  subsilicic  rocks, 
the  average  proportion  found  in  256  analyses  of  igneous  rocks  in  the 
laboratory  of  the  United  States  Geological  Survey  being  0.05  per 
cent  of  CrjOs*  The  native  metal  has  not  been  found,  nor  are  any  ter- 
restrial sulphides  of  chromium  known,  although  the  mineral  daubr^e- 
Ute,  FeCr2S4,  occurs  in  some  meteoric  irons.    The  one  important  ore 

1  See  A.  Liversidge,  Minerals  of  New  South  Wales,  p.  276;  3.  Oamler,  Compt  Rend.,  vol.  86,  ISTS,  p^ 
684;  D.  Levat,  M6m.  Assoc,  franc.  &▼•  scl.,  1887,  p.  634;  and  F.  D.  Power,  Trans.  Inst  Wn.  ICet.,  voL  8» 
1900,  p.  427.  Liversidge  gives  several  analyses  of  garolerite  and  noumelte.  See  also  J.  8.  Leckie,  Jour. 
Canadian  ICin.  Inst.,  vol.  6,  1903,  p.  100. 

>  £.  aiasser,  Compt.  Rend.,  voL  143,  1906,  p.  1173.  Also  Annales  des  mines,  10th  ser.,  vol.  4, 1904» 
p.  448. 
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of  chromium  is  chromite,  or  chromic  iron.  There  are  also  the  lead 
chromates,  mentioned  in  a  previous  section  of  this  chapter;  the  two 
sulphates  knoxvillite  and  redingtonite;  and  the  silicates  represented 
by  chromiferous  garnet,  diopside^  mica,  and  tourmaline.  The  clay- 
like sihcates  avalite,  milosin,  and  alexandrolite  also  contain  chromium 
as  an  essential  constituent.^  Dietzeite,  from  the  Chilean  niter  beds, 
is  an  iodate  and  chromate  of  calcium.  Of  all  these  species  chromite 
alone  needs  any  further  consideration. 

In  the  chapter  upon  rock-forming  nunerals  chromite  was  described 
as  a  member  of  the  spinel  group.  Its  ideal  formula  is  FeCr304,  but  it 
rarely,  if  ever,  is  found  in  a  state  of  even  approximate  purity.  It 
conunonly  contains  isomorphous  admixtures  of  other  spinels,  whose 
presence  is  revealed  in  the  analyses.  The  following  examples  will 
serve  to  illustrate  its  variations:^ 

Analyses  of  chromite. 

A.  From  Price  Creek,  North  CaioUxuL    Analysis  by  C.  BaskervlUe. 

B.  From  Corundum  Hill,  North  Carolina.    Baskerville. 

C.  From  Corundum  Hill.  Analysis  by  T.  M.  Chatard,  in  the  laboratory  of  the  United  States  Geological 
Survey. 

D.  From  Webster,  North  Carolina.  Analysis  by  H.  W.  Foote.  Variety  named  mitchelllte.  For  A,  B, 
and  D,  see  J.  H.  Pratt  and  J.  V.  Lewis,  North  Carolina  Oeol.  Survey,  vol.  1,  p.  369, 1905.  Magnochromite 
is  another  name  for  a  magnesian  chromite. 

E.  From  Tampadel,  lower  Silesia.  Analysis  by  Lassosjmski.  Described  by  H.  Traube,  Zeitschr. 
Deutsch.  geol.  Gesell.,  vol.  46,  p.  60, 1894. 


A 

B 

c 

D 

E 

OaOj 

59.50 

7.15 

25.02 

.92 

57.20 

7.82 

25.68 

.69 

45.94 

2.51 

42.90 

.84 

.16 

.40 

2.81 

1.40 

3.20 

.36 

.12 

39.95 
29.28 
13.90 

41.23 

ALO, 

24.58 

Feb'.::: 

19.04 

MtiO      . 

.58 

CoO,NiO 

CuO 

MgO 

4.42 

5.22 

17.31 

14.77 

CaO 

SiOj : 

3.20 

2.80 

TiOa 

P,0« 

99.91 

)9.41 

100.64 

100.44 

100.20 

Chromite  was  first  produced  artificially  by  J.  J.  Ebelmen,'  who 
fused  chromic  oxide,  ferric  oxide,  and  boric  oxide  together,  with  a 
little  tartaric  acid  added  to  reduce  the  iron  to  the  ferrous  state.  By 
adding  small  amounts  of  alumina  and  magnesia  the  composition 
of  the  product  was  made  to  vary,  like  that  of  the  natural  mineral. 

1  See  S.  M.  Losanitach,  Ber.  Deutsch.  cham.  Oesell.,  vol.  28, 1806,  p.  2631. 

I  See  also  table  in  Chapter  X,  on  rock-forming  minerals,  p.  326.    Two  of  the  analpes  there  given  are 
repeated  here. 
•  Annaleschlm.  phys.,  3d  ser.,  vol.  22, 1848,  p.  228. 
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J.  Clouet^  abo  prepared  chromite  by  essentially  the  same  process, 
only  with  trifling  differences  in  detail.  S.  Meunier'  obtained 
chromite  by  oxidizing  an  alloy  of  iron  and  chromium,  and  suggested 
that  such  an  alloy  might  be  brought  up  from  great  depths  and 
oxidized  by  vapors  near  the  surface  of  the  earth.  There  is  no  direct 
evidence,  however,  to  show  that  such  an  alloy  exists  in  nature,  and 
the  common  presence  of  chromite  in  meteorites  indicates  a  different 
origin  for  the  mineral. 

Chromite  is  almost  exclusively  foimd  in  subsilicic  rocks,  such  as 
peridotites  and  the  serpentines  derived  from  them.  Its  occurrence 
in  placers  as  a  detrital  mineral  is  of  course  not  excluded  by  this 
statement.  It  is  distinctly  a  magmatic  mineral,  as  Vogt  and  others 
have  shown.* 

MOIiTBDENTJM   AND    TUNGSTEN. 

Although  molybdenum  and  tungsten  are  members  of  the  same 
elementary  group  with  chromium,  their  geologic  affinities  are  not 
the  same.  Chromium,  as  we  have  seen,  is  found  characteristically  in 
subsilicic  rocks,  while  molybdenum  and  tungsten  are  commonly  asso- 
ciated with  granite.  Neither  metal  is  found  free  in  nature,  nor  is 
either  one  widely  diffused. 

The  principal  ore  of  molybdenum  is  the  sulphide,  molybdenite, 
MoS,.  The  molybdate  of  lead,  wulfenite,  has  already  been  described 
in  a  previous  section.  Calcium  molybdate,  powellite,  is  a  rare  min- 
eral, and  natural  molybdates  of  cobalt  and  magnesium  are  imper- 
fectly known.  Molybdic  ocher  is  a  common  oxidation  product  of 
molybdenite.  It  is,  as  shown  by  W.  T.  Schaller,*  a  hydrous  ferric 
molybdate,  Fe2(MoO,)s.7iHjO. 

Artificial  molybdenite  has  been  prepared  by  A.  de  Schulten.* 
Potassium  carbonate  was  fused  with  sulphur,  and  molybdic  oxide  was 
gradually  added,  in  successive  portions,  to  the  melt.  Crystals  of 
molybdenite  were  thus  formed.  PoweUite,  also,  has  been  made  by 
L.  Michel,®  who  heated  sodium  molybdate,  calcium  chloride,  and 
sodium  cliloride  together.  A  little  sodium  timgstate  was  added  to 
the  mixture,  in  order  to  reproduce  more  exactly  the  natural  mineral, 
in  which  some  tungsten  is  found. 

1  Annales  chlm.  phys.»  4th  ser..  toI.  le,  18QQ,  p.  90. 
9  Compt.  Rend.,  vol.  110, 1880,  p.  424. 

*  See  J.  H.  L.  Vogt,  Zeltschr.  prakt.  Geologie,  1804,  ^th  apeoUI  referanoe  to  Norwegian  deposits.  On 
chiomlte  at  Kiaabath,  Styria»  lee  F.  Ryba,  Idem,  1900,  p.  337;  and  in  Aaia  Minor,  K.  B.  Weiss,  idem,  1901. 
p.  250.  R.  Helmhacker  (Mln.  Industry,  1895,  p.  04)  descrilMS  Anstrian  localities.  On  chromite  in  ICary- 
land,  see  W.  Olenn,  Trans.  Am.  Inst.  Min.  Eng.,  vol.  25, 1806,  p.  481;  and  on  Canadian  ores,  the  same  author 
in  Seventeenth  Ann.  Rept.  U.  S.  Oeol.  Survey,  pt.  3, 1896,  p.  2S1.  M.  Penhale  (Min.  Industry,  1805,  p.  02) 
also  describes  Canadian  cliromite.  The  chromite  of  North  Carolina  is  discussed  by  3.  H.  Pratt  in  Am. 
Jour.  Sci.,  4th  ser.,  p.  281,  vol.  7;  and  Trans.  Am.  Inst.  Mfai.  Eng.,  vol.  20, 1800,  p.  17.  See  also  J.  H.  Pratt 
and  J.  y.  Lewis,  North  Carolina  Oeol.  Survey,  vol.  1, 1005,  p.  360. 

*  Am.  Jour.  Sci.,  4th  ser.,  vol.  23, 1907,  p.  297.  Work  done  in  the  laboratory  of  the  United  States  Geo- 
logical Survey. 

»  Oeol.  FOren.  F5rhandl.,  vol.  11, 1880,  p.  401. 

*  Bull.  Soc.  ndn.,  vol.  17, 1804,  p.  613. 
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As  a  rule,  molybdenite  is  a  fairly  pure  compound,  although 
Michel^  has  described  a  variety  containing  28.37  per  cent  of  bismuth. 
It  was  evidently  a  mixture  of  molybdenite  with  bisnmthinite.  Bis- 
muth is  a  not  infrequent  associate  both  of  molybdenite  and  of 
wolfram. 

At  Crown  Point,  Washington,  according  to  A.  R.  Crook,*  laj^e 
quantities  of  molybdenite  are  found  in  a  quartz  vein  in  granite.  At 
Cooper,  Maine,  as  described  by  G.  O.  Smith,*  the  molybdenite  is 
found  in  p^matite  dikes  and  also  in  the  adjacent  granite.  It  may 
be  either  an  original  mineral  or  an  impregnation;  probably,  says 
Smith,  the  latter.  In  Canada  molybdenite  occurs  under  a  variety 
of  conditions,  often  in  granite,  but  also,  according  to  J.  W.  Wells,* 
in  veins  cutting  limestone,  and  associated  with  pyroxene,  calcite, 
quartz,  mica,  pyrite,  etc.  The  mineral  was  found  embedded  some- 
times in  pyroxene  and  sometimes  in  pyrrhotite,  and  Wells  further- 
more reports  it  in  veins  through  pyroxenite.  The  nature  and  origin 
of  these  unusual  associations  remain  to  be  determined.  They 
probably  represent  contact  metamorphism. 

The  ores  of  tungsten  are  by  no  means  numerous.  In  addition  to 
stolzite,  which  was  mentioned  among  the  ores  of  lead,  there  are  the 
tungstate  of  iron,  wolframite,  or  ferberite  when  the  compound  is 
entirely  free  from  manganese;  the  tungstate  of  manganese,  htibner- 
ite;  calcium  tungstate,  scheeUte;  the  copper  salt,  cuprotungstite;  and 
an  alteration  product,  tungstic  ocher.  Of  these,  wolframite,  hub- 
nerite,  and  scheeUte  are  economically  important,  and  all  three  have 
been  prepared  artificially. 

N.  S.  Manross^  obtained  scheeUte  by  fusing  sodium  tungstate  with 
calcium  chloride.  A.  Cossa*  also  prepared  it  by  fusing  the  amor- 
phous compound,  CaWO^,  with  common  salt.  H.  Debray^  heated 
amorphous  calcium  tungstate  with  lime  in  a  ciurent  of  gaseous  hydro- 
chloric acid,  and  so  effected  its  crystallization.  He  also  heated  a  mix- 
ture of  tungstic  oxide  and  ferric  oxide  in  the  same  gas,  forming  in 
that  way  both  wolframite  and  magnetite.  Some  of  the  tungstic  acid 
crystallized  at  the  same  time.  A.  Geuther  and  E.  Forsberg'  pro- 
duced wolframite  and  its  manganesian  varieties  by  fusing  sodium 
tungstate  with  ferrous  chloride,  or  with  the  mixed  chlorides  of  iron 
and  manganese.  L.  Michel,^  by  fusing  sodium  tungstate  and  sodium 
chloride  with  the  chlorides  of  calcium,  manganese,  iron,  or  lead, 
obtained  scheeUte,  hubnerite,  wolframite,  and  stolzite,  respectively. 

I  Bun.  Soc.  mln.,  vol.  22, 1899,  p.  29. 

•  Bull.  Qeol.  Soc.  America,  vol.  15, 1904,  p.  283. 
9  BulL  U.  S.  Qeol.  Sorvey  No.  260, 1905,  p.  197. 
«  Canadian  Min.  Rev.,  vol.  22, 1903,  p.  113. 

ft  Llebig'a  Annaten,  toL  81, 1862,  p.  2i3. 

•  Cited  by  L.  Bourgeois,  Reproduction  artlflfltelle  des  xninAnux,  p.  172. 
7  Compt.  Rend.,  vol.  56, 1862,  p.  287. 

>  Liebi^s  Annalen,  voL  120, 1861,  p.  270. 

•  Bull.  Boo.  min.,  vol.  2, 1879,  p.  142. 
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Wolframite  is  a  frequent  companion  of  tin  ores,  especially  in 
greisen,  the  cassiterite  and  the  tungsten  minerals  having  developed 
in  muoh  the  same  way.  In  the  Cornish  tin  mines  wolframite  is  an 
annoying  impurity,  and  it  also  occurs,  according  to  J.  D.  Irving,*  in 
the  Etta  tin  district  of  the  Black  Hills.  Near  Lead  City,  in  the  same 
region,  however,  Irving  found  wolframite  in  magnesian  limestone, 
where  it  had  apparently  been  formed  by  metasomatic  replacement. 
This  occurrence  was  secondary,  the  primary  wolframite  being  found 
in  quartz  veins  cutting  granite  rocks.  At  C^ceola,  Nevada,  htibnerite 
is  abundant,  with  some  scheeUte,  in  veins  of  white  quartz  in  a  porphy- 
ritic  granite.'  The  Tungsten  deposits  of  the  Dragoon  Mountains, 
Arizona,  are  of  the  same  character,'  the  ore  being  principally  htib- 
nerite, with  scheeUte  and  some  wolfram.  The  tungsten  mine  at  Trum- 
bull, Connecticut,  where  wolframite,  scheelite,  and  tungstic  ocher  are 
found,  has  been  described  by  A.  Gurlt*  and  W.  H.  Hobbs.*  In  the 
Sierra  de  Cordoba,  Argentina,  according  to  G.  Bodenbender,*  the 
wolframite  is  again  in  quartz  veins  in  granite,  and  molybdenite  is 
sometimes  present  also.  These  illustrations  of  tungsten  occurrences 
are  ample  for  present  purposes. 

THE   PliATINUM    METAIjS. 

The  metals  platinum,  iridium,  osmium,  palladium,  rhodium,  and 
ruthenium  form  a  well-defined  natural  group  of  elements,  which  are 
found  associated  with  one  another,  and  in  less  degree  with  iron, 
nickel,  chromium,  etc.  With  two  exceptions  the  platinum  metals 
occur  native,  or  in  alloys,  which  vary  much  in  composition,  and  have 
received  many  specific  names.  The  two  exceptions  are  laurite, 
ruthenium  sulphide,  RuS,;  and  sperryUte,  platinum  arsenide^  PtAsj. 
The  native  metals  and  recognized  alloys  are  as  follows: 

Native  platinum. 

Native  iridium,  and  platiniridium. 
Native  palladium,  isometric. 
Allopalladium,  rhombohedral. 
Iridoemine  I  Nevyanskite,  over  40  per  cent  Ir. 
I  SiBerskite,  30  per  cent  Ir,  or  lees. 
Palladium  gold.^ 
Rhodium  gold.' 

1  Trans.  Am.  Inst.  Min.  Eng.,  vol.  31, 1901,  p.  683.  See  also  J.  D.  Irving  and  S.  F.  Emmons,  Prof.  Paper 
U.  S.  Geol.  Survey  No.  26, 1904,  p.  163. 

a  See  F.  B.  Weeks,  Twenty-first  Ann.  Kept.  U.  8.  Oeol.  Survey,  pt.  6, 1901,  p.  819;  and  F.  D.  Sinitli, 
£ng.  and  Min.  Jour.,  vol.  73, 1902,  p.  804. 

•See  W.  P.  Blake,  Trans.  Am.  Inst  Min.  Eng.,  vol.  28, 1898,  p.  543,  and  F.  Rickard,  Eng.  and  Min. 
Jour.,  voL  78, 1904,  p.  268. 

« Trans.  Am.  Inst.  Min.  Sng.,  voL  22, 1898,  p.  286. 

» Twenty-second  Ann.  Kept.  U.  8.  Oeol.  Survey,  pt.  2, 1902,  p.  18. 

«Zeitschr.  prakt.  Oeologie,  1894,  p.  409.  On  the  tungsten  ores  of  Oolorado,  see  W.  Llndgren,  Eeon. 
Oeok>gy,  vol.  2, 1907,  p.  4li3,  and  R.  D.  George,  First  Rept.  Colorado  Oeol.  Survey,  1906,  p.  7.  On  tungsten 
deposits  in  the  Coeur  d' Alene  region,  Idaho,  see  E.  S.  Auerbach,  En|^  and  lOn.  Jour.,  vol.  86, 1906>  p.  1146. 

V  See  section  on  goki,  ante,  p.  616. 
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The  list  might  be  extended  by  subdivision,  but  the  increase  in 
names  would  be  meaningless.  The  following  selected  analyses  fairly 
represent  the  great  variations  in  native  platinum:* 

Analyses  of  native  platinum. 

A.  From  Chooo,  Colombia.  Analysis  by  H.  Sainte^laire  Deville  and  H.  Debray,  Annates  ohim.  phys., 
3d  ser.,  vol.  56, 1869,  p.  449. 

B.  From  CiUifomia.    Deville  and  Debray. 

C.  Nugget  ftnmd  near  Plattsburg,  New  York,  of  64  per  cent  chromite  and  46  per  cent  metallic  platinum. 
Analysis  of  the  platinum  by  P.  Collier,  Am.  Jour.  Sci.,  3d  ser.,  vol.  21, 1881,  p.  123. 

D.  From  Nishni  Tagllsk,  Urals,  DevIUe  and  Debray. 

£.  From  Nishnl  Tagilsk,  blacUsh  magnetic  grains.  Analysis  by  J.  von  Muchln  (commonly  but  erro- 
neously quoted  as  Uinchin),cited,  with  other  analyses,  by  N.  von  Koksoharof ,  Uaterialien  sur  Mineralogte 
Russlands,  vol.  6, 1866,  p.  186. 

F.  Onmlte  Creek,  British  Columbia.  Nonmagnetic  portion  of  sampto.  Analysis  by  O.  C.  Hoffmann, 
Trans.  Roy.  Soc.  Canada,  vol.  5,  sec.  3,  p.  17. 

O.  Magnetic  i>ortion  of  F.    Analysis  by  Hoffmann. 

H.  From  Condado,  Minas  Geraes,  Brasil.  Analysis  by  E.  Hussak,  Zeitschr.  prakt.  Oeologle,  1906,  p. 
284.  For  a  paper  by  Hussak  on  platinum  and  palladium  in  Brasil,  see  Sltsungsb.  Akad.  Wlen,  vol.  113, 
Abth.  1, 1904,  p.  379. 
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In  another  sample  of  Uralian  platinum,  A.  Terrell^  found  0.75 
per  cent  of  nickel.  A  remarkable  nugget  from  the  river  Approua- 
gue,  French  Guiana,  gave  A.  Damour*  41.96  Pt,  18.18  Au,'  18.39  Ag, 
and  20.56  per  cent  Cu.    This  sample  is  altogether  exceptional. 

The  subjoined  analyses  are  of  native  iridium,  platiniridium,  and 
iridosmine. 

1  See  J.  F.  Kemp,  BuU.  U.  S.  Oeol.  Survey  No.  193, 1902,  for  a  fall  collection  of  analyses,  both  of  platfamm 
and  iridosmine.  Other  analyses  by  W.  J.  Martin,  Jr.,  appear  in  Sixteenth  Ann.  Kept.  U.  8.  Oeol.  Survey, 
pt.  8, 1895,  p.  633.  See  also  Dana's  System  of  mineralogy,  6th  ed.,  pp.  26, 27.  Recent  analyses  of  Uralian 
plathium  by  L.  Dupaic  and  H.  C.  Holts  are  in  Mtai.  pet.  mitt.,  vol.  29, 1910,  p.  498. 

s  Compt.  Rend.,  vol.  82, 1876,  p.  U16. 
I    <  Idem,  vol.  52, 1881,  p.  688. 
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Analyaes  of  native  iridium,  etc. 


A.  NaUve  iridium.   Nishni  Tagibk,  UnJs. 

B.  Platiniridium,  probably  fironi  BrasiL    Analyses  A  and  B  by  Svanbofi;,  Berselius's  Jahnsbar.,  yoL 
15, 1834,  p.  205. 

C.  Irldosmlne  from  Colombia. 

D.  Iridosminefrom  the  Urals. 

£.  Iridosmine  from  the  Urals.    Analyses  C,  D,  and  E  by  Deville  and  Debray,  Annates  chim.  phys.,  Sd 
sar.,  vol.  56, 1850,  pp.  481,  482. 
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The  indefinite  character  of  these  naiural  alloys  seems  to  be  per- 
fectly evident. 

The  platinum  and  iridosmine  of  commerce  are  almost  entirely  from 
detrital  or  placer  deposits,  but  their  primary  geologic  aflSnities  are 
subsilicic.  That  is,  the  ores  are  associated  with  chromite  and  other 
products  of  the  decomposition  of  peridotic  rocks,  from  which  they 
were  undoubtedly  derived.  Chromite  has  been  repeatedly  observed 
adherent  to  or  interpenetrating  platinum  nuggets,  and  A.  Inostran- 
zeff  ^  has  reported  platinum  in  place  in  the  dunite,  or  rather  serpen- 
tine, of  Mount  Solovief  in  the  Urals.  On  the  Tulameen  River, 
British  Columbia,  according  to  J.  F.  Eemp,^  the  mother  rock  is  also 
dunite,  and  grains  of  platinum  are  found  with  both  chromite  and 
olivine  adhering  to  them.  Even  the  serpentine  of  this  region  yields 
traces  of  platinum  upon  careful  assay.  The  black  sands  of  the 
Pacific  coast,  from  British  Columbia  southward  to  California,  contain 
platinum;  and  also  iridosmine,  and  their  origin  is  peridotic'  Accord- 
ing to  H.  Bancroft,^  platinum  is  fotmd  in  certain  peridotite  dikes  in 
Clark  County,  Nevada.  On  the  other  hand  L.  Duparc,*  who  has 
devoted  much  study  to  Uralian  platinum,  reports  its  association 
with  pyroxenite  and  gabbro. 

A.  Daubr^e,*  many  years  ago,  commenting  upon  the  constant 
association  of  platinum  with  oUvine  rocks  and  chromite,  pointed  out 

1  See  English  translation  from  tb»  Rosslan  in  U.  8.  Geol.  Sarrvy  Bull.  No.  19S,  1902,  p.  76. 

*  BulL  U.S.  Qeol.  Bunrey  No.  103»  1902.  A  brief  monogr^ili  on  the  geologic  relations  and  distritrntion  of 
platinum. 

>  See  D.  T.  Day,  Nineteenth  Ann.  Kept.  U.  S.  Qeol.  Survey,  pt.  6, 189B,  p.  266.  Abo  Day  and  R.  H. 
Richards,  Bull.  U.  8.  Geol.  Surrey  No.  286, 1906,  p.  160.  In  Trans.  Am.  Inst.  Min.  Eng.,  vol.  ao,  1900,  p. 
702,  Day  has  a  memoir  on  platinum  in  North  America. 

« BuU.  U.  S.  Geol.  Survey  No.  430, 1910,  p.  192. 

>  Arch.  sci.  phys.  nat.,  4th  ser.,  vol.  30,  1910,  p.  379;  and  vol.  81,  1911,  p.  211.  An  earlier  memoir  by 
Duparo  is  in  vol.  15, 1908,  pp.  287,  377,  which  includes  a  bibliography  of  Uralian  platinum.  See  also  A. 
Saytsefl  Zeitschr.  prakt.  Oeoiogie,  1898,  p.  305;  C.  W.  Purlngton,  Trans.  Am.  Inst.  Kin.  Eng.,  vol.  29, 1890, 
p.  8:  and  R.  Spring,  Zeitschr.  prakt.  Oeoiogie,  1905,  p.  49. 

•  Compt.  Rend.,  vol.  80, 1876,  p.  707. 
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the  similarity  of  these  rocks  to  meteorites.  Much  later,  J.  M.  Davi- 
son^ amiounced  the  presence  of  platinum  and  iridium  in  the  meteoric 
iron  of  Coahuila.  Still  more  recently,  S.  Meunier'  has  discussed 
this  relationship  at  some  length,  and  argued  that,  contrary  to  the 
usual  view,  the  native  platinum  and  iron  of  these  rocks  are  not 
magmatic,  but  introduced  as  vaporized  chlorides  and  subsequently 
reduced  by  heated  hydrogen.  This  mode  of  introduction  and  depo- 
sition Meunier  reproduced  artificially,  but  the  application  of  the 
experiments  to  meteorites  is  not  quite  clear. 

In  a  number  of  cases  platinum  has  been  detected  in  sedimentary 
or  metamorphic  rocks.  Kemp'  mentions  its  occurrence  in  certain 
Pennsylvanian  shales,  and  states  also  that  the  palladium  gold  of 
Brazil  is  sometimes  associated  with  itabirite.  E.  Hussak^  found 
palladium  gold  in  a  contact  limestone,  and  reports  the  platinum  of 
Brazil  not  only  from  olivine  rocks,  but  also  from  a  conglomeritic 
quartzite.  According  to  J.  B.  Jaquet,'  platinum  occurs  near  Broken 
Hill,  Australia,  in  ironstone,  ferruginous  claystone,  and  decomposed 
gneiss.  It  is  also  said  to  be  present  in  the  ash  of  certain  Australian 
coals.*  F.  Sandberger  ^  identified  platinum  in  limonite  nodules  from 
Mexico.  In  an  altered  limestone  lens  in  Sumatra,  L.  Hundeshagen" 
found  platinum  up  to  6  grams  per  metric  ton.  The  metal  was  in 
woUastonite,  which  formed  from  85  to  88  per  cent  of  the  rock,  with 
12  to  14  per  cent  of  grossularite.  Hundeshagen  regards  this  occur- 
rence as  due  to  the  introduction  of  hot  solutions  containing  gold, 
silver,  and  platinum  into  the  metal-bearing  rock.  Natural  solutions 
of  platinmn,  however,  do  not  appear  to  have  been  observed;  and  its 
solubility  in  natural  solvents  is  undetermined.  Possibly  the  plati- 
niferous  quartz  from  the  south  island  of  New  Zealand,  recently  de- 
scribed by  J.  B.  Bell,*  had  a  similar  origin.  The  quartz  veins,  how- 
ever, were  near  altered  magnesian  eruptives,  in  which  no  platinum 
was  found. 

The  occasional  presence  of  platinum  in  sulphide  ores  has  long  been 
known,  although  it  has  attracted  serious  attention  only  within  recent 
years.  E.  Gueymard"  found  it  in  chalcocite,  in  a  gangue  of  dolomite, 
quartz,  and  barite,  at  Chapeau  Mountain,  in  the  French  Alps.  The 
country  rock  was  a  metamorphic  limestone.     H.  Rossler"  detected 

1  Am.  Joar.  Soi.,  4ttL  ter.,  yoL  7, 1899,  p.  4. 

'Compt.  read.  VII.  Cong.  gteL  Internat.,  1897,  p.  157. 

•  BuU.  U.  S.  OeoL  Survey  No.  103, 1902. 
4Zeit86hr.  Eryst.  l£ln.,  voL  42,  IW^  p.  899. 

»  Rec.  Oeol.  Survey,  New  South  Wales,  voL  5, 1896-1898,  p.  83.  See  atoo  J.  C.  H.  Mingaye,  Ann.  Kept 
Dept  Mines,  New  South  Wales,  1889,  p.  340. 

•Bee  Seventeenth  Ann.  Rept.  U.  8.  GeoL  Survey,  pt.  3, 1896,  p.  282. 
T  Neues  Jahrb.,  1876,  p.  626. 

•  Trans.  Inst.  Mln.  Met.,  voL  13, 190a-4,  p.  660. 

•  Eoon.  O«ology,  voL  1, 1906,  p.  740. 
i^Compt.  Rend.,  voL  29, 1849,  p.  814. 

"  LieUg's  Annalen,  voL  180, 1876,  p.  240. 
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both  platinum  and  palladium  in  silver  bullion;  and  H.  Vogel^ 
reports  its  presence  in  the  metallic  ores  of  Boitza,  Transylvania. 
Much  more  striking,  however,  is  the  presence  of  platinum  in  the 
sulphide  ores  of  Sudbury,  Canada.  Here  it  is  found  as  the  arsenidCy 
sperrylite,*  associated  with  nickeliferous  pyrrhotite  and  chalcopyrite, 
but  most  intimately  with  the  latter.  F.  W.  Clarke  and  C.  Catlett,' 
however,  showed  its  presence  in  massive  polydymite.  At  the  Ram- 
bler mine,  in  Wyoming,  both  platinum  and  palladium  are  found  in 
covellite,  in  ores  derived  from  diorite.^  Here,  also,  sperrylite  has 
been  identified.^  At  this  locality  palladium  appears  to  be  more 
abundant  than  platinum,  but  its  mode  of  combination  is  as  yet  unde- 
termined. Sperrylite  has  furthermore  been  found  by  J.  Cathaiinet* 
in  the  pegmatite  of  Copper  Mountain,  British  Columbia.  One  small 
crystal  was  embedded  in  biotite.  Platinum  is  also  present,  according 
to  C.  W.  Dickson,^  in  chalcopyrite  from  the  Key  West  mine,  Bunker- 
ville,  Nevada;  but  sperryUte  could  not  be  detected.  J.  H.  L.  Vogt* 
found  platinum  to  be  present  in  the  nickeliferous  pyrrhotites  of  Nor- 
way, and  R.  W.  Brock*  discovered  traces  of  it  in  sulphide-bearing 
quartz  at  the  Mother  Lode  claim,  Yale  district,  British  Columbia. 
These  occurrences  have  led  to  much  searching  after  platinum  in 
copper  and  nickel  ores,  and  the  search  is  likely  to  be  occasionally 
fruitful.*®  The  presence  of  platinum  in  sulphide  ores  near  Broken  Hill 
has  been  reported  by  J.  C.  H.  Mingaye." 

VANADIUM    AND    URANIUM. 

Although  vanadium  and  uranium  are  chemically  unlike,  they  occur 
together  in  one  of  their  important  ores,  and  are  therefore  considered 
together  in  this  section.  Vanadium  is  a  member  of  the  phosphorus 
group  of  elements;  uranium  is  more  akin  to  molybdenum  and  tung- 
sten, and  the  two  metals  are  also  magmatically  opposed.  Vanadium 
is  most  common  in  ferromagnesian  rocks,  while  uranium  minerals 
occur  more  frequently  in  granites  and  pegmatites. 

1  Oesterr.  Zeltachr.  Berg-  u.  Hattenw.,  vol.  39,  p.  32. 

•  See  H.  L.  Wells,  Am.  Jour.  Scl.,  3d  cer.,  vol.  37, 1880,  p.  67.  ^erryllte  has  since  been  tDund  by  W.  B. 
Hidden  (Idem,  4tli  ser.,  vol.  6, 1808,  p.  381),  and  by  Hidden  and  J.  H.  Pntt  (Idem,  voL  6, 1808,  p.  467),  st 
two  localities  In  North  Carolina,  associated  with  rhodolite  garnet.  For  details  ooDoeming  Sudbury,  see 
the  section  on  nickel  and  cobalt,  ante,  p.  661. 

«BuU.  U.  8.  Geol.  Survey  No.  64, 1800,  p.  20. 

4See  W.  C.  Knight,  Eng.  and  liln.  Jour.,  voL  72, 1001,  p.  846;  voL  73, 1902,  p.  606;  J.  F.  Kemp,  Coot 
GeoL  Dept.  Columbia  Univ.,  voL  11,  No.  03, 1003;  8.  F.  Emmons,  BuU.  U.  B.  OeoL  Bnrvey  No.  213, 1003, 
p.  04;  and  T.  T.  Read,  Eng.  and  Mln.  Jour.,  vol  70, 1005,  p.  085. 

»H.  L.  Wells  and  8.  L.  Penfleld,  Am.  Jour  8cL,  4th  ser.,  vol.  13, 1902,  p.  05. 

•  Eng.  and  Mln.  Jour.,  vol.  79, 1905,  p.  127. 

7  Jour.  Canadian  Mln.  Inst.,  vol  8, 1905,  p.  192.  Memoir  on  the  dlslilbuUon  of  the  platJnnm  metals 
in  other  sources  than  placers. 

•  Zdtschr.  prakt.  Geologie,  1902,  p.  258. 

•  Eng.  and  MM.  Jour.,  vol  77, 1904,  p.  280. 

M  According  to  W.  Baragwanath  (Bull.  OeoL  Survey  Victoria,  No.  30, 1906),  plaUnnm  is  fiiODd  In  the 
Thomson  River  oopper  mine  in  a  hornblende  rock  rich  in  chalcopyrite. 
»  Reo.  OeoL  8urvey  New  South  Wales,  voL  8, 1000,  p.  287. 
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Vanadium  is  reckoned  among  the  rarer  elements,  and  yet  it  is 
widely  diffused.  Traces  of  it  are  common  in  iron  ores,  especially  in 
the  titaniferous  magnetites,  and  it  is  found,  when  sought  for,  in  rocks 
of  nearly  every  class.*  W.  F.  Hillebrand,'  in  a  special  investigation, 
examined  57  igneous  rocks,  and  found  vanadium,  in  most  cases,  in 
weighable  proportions.  The  smallest  traces  were  in  persilicic  rocks, 
but  in  subsilicic  varieties  the  amount,  reckoned  as  VjO,,  frequently 
ran  as  high  as  0.03  to  0.05  per  cent.  In  the  ferromagnesian  minerals, 
separated  from  some  of  the  rocks,  the  proportion  of  vanadium  was 
ever  higher,  in  one  biotite,  for  example,  reaching  0.127  per  cent  of 
y^O,.  Hillebrand  ako  found  vanadium  in  slates,  and  in  other  sedi- 
mentary rocks.  A  composite  of  253  sandstones  gave  0.003,  and 
another  of  498  limestones  gave  0.004  per  cent  of  vanadious  oxide. 
J  H.  Sainte-Qaire  Deville  •  found  vanadium  in  French  bauxite,  in 
cryoUte,  and  in  rutile.  P.  Beauvallet  *  detected  it  in  a  French  clay. 
In  bricks  made  from  a  clay  found  near  Sydney,  AustraUa,  according 
to  E.  H.  Rennie,^  vanadium  is  present  to  a  perceptible  amount. 
Other  AustraUan  clays  and  shales  gave  J.  C.  H.  Mingaye*  similar 
results.  He  also  found  vanadium  in  the  ash  of  coals  and  in  the  oil- 
bearing  shales  of  Scotland.  E.  Bechi^  reports,  vanadium  in  clays, 
schists,  and  the  ashes  of  plants,*  and  C.  Baskerville*  found  it  in  the 
ashes  of  peat  from  North  Carolina.  A.  Jorissen*^  discovered  it  in 
delvauxite,  which  is  a  hydrous  phosphate  of  iron. 

A  still  more  remarkable  occurrence  of  vanadium  was  noted  by  J.  J. 
Kyle"  in  a  hgnite  from  San  Rafael,  Province  of  Mendoza,  Argentina. 
The  coal  yielded  only  0.63  per  cent  of  ash,  but  the  latter,  upon  analy- 
sis, was  found  to  contain  38.22  per  cent  of  VaOj,  together  with  siU- 
cates  and  sulphates  of  other  metals.  In  a  similar  coal,  probably 
from  the  same  region,  A.  Mourlot^'  obtained  38.5  per  cent  of  V^O, 
from  the  ash;  and  in  another,  from  YauU,  Peru,  Torrico  y  Meca** 

i  See  A.  A.  Hayes,  Proc.  Am.  Acad.,  toI.  10, 1875,  p.  294.  Hayes  found  vanadiazn  In  many  rocks, and 
abo  In  the  waters  of  Brookline,  Massachusetts.  For  determinations  of  yanadium  in  lavas  of  VesuYlus  and 
Etna,  see  L.  Ricciardi,  Oass.  chtm.  ItaL,  voL  13, 1883,  p.  360.    Scattered  determinations  are  numerous. 

*  BuIL  U.  S.  OeoL  Survey  No.  167, 1900,  p.  49.  See  abo  J.  H.  L.  Vogt,  Zeltschr.  prakt.  Oeologie,  1809, 
p.  374,  on  the  distribution  of  vanadium  in  rocks.  W.  Pollard  (Summ.  Prog.  Geol.  Survey  Great  Britain, 
1003,  p.  60)  has  found  vanadium  In  a  number  of  rocks.  On  vanadium  in  the  Stassftirt  salt  clay  see  E.  Marcus 
and  W.  Biltz,  Zeitschr.  anorg.  Chemle,  vol.  68, 1010,  p.  01. 

*  Annates  chim.  phys.,  3d  ser.,  vol.  61,  1861,  pp.  800,  342.  Soe  also  L.  Dleulafalt,  Compt.  Rend.,  vol. 
93, 1881,  p.  804. 

*  Compt.  Rend.,  vol.  49, 1859,  p.  301. 

*  Proc.  Roy.  Soc.  New  South  Wales,  vol.  17,  1883,  p.  133.  He  cites  similar  examples  from  other 
authorities. 

*  Rec.  Geol.  Survey  New  South  Wales,  vol.  7, 1903,  p.  219. 
V  Atti  Acoad.  Linod,  3d  ser.,  vol.  3, 1879,  p.  408. 

*  See  also  E.  Demar^y,  Compt.  Rend.,  vol.  130, 1900,  p.  91. 

*  Jour.  Am.  Chem.  Soc.,  vol.  21, 1899,  p.  706. 

M  Annates  Soc.  gtel.  Belglque,  vol.  6, 1878-9,  p.  41. 
u  Chem.  News,  vol.  66, 1803,  p.  211. 
M  Compt.  Rend.,  vol.  117, 1883,  p.  546. 

u  Abstract  fhmi  a  Peruvian  orlghial,  in  Jour.  Chem.  Soc.,  vol.  70,  pt.  3, 1896,  p.  382.  For  more  details, 
see  D.  F.  Hewett,  BuU.  Am.  Inst.  Min.  Kng.,  1909,  p.  391. 

101381**— Bull.  491—11 43 
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discovered  38  per  cent.  The  ash  of  a  grahamite  from  near  Page, 
Oklahoma,  analyzed  in  the  laboratory  of  the  United  States  Geo- 
logical Survey  by  R.  C.  Wells,  contained  12.2  per  cent  of  VjOj. 
These  ash  analyses,  taken  together  with  the  finding  of  vanadium  in 
the  ashes  of  wood  and  peat,  suggest  that  plants  have  played  some 
part  in  the  concentration  of  vanadiimi.  Other  evidence  of  similar 
purport  will  be  cited  later. 

The  definite  minerals,  containing  vanadium  as  an  essential  con- 
stituent, are  not  very  numerous.  Some  of  them,  vanadates  of  lead, 
such  as  vanadinite  and  descloizite,  were  mentioned  in  a  previous 
section  of  this  chapter.  Volborthite  and  calciovolborthite  are  vana- 
dates of  copper,  with  other  bases,  and  pucherite  is  a  vanadate  of  bis- 
muth. Mottramite,  a  vanadate  of  copper  and  lead,  found  at  Alderiey 
Edge,  in  England,  has  had  some  significance  as  a  workable  ore.  It 
occurs  as  an  impregnation  in  Keuper  sandstone.^  A  Mexican  variety 
of  descloizite,  ramirite,'  has  also  been  conmiercially  exploited.  These 
vanadates,  with  the  exception  of  mottramite,  occur  principally  in 
metalliferous  veins;  and  A.  Ditte'  attributes  their  formation  to  per- 
colating vanadiferous  waters  acting  on  other  compounds,  most  com- 
monly the  compounds  of  lead. 

A  sulphovanadate  of  copper,  sulvanite,  CU8VS4,  is  found  in  South 
Australia.*  At  Minasragra,  near  Cerro  de  Pasco,  Peru,  another  sul- 
phide of  vanadium,  patronite,  is  found,  associated  with  pyrite,  in  a 
carbonaceous  substance  resembling  a  coal  but  abnormally  rich  in 
sulphur.^  This  occurrence  may  well  be  correlated  with  the  other 
discoveries  of  vanadium  in  the  ash  of  coal;  and  the  sulphates,  equiva- 
lent to  13.70  per  cent  of  SO,,  found  by  Kyle  in  his  analysis,  may  show 
that  he  too  had  originally  a  sulphide  to  deal  with  which  was  oxidized 
during  combustion. 

The  rare  mineral  ardennite  is  a  vanadio-sihcate  of  manganese  and 
aluminum.  Roscoelite  appears  to  be  essentially  a  muscovite,  in  which 
vanadium  has  partly  replaced  aluminum.*  It  contains  about  24 
per  cent  of  V2O3.  In  a  green  sandstone  from  Placerville,  Colorado, 
W.  F.  Hillebrand^  found  3.50  per  cent  of  VjOg,  which  was  present  in 
a  replacement  of  the  original  calcareous  cement.  The  green  mineral, 
isolated,  contained  12.84  per  cent  of  VjO,  and  was  apparently  a 
variety  of  roscoeUte,  or  else  a  closely  related  compound. 

i  Bee  H.  E.  Rosooe,  Proc.  Roy.  Soc.,  vol.  25, 1876,  p.  111. 

s  Bee  O.  de  J.  CabaUero.  Mem.  8oc.  cient.  Ant.  Alznte,  vol.  20, 1903,  p.  87. 

»  Compt.  Rend.,  vol.  138,  1904,  p.  1303. 

<  Bee  G.  A.  Goyder,  Jour.  Chem.  Soc.,  vol.  77,  IftOO,  p.  1094. 

*  See  D.  F.  Hewetl,  Eng.  and  Min.  Jour.,  vol.  S2,  1900,  p.  3S5;  and  J.  J.  Bravo,  Inform,  y  Mem.  Bol. 
Soc.  ingen.  minas,  Lima,  vol.  K,  1900,  p.  171.  For  a  later  and  much  more  complete  description  of  the 
sulphide,  patronite,  and  its  associated  minerals,  see  W.  F.  Hlllebrand,  Am.  Jour.  Scl.,  4th  ser.,  vol.  24. 
1907,  p.  141.  The  bituminous  matri.\  he  names  quisqueite.  A  stlU  later  memoir  on  vanadium  depotsits 
in  Perq,  by  Hewett,  is  in  Bull.  Am.  Inst.  MIn.  Eng.,  1909,  p.  291. 

•  Bull.  U.  S.  Geol.  Survey  No.  167, 1900,  p.  73. 
I  Bull  U.  S.  Geol.  Survey  No.  262,  1905,  p.  18. 
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The  metal  uranium  is  much  less  abundantly  diffused  than  vana- 
dium. It  is  found  in  a  number  of  rare  minerals — phosphates,  arse- 
nates, sulphates,  carbonates,  and  silicates,  which  are  all  of  secondary 
origin.  Autunite,  a  phosphate  of  uranium  and  lime,  is  not  uncom- 
mon in  the  form  of  yellow  scales  on  granite  or  gneiss,  but  the  other 
species  are  much  less  frequently  seen.  A  number  of  other  minerals, 
samarskite,  euxenite,  etc.,  are  columbates  or  tantalates  containing 
uranium,  and  these  are  primary  constituents  of  pegmatite. 

The  only  uranium  ores  of  any  importance  are  uraninite  or  pitch- 
blende and  camotite.  Uraninite  is  found  crystaUized  in  pegmatites, 
and  also  massive  in  metalliferous  veins,  as  at  Joachimsthal,^  in 
Bohemia,  and  Johanngeorgenstadt,  in  Saxony.  It  varies  much  inoom- 
position,  so  much  so  that  different  modifications  of  it  have  received 
different  names,  such  as  cleveite,  nivenite,  broggerite,  etc.  The  fol- 
lowing analyses,  by  W.  F.  HiUebrand,^  will  serve  to  illustrate  the 

variations : 

Aruily 96$  of  uraninite. 


A.  H&le's  quarry,  Glastonbury,  Connectiont. 

B.  Near  Central  City  or  Blackhawk,  Colorado. 

C.  Johanngeorgenstadt,  Saxony. 


D.  Nivenite,  Llano  County,  Texas. 

E.  BrOf^eiite,  Anner5d»  Norway. 

F.  Cleveite,  Arendal,  Norway. 


A 

B 

c 

D 

E 

F 

U03 

26.48 

57.43 

9.79 

.25 

25.26 
58.51 

"".'22* 

7.59 



22.33 
59.30 
none 
none 
none 
none 
none 
.20 
.21 

20.89 

44.17 

6.69 

.34 

.34 

2.36 

9.46 

30.63 

46.13 

6.00 

.18 

.06 

.27 

1.11 

41.71 

U02 

24.18 

ThOj 

CeOo 

ZrOa 

3.66 

TLa,  Di),0, 

.13 
.20 

h^Er)A^^^        

9.76 

W. 

F^oV       ...   .   ....   . 

.40 

""".'32* 
.70 

.44 

.14 

.25 

.03 

FeD.' :. 

PbO 

3.26 

6.39 

10.08 

9.04 

10.54 

ZnO 

CuO 

.17 

.09 

1.00 

.17 

.75 

.75 

.31 

.19 

.06 

2.34 

trace 

3.17 

.50 

MnO 

trace 
.08 

.16 

.84 

trace? 

CaO 

.32 

.37 
trace 

1.06 

.10 

BuOj 

VoO«.  MoC.WO, 

ATkaiief^. ,  . 

trace 

trace? 

traces 

.'23 

SOs 

pA 

.22 
.43 
.02 
1.96 
2.79 
.12 
.24 

.02 

ASaO. V 

He 

undet. 
.61 
.16 

.08 

1.48 

.46 

.17 
.74 
.22 

undet. 

H2O 

1.23 

SiOo 

.90 

CuFeSo 

FeS- 

Insoluble.  .              

.70 

1.47 

4.42 

1. 10 

99.49 

99.82 

97.93 

98.28 

99.61 

94.50 

»  On  the  Joaohimsthal  ores,  see  Janda,  Oesterr.  Zeitschr.  Berg-  u.  Hdttenw.,  vol.  50,  p.  283;  also  J. 
St^p  and  F.  Becke,  Zeitschr.  prakt.  Geologle,  1905,  p.  148.  R.  Pearce  (Proc.  Colorado  Sci.  Soc,  vol.  o, 
1895,  p.  156)  has  described  the  occurrence  of  uraninite  in  a  mine  near  Central  City,  Colorado.  On  uranium 
oresin  Oennan  East  Africa,  see  W.  Marckwald,  Centralbl.  Min.,  Oeol.  u.  Pal.,  1906,  p.  761. 

«  See  Bull.  U.  S.  Qeol.  Survey  No.  78, 1891,  p.  43,  and  No.  00, 1802,  p.  23,  for  detaUs;  also  BuU.  No.  220, 
1903,  pp.  111-114.    22  analyses  In  all  are  given. 
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From  these  analyses  no  single  definite  formula  can  be  deduced. 
The  uranium,  it  is  clearly  seen,  exercises  a  double  function,  acid  and 
basic,  the  latter  being  represented  by  the  radicle  uranyl,  UOj.  With 
this  base  other  bases  are  variably  present — thoria,  zirconia,  the  rare 
earths,  and  oxide  of  lead,  sometimes  one  and  sometimes  another  pre- 
dominating. There  are  also  impurities  of  several  kinds  which  can 
not  be  clearly  distinguished  from  essential  constituents,  and  some  of 
the  variations  may  be  due  to  incipient  alterations.  For  example,  the 
varying  ratios  between  UO,  and  UO,  may  be  ascribed  to  oxidation, 
the  increase  in  UO,  marking  stages  in  the  process  of  transformation 
of  uraninite  into  gummite,  a  well-known  alteration  product  of  pitch- 
blende. In  gummite,  which  is  a  hydrous  oxide  of  uranium*  plus 
other  bases,  with  from  61  to  75  per  cent  of  UOj,  the  final  transformsr 
tion  of  uraninite  is  seen. 

From  a  physical  point  of  view  uraninite  is  an  extraordinary  min- 
eral. In  it  helium  was  first  discovered,  and  later  the  radioactive 
elements  polonium  and  radium.  Uranium  and  its  compounds  are 
themselves  radioactive,  but  radium  is  vastly  more  so;  and  the  latter, 
while  distinctly  an  element  so  far  as  its  chemical  characteristics  are 
concerned,  undergoes  disintegration,  yielding  a  series  of  emanations 
which  seems  to  end  in  the  production  of  helium.  Radioactivity,  then, 
appears  to  be  a  phenomenon  of  atomic  decay;  but  the  subject  is  one 
which  hardly  falls  within  the  scope  of  this  treatise.  For  the  present 
it  is  enough  to  say  that  the  chief  source  of  radium  to-day  is  in  the 
uraninite  of  Joachimsthal,  and  that  uranium  itself  may  be  the  pro- 
genitor of  its  more  highly  active  companion. 

Camotite,  which  is  essentially  a  vanadate  of  uranium  and  potas- 
sium, but  with  other  bases  present  also,  was  first  described  by  C. 
Friedel  and  E.  Cumenge.'  It  is  found  as  a  canary-yellow  impregna- 
tion in  sandstone  in  western  Colorado  and  eastern  Utah.  The  former 
field  has  been  studied  by  W.  F.  Hillebrand  and  F.  L.  Eansome,' 
the  latter  by  J.  M.  Boutwell.*  An  outlying  region  for  camotite  in 
Rio  Blanco  County,  Colorado,  has  recently  been  described  by  H.  S. 
Gale.* 

The  following  analjBes  of  camotite,  by  Hillebrand,  will  show  its 
general  character: 

1  For  analyaes  of  gummite,  see  H.  yon  Foullon,  Neues  Jahrb.,  1885,  pt  1,  Ref.,  p.  21,  and  F.  A.  Gentht 
Am.  Chem.  Jour.,  vol.  1, 1879,  p.  80. 

*  Compt  Bend.,  voL  128, 1899,  p.  632. 

«  Bull.  U.  S.  OeoL  Survey  No.  262, 1606,  p.  9. 

«BuIl.  V,  S.  Qeol.  Surrey  No.  260, 1904,  p.  200. 

B  Bull.  V,  S.  Oeol.  Survey  No.  316, 1907,  p.  110.  Bee  alBO  H.  Fleok  and  W.  G.  Haldane (Kept.  State  Buz 
Mines,  1905-6,  p.  47)  on  the  uranium  and  vanadium  deposits  of  southern  Cdorado. 
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Analyses  ofcamoHte, 

A.  Copper  Pilnoe  claim,  Roo  Creek,  Mantroee  Cocmty,  Colorado. 

B.  Yellow  Boy  claim,  La  Sal  Creek,  Montroee  County. 
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uo, 

y,o. 

SrO 

BaO 

MgO 

K^O,... 
NaaO.... 
LiaO.... 
HjO-  .. 
H,0+.. 
PbO.... 

CuO 

MoO, ... 

SiOj 

TiOj... 
00,:.... 
Insoluble 


99.25 


With  the  camotite  a  vanadif erous  silicate  also  occurs,  which  may  be 
akin  to  roscoelite.^    The  origin  of  these  Colorado  ores  is  not  known. 

In  the  Utah  field,  as  described  by  Boutwell,  not  only  camotite,  but 
other  vanadates,  such  as  calciovolborthite  are  found.  In  Wildhorse 
Canyon  a  black,  carbonaceous  sandstone  also  occurs,  in  which  vana- 
dium is  present.  This  recalls  the  occurrences  of  vanadium  in  coals 
elsewhere.  In  the  San  Rafael  Swell  the  camotite  is  foimd  principally 
on  or  near  the  fossil  remains  of  plants,  whose  organic  matter,  Bout- 
well  suggests,  may  have  acted  as  precipitants  of  vanadium.  The 
same  association  with  fossil  wood  was  also  noted  by  Gale.  No  sul- 
phide of  vanadium,  however,  like  that  of  Peru,  has  yet  been  identified 
in  this  region.  The  genesis  of  these  strange  ores  is  yet  to  be  discov- 
ered. Camotite  has  also  been  reported  by  D.  Mawson'  in  the  pegma- 
tite of  "Radium  Hill,"  South  Australia. 

Uranium,  like  vanadium,  has  been  found  in  coal.  In  an  anthra- 
citic  bitumen  from  Sweden,  described  by  A.  E.  Nordenskiold,^  the 
ash  contained  about  3  per  cent  of  UaOg,  with  some  nickel  oxide  and 
rare  earths.    In  the  ash  of  Swedish  "kolm,''  a  bituminous  coal,  H. 

>  Aocoidlng  to  A.  H.  PhlUlps  (Proc.  Am.  PhUos.  Soc.,  vol.  48, 1904,  p.  107),  the  Utah  camotite  contains 
radium, 
s  Trans.  Roy.  Soc.  South  Australia,  vol.  30, 1906,  p.  18& 
•  Compt.  Rend.,  vol.  lie,  1893,  p.  677. 


Digitized  by  VnOOQ IC 


678  THE  DATA  OF  GEOCHEMISTRY. 

Liebert,  working  in  C.  Winkler's  laboratory,  found  from  1.68  to  2.87 
per  cent  of  UjOg.*  An  anthracitic  mineral  from  a  pegmatite  vein  in 
the  Saguenay  district,  Canada,  yielded  J.  Obalski*  2.56  per  cent  of 
uranium,  equivalent  to  35.43  per  cent  in  the  ash.  The  significance 
of  these  occurrences  remains  to  be  determined. 

COIiUMBIUM,  TANTALUM,  AND  THE  RARE  EARTHS. 

A  striking  feature  in  the  recent  development  of  chemical  indu^ 
tries  has  been  the  utilization  of  rare  elements  which  previously  had 
only  scientific  interest.  The  invention  of  incandescent  gas  lighting 
has  created  a  demand  for  several  of  these  substances,  and  that  reason 
alone  is  enough  to  justify  their  brief  consideration  hei^e. 

Columbium'  and  tantalum  are  acid-forming  elements,  whose 
typical  oxides  have  the  formulae  Cb205  and  TajOj.  They  enter  into 
the  composition  of  a  considerable  number  of  minerals,  which  are 
found  principally  in  pegmatites.  Among  these,  columbite,  tantaUte, 
samarskite,  and  euxenite  are  by  far  the  most  important.  Columbite 
and  tantalite  are  salts  of  iron,  FeCbjO^  and  FeTa,Oj,  which  com- 
monly occur  more  or  less  isomorphously  commingled,  often  with 
manganese  partly  replacing  the  iron.  Metallic  tantalum*  has  recently 
been  utilized  as  a  substitute  for  the  carbon  filament  in  incandescent 
electric  lights,  and  tantalite  is  the  chief  source  from  which  it  can  be 
obtained.*    The  supply  so  far  is  mainly  from  Scandinavian  localities. 

Zirconium  and  thorium  are  tetrad  metals  forming  oxides  of  the 
type  ROj.  They  also  are  found  in  granitic  rocks,  and  zirconium 
compounds  are  almost  always  present  in  nepheline  syenites.  The 
chief  zirconium  mineral,  zircon,  ZrSi04,  has  already  been  described 
in  the  chapter  upon  rock-forming  minerals.  The  mineral  baddeley- 
ite,  found  in  Ceylon  and  Brazil,  is  the  oxide,  ZrOj.  Eudialyte,  cata- 
pleiite,  and  the  zircon-pyroxenes  are  complex  silicates  containing 
zirconia.  Zircon  syenite  and  eudialyte  syenite  are  rare  but  well- 
known  rocks,  and  zircon  also  occurs,  though  not  commonly,  in  con- 
tact limestones.  The  most  remarkable  American  locality  for  zircon 
is  near  Green  River,  in  Henderson  County,  North  Carolina,  where 
it  is  found  abundantly  in  a  decomposed  pegmatite  dike.  From  this 
source  many  tons  of  zircon  have  been  obtained. 

The  typical  thorium  mineral  is  also  a  silicate,  thorite,  ThSiO^. 
The  ideal  species,  however, 'has  not  been  found,  for  the  actual  speci- 

»  See  C.  Winkler,  Zeitschr.  Kryst.  Mln.,  vol.  37, 1903,  p.  287. 

t  Jour.  Canadian  Mln.  Inst.,  vol.  7, 1904,  p.  245. 

s  Known  in  Germany  as  niobium .  The  name  colombium  has  about  40  yean '  priority  and  refers  to  the 
original  discovery  of  the  ore  in  America.    Niobium  is  etymologically  meaningless. 

«  Native  tantalum  has  been  reported  from  two  locaUties  in  Siberia  by  P.  Walther,  Nature.  1909,  p.  Stt, 
and  W.  von  John,  idem,  1910,  p.  398. 

•  See  Werner  von  Bolton,  Zeitschr.  angew.  Chemie,  1906,  p.  1537. 
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mens  are  always  more  or  less  altered.  The  chief  source  of  thoria, 
which  is  used  in  the  manufacture  of  mantles  for  incandescent  gas- 
burners,  is  from  monazite  sand,  in  which  the  thorium  compoimds 
exist  as  variable  impurities.  Thorianite,  a  thorium-uranium  oxide 
from  Ceylon,  is  noteworthy  for  beiag  richer  in  helium  than  any 
other  known  mineral.  Like  luranium,  thorium  is  strongly  radio- 
active, and  so  are  its  compounds.^ 

In  the  group  of  elements  known  as  the  metals  of  the  rare  earths, 
the  following  members  have  been  identified:  Scandium,  yttrium, 
lanthanum,  cerium,  praseodymium,  neodymium,  samarium,  europium 
gadolinium,  terbium,  dysprosium,  erbium,  thuUum,  holmium,  lutecium, 
and  ytterbium.  Among  these  yttrium  and  cerium  may  be  regarded  as 
the  type  elements,  and  they  are,  moreover,  the  most  important.  In 
the  mineral  kingdom  these  substances  occur  in  a  large  number  of  com- 
pounds— fluorides,  carbonates,  silicates,  phosphates,  columbatea,  and 
tantalates,  minerals  which  are  found,  like  the  other  species  mentioned 
in  this  section,  principally  in  granites,  gneisses,  and  pegmatites. 

Cerium,  which  is  always  accompanied  by  lanthaniun,  neodymium, 
and  praseodymium,  is  obtainable  principally  from  three  minerals 
which  are  found  in  reasonably  large  quantities.  Cerite,  a  hydrous 
silicate  of  these  elements,  forms  a  bed  in  gneiss  at  Bastnas,  Sweden. 
It  was  for  a  long  time  the  only  conmiercial  source  of  cerium  com- 
pounds. Allanlte,  a  more  complex  silicate  of  cerium,  aluminum,  and 
other  bases,  is  also  abundant  enough  to  be  an  available  ore.  It  is 
not  a  very  rare  mineral,  and  a  notable  locality  for  it  is  on  Little 
Friar  Mountain,  Amherst  County,  Virginia.^  Allanite  has  also  been 
found  associated  with  iron  ores,  as,  for  example,  with  the  magnetite 
of  Moriah,  near  Lake  Champlain. 

Monazite,  the  phosphate  of  cerium,  which  is  normally  CeP04,  is, 
however,  the  chief  source  of  the  cerium  earths  at  the  present  day. 
It  is  obtained  for  commercial  purposes  from  detrital  deposits  of 
monazite  sand,'  and  yields  both  cerium  and  thorium  compounds. 
Monazite,  the  allied  yttrium  phosphate,  xenotime,  jBJid  allanite  have 
all  been  adequately  considered  in  the  chapter  upon  rock-forming 
minerals.    The  following  analyses  of  monazite  are  by  S.  L.  Penfield  :^ 

1  Aooording  toC.  Baskerville  (Jour.  Am.  Chem.  Soc.,vol.  26, 1904,  p.  922),  the  tharhnnpreyloaBly  described 
b  a  mixtan  of  three  elements,  thorium,  benelium,  and  carolinium.  His  results,  howeyer,  haye  been 
doubted,  and  the  question  is  not  yet  finally  settled.  For  an  elaborate  paper  on  theooourrenoe  of  thorium 
in  the  mineral  kingdom,  see  J.  Schilling,  Zeitschr.  angew.  Chemie,  1902,  p.  860. 

>8ee  J.  W.  MaUet,  Am.  Jour.  ScL,  3d  ser.,  yol.  14, 1877,  p.  307. 

*  On  the  monasite  sand  of  North  Carolina,  see  H.  B.  C.  Nitxe,  Bull.  North  Carolhia  Oeol.  Survey  No.  0, 
1898.  Also  the  references  on  p.  338,  ante.  Nitse  cites  37  analyses  of  monasite.  On  monasite  sand  in  the  tin- 
bearing  alluylmn  of  the  Malay  Peninsula,  see  Bull.  Imp.  Inst.,  yol.  4, 1906,  p.  301. 

*  Am.  Jour.  Sci.,  3d  ser.,  vol.  24,  1882,  p.  250.  The  symbol  Di  represents  the  old  didymium,  which  is 
now  known  to  be  a  mixture  of  neodymium,  praseodymium,  samarium,  etc. 
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Analyses  o/numazUe. 


A.  From  PcrtUBid,  Connectloat.    B .  From  the  sands  of  Brtaidletown,  North  CaroUiUL    C.  From  Amelia 
Court  House,  Virginia. 

A 

B 

c 

PaO. 

28.18 

38.54 

28.33 

8.26 

1.67 

.37 

29.28 

3L38 

30.88 

6.49 

1.40 

.20 

26.12 

cw.:::;::. .:.:.:.:::.:. :.:.::::::::::::::;:::::::::: 

29.89 

(La,f)i)-0, 

26.66 

thoi.!!v:!::. ...::::::::::::::::::::::::;::::::;::::::: 

14.23 

SiO, 

2.85 

Tffnition. _ 

.67 

100.34 

99.63 

100.42 

Yttria  and  its  companions;  erbia,  terbia,  ytterbia,  etc.,  are  obtained 
for  the  most  part  from  gadolinite,  Gl^FeY^Si^Oio.  These  oxides, 
therefore,  are  sometimes  called  the  '^gadolinite  earths.''  The  type 
locality  for  this  species  is  Ytterby,  in  Sweden,  and  other  Swedish 
localities  have  yielded  the  mineral.  A  more  remarkable  occurrence 
of  gadolinite  and  other  allied  minerals  is  at  Barringer  Hill,  Llano 
County,  Texas.  Here,  in  a  giant  pegmatite,  containing  enormous 
crystds  of  quartz  and  feldspar,  gadolinite  is  found  in  large  crystals^ 
together  with  yttrialite,  thorogummite,  nivenite,  fergusonite,  allanite, 
tengerite,  cyrtolite,  rowlandite,  mackintoshite,  and  yttrocrasite. 
Several  of  these  species  and  varieties  are  peculiar  to  this  locality.^ 
According  to  Hidden,  most  of  these  minerals'  are  radioactive,  and 
both  he  and  his  assistant,  working  in  the  deposit,  were  annoyed  by  an 
irritation  of  the  skin  like  that  produced  by  the  radium  emanations  or 
the  X  rays. 

>8ee  W.  E.  mdden  and  J.  B.  Mackintosh,  Am.  Jour.  Sci.,  3d  ser.,  vol.  38,  1889,  p.  474;  mdden.  idem* 
vol.  42, 1891,  p.  430;  Hidden  and  W.  F.  HlUebrand,  idem,  vol.  46. 1893,  pp.  98,  206;  HiUebnnd,  idem,  4th 
aer.,  vol.  13, 1902,  p.  146;  Hidden,  Idem,  yoL  19, 1906,  p.  425;  Hidden  and  C.  H.  Warren,  idem,  vol.  22, 1S06, 
p.  616. 
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CHAPTER  XVL 

THE  NATURAL  HYDROCARBONS. 
COMPOSITION. 

Natural  gas,  petroleum^  bitumen,  and  asphaltum  are  all  essentially 
compounds  of  carbon  and  hydrogen,  or,  more  precisely,  mixtures  of 
such  compounds  in  bewildering  variety.  They  contain,  moreover, 
many  impurities — sulphur  compounds,  oxidized  and  nitrogenous  sub- 
stances, etc. — whose  exact  nature  is  not  always  clearly  defined.  The 
proximate  analysis  of  a  petroleum  or  bitumen  consists  in  separat- 
ing its  components  from  one  another,  and  in  their  identification  as 
compounds  of  definite  constitution. 

All  the  hydrocarbons  fall  primarily  into  a  number  of  regular  series, 
to  each  of  which  a  generalized  formula  may  be  assigned,  in  accordance 
with  the  following  scheme: 

1.  OnHsn^.2.  6.  OoHan-6- 

2.  GBH2n<  7.   OnHso^io. 

3.  CqHjb-s.  8.  CiiH2u-i2> 

4.  C^H,^.  . 

6.   CnHan-fl.  18.   CjP.2a-92- 

Members  of  the  first  eight  series  have  been  discovered  in  petroleum. 

These  expressions,  however,  have  only  a  preliminary  value, 
although  they  are  often  used  in  the  classification  of  petroleums.  Each 
one  represents  a  group  of  series — ^homologous,  isomeric,  or  polymeric, 
as  the  case  may  be — and  for  precise  work  these  must  be  taken  sepa- 
rately. The  first  formula,  for  example,  represents  what  are  known 
as  the  paraffin  hydroc&rbons,  which  begin  with  marsh  gas  or  methane, 
CH^,  and  range  at  least  as  high  as  the  compound  C^Jtln.  Even  these 
are  f^ain  subdivided  into  a  number  of  isomeric  series — the  primary, 
secondaiy,  and  tertiaiy  paraffins — which,  with  equal  percentage  com- 
position, differ  in  physical  properties  by  virtue  of  differences  of 
atomic  arrangement  within  the  molecules.  Each  member  of  the 
series  differs  from  the  preceding  member  by  the  addition  of  the 
group  OH,,  and  also  by  the  physical  characteristics  of  greater  con- 
densation.   Methane,  CH4,  for  example,  is  gaseous;  the  middle  mem- 
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bers  of  the  series  are  liquids,  with  regularly  increasing  boiling  points; 
the  higher  members  are  solids,  like  ordinary  parafiin.  These  hydro- 
carbons are  especially  characteristic  of  the  Pennsylvania  petroleums, 
from  which  the  following  members  of  the  series  have  been  separated :  * 

Paraffins  from  Pennsylvania  petroleum. 


Name. 


Formula. 


Gaseous: 

Methane 

Ethane 

Propane 

Butane 

Liquid: 

Pentane 

Hexane 

Heptane 

Octane.... 

Nonane 

Decane 

Endecane 

Dodecane 

Tridecane 

Tetrad  ecane 

Pentadecane 

Hexadecane 

Solid: 

Octodecane 

Eicoeane 

Tricosane 

Tetracoeane 

Pentacosane 

Hexacoeane 

Octocoeane 

Nonocosane 

Hentriacontane — 

Dotriacontane 

Tetratriacontane. .  . 

Pentatriacontane  «. 


Cage. . 
CsHg.. 
C4H10. 


Cjgia.. 
CftHj^.. 
C7H1... 
CgHig.. 
C^Hoo-. 
CioHaj. 
CiiHjj^. 

C„Ha8. 
CmHjo- 
C15H22. 
C10H34. 


42- 
^48- 

I- 

^54- 

[»• 


Melting  point.  ;  Boiling  point. 


-186 
-172. 1 


-  51 

-  31 

-  26 

-  12 


+     4 

""is' 


37 

48 
50-61 
53-64 
66-66 

60 
62-63 

66 
67-68 
71-72 

76 


•C. 
-164 

-  84.1 

-  37 
+  1 

37 
69 
98 
125 
150 
173 
195 
214 


252 


a  For  a  description  of  these  higher,  solid  paraffins,  see  C.  F.  Mabery,  Am.  Chem.  Jour.,  vol.  33, 1906,  p.  251. 
The  literature  of  these  substances  is  so  voluminous  that  I  can  not  attempt  to  give  exbaostivtt  retetDoes. 
C.  Hell  and  C.  H&gele  (Ber.  Deutsch.  chem.  Gesell.,  vol.  22, 1889,  p.  504)  have  described  an  artlfida]  hydro- 
oarbon,  CWHm. 

To  this  list  the  isomeric  secondary  paraffins  isobutane,  isopentane; 
isohexane,  isoheptane,  and  isooctane  must  be  added,  and  even  then 
the  list  is  probably  not  complete.  For  instance,  the  solid  paraffins 
CayHge  and  CaoH^a  have  been  found  in  petroleum. 

Natural  gas  consists  almost  entirely  of  paraffins,  mainly  of  methane, 
with  quite  subordinate  impurities.  In  six  samples  from  West  Vir- 
ginia, analyzed  by  C.  D.  Howard,^  the  total  paraffins  varied  between 
94.13  and  95.73  per  cent.     Methane  ran  from  79.95  to  86.48  per  cent 

1  The  table  is  condensed  ftom  H.  HOfer's  valuable  wt>rk,  Das  ErdOl,  2d  ed.,  BraanB^liw«l&  1M6»  p^. 
*  West  Virginia  Oeol.  Survey,  vol.  1  A,  1904,  p.  556. 
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and  ethane  from  7.65  to  15.09.     The  following  analyses  from  other 
sources  may  be  cited  more  in  detail:* 

Analyses  of  natural  gas. 

A.  From  Crelghton,  Penxisylvanla. 

B.  From  Pittsburg,  Pemisylvania. 

C.  From  Baden,  Pennsylvania. 

D.  From  Vanoouver,  British  Columbia.  Analyses  A  to  D  by  F.  C.  Phillips,  Am.  Chem.  Jonr.,  voL  16, 
1894,  p.  406.    Selected  from  a  table  of  seventeen  analyses  to  show  extreme  variations. 

B.  Mean  of  four  gases  from  Indiana  and  three  firom  Ohio,  analyzed  by  0.  C.  Howard  for  the  United  States 
Geological  Survey.    Cited  by  W  J  McOee,  Eleventh  Ann.  Rept.  U.  S.  Oeol.  Survey,  pt.  1, 1811,  p.  602. 

F.  From  Osawatamie,  Kansas.  From  a  table  of  seven  analyses  by  E.  H.  S.  Bailey,  Kansas  Univ. 
Quart.,  vol.  4, 1885,  p.  1. 


A 

B 

c 

D 

E 

F 

CH4 .... 

93.36 

97.63 

Pftraffinsa 

96.36 

98.90 

87.27 

93.56 

CA.  etc 

.28 
.53 
.25 
1.76 
3.28 
.18 
.29 

.22 

cb.!. . 

1.32 

C02 

3.64 
none 
none 
none 
none 

.40 
none 

.70 
none 
none 

.41 
none 
12.32 
none 
none 

.14 
none 
6.30 
none 
none 

.22 

H, 

none 

N, 

.60 

fc;    ;..;  . 

0,.. 

trace 

100.00 

100.00 

100.00 

100.00 

99.93 

100.00 

a  Largely  0H«,  with  more  or  less  ethane.    CO  not  found  by  PhilUps. 

The  analyses  of  Pennsylvania  gases  by  S.  P.  Sadtler*  gave  some- 
what different  results.  In  gas  from  four  different  wells  he  found, 
in  percentages,  CH^,  60.27  to  89.65;  CjH.,  4.39  to  18.39;  and  H^,  4.79 
to  22.50.  These  high  figures  for  hydrogen  are  unusual  and  suggest 
a  resemblance  to  coal  gas.  In  all  cases,  however,  methane  is  the  pre- 
ponderating constituent,  the  characteristic  hydrocarbon  of  natural 
gas.  In  the  natural  gas  of  Point  Abino,  Canada,  F.  C.  Phillips* 
found  96.57  pier  cent  of  paraffins  and  0.74  of  HjS. 

Hydrocarbons  of  the  form  CnHjn  are,  as  constituents  of  petroleum, 
of  equal  importance  to  the  paraffins.  These  again  fall  into  several 
independent  series,  which  vary  in  physical  properties  and  in  their 
chemical  relations,  but  are  identical  in  percentage  composition.  One 
series,  the  defines,  is  parallel  to  the  paraffin  series,  and  the  following 
members  of  it  are  said  to  have  been  isolated  from  petroleum.* 

1  See  also  K&bery,  Am.  Chem.  Jour.,  vol.  18, 1806,  p.  215,  for  analyses  of  gas,  largely  methane,  fh>m  south- 
em  Ohio.  Hofer  ( Das  ErdOl,  pp.  100-103)  gives  many  other  data.  In  Boverton  Redwood's  Petroleum  and 
its  products,  2d  ed.,  vol.  1, 1006,  pp.  246-260,  full  tables  of  analyses  are  giren,  with  cccellent  references  to 
literature.  An  unusual  analysis  is  cited  by  O.  B.  Richardson  in  BuU.  U.  S.  Geol.  Survey  No.  260, 1905, 
p.  481.  Many  other  analyses  are  published  \n  Trans.  Am.  Inst.  Mln.  Eng.,  vol.  15,  pp.  629  et  seq.  Many 
analyses  of  Kansas  gases  are  given  by  H.  P.  Cady  and  D.  F.  McFarland,  Kansas  Univ.  OeoL  Survey, 
vol.  9, 1906,  p.  228.  They  found  in  nearly  all  samples  appreciable  quantities  of  helium,  and  also  argon  and 
neon.    See  also  Trans.  Kansas  Acad.  Sd.,  vol.  20, 1907,  p.  80;  vol.  21, 1906,  p.  64. 

>  Second  Oeol.  Survey  Pennsylvania,  Rept.  I,  1876,  pp.  146-160.  Sadtler  cites  some  analyses  by  other 
chemists. 

*  Jour.  Am.  Chem.  Soc.,  vol.  20, 1898,  p.  606. 

« See  M.  HMer,  Das  ErdOl,  p.  65. 
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So-called  **olefines"  isolated  from  petroleum. 


Nune. 


Formula. 


Melttng  point. 


BoiUiig  point 


1.  Gaseous: 

Ethylene 

Propylene. . . 
Butylene 

2.  Liquid: 

Amylene 

Hexylene. .. 
Heptvlene... 

Octyfene 

Nonylene — 

Decylene 

Undecylene. . 
Duodecylene 
Tridecylene. . 
Cetene 

3.  Solid: 

Gerotene 

Melene 


C,H,. 


ID" 
Ij.. 

N-« 
16-- 
|8-- 
;»- 

:2a- 

;24- 
;28- 

:»a- 

40- 


C27H54. 


-103 

-  18 

-  5 

-f  35 

68 

98 
124 
153 
172 
195 
216 
232.7 
275 


This  table  is  probably  exact  in  an  empirical  sense,  but  not  so  con- 
stitutionally. Hydrocarbons  of  the  indicated  composition  have  im- 
doubtedly  been  found,  and  some  of  them  are  certainly  olefines. 
According  to  C.  F.  Mabery,*  however,  the  true  olefines,  the  '*oj>en- 
chain  "  series,  are  present  in  petroleum  at  most  in  very  small  amounts. 
In  Canadian  petroleum  Mabery  and  W.  O.  Quayle*  identified  hexyl- 
ene, heptylene,  octylene,  and  nonylene.  In  other  cases,  and  notably 
in  the  Russian  petroleums,  the  compounds  CnH^n  ftre  not  olefines,  but 
cyclic  hydrocarbons  of  the  polymethylene  series,  which  were  origi- 
nally called  naphtenes.  They  were  at  first  supposed  to  be  derivatives 
of  the  benzene  series,  and  it  is  only  within  recent  years  that  their  true 
constitution  has  been  determined.  In  Russian  oils  they  are  the  prin- 
cipal constituents,  and  according  to  C.  F.  Mabery  and  E.  J.  Hudson' 
they  also  predominate  in  California  petroleum. 

Members  of  the  series  from  C^Hj^  to  C^Hjo  were  isolated  from  the 
California  material.  Mabery  and  S.  Takano^  also  found  that  Japa- 
nese petroleiun  consisted  largely  of  CnHjn  hydrocarbons.  Other  sim- 
ilar occurrences  are  recorded  in  the  treatises  of  Hdfer  and  Redwood.* 

The  series  CnH3n-2  ^^  often  called  tbe  acetylene  series,  after  its 
first  member,  acetylene,  CjHj.  The  lower  members  of  this  series 
seem  not  to  have  been  foimd  in  petroleiun;  but  several  of  its  higher 

1  Joar.  Am.  Chem.  Boo.,  voL  38, 1906,  p.  416.    An  Important  summary  of  our  knowledge  relative  to  tbe 
oompodtion  of  American  petroleums. 
I  Pioo.  Am.  Acad.,  vol.  41, 1906,  p.  88. 

*  Idem,  YoL  36, 1901,  p.  266. 
« Idem,  p.  296. 

•  In  yoL  2  of  Redwood's  great  work,  there  is  a  bibliography  of  petroleum  covering  nearly  6,000  tltka 
m  the  text  Redwood  gives  a  full  discussion  of  the  oompoeltion  of  various  petroleums,  and  so  too  does  HOfcr. 
Only  the  barest  outline  of  the  subject  can  be  given  here,  and  tliat  must  presuppose  a  knowledge  on  tbe 
part  of  the  reader  of  elementary  orpmlo  diemistry. 


Digitized  by  VnOOQ IC 


THE  NATURAL  HYDROCABBONS.  685 

members  are  characteristic  of  oils  from  Texas,  Louisiana,  and  Ohio. 
In  oil  from  the  Trenton  limestone  of  Ohio,  Mabery  and  O.  H.  Palm* 
found  hydrocarbons  having  the  composition  CjgHjj,  C31H40,  CjjH^j, 
and  C34H4e.  With  these  compounds  were  members  of  the  CnHan 
series  as  high  as  C17H34.  There  were  also  members  of  the  next  series, 
CnHjn-4 — ^namely,  C^jH^,,  0,41144,  and  Ci^Sin-  In  petroleum  from 
Louisiana,  C.  E.  Coates  and  A.  Best*  found  iJbe  hydrocarbons  CuH,, 
and  0|4H2«.  These,  together  with  O10H3O,  were  also  separated  by 
Mabery*  from  Texas  oils.  These  oils  are  furthermore  peculiar  in 
containing  free  sulphur,  which  separates  out  in  crystalline  form.^  In 
petroleum  from  Santa  Barbara,  Oalifomia,  Mabery^  discovered 
hydrocarbons  of  the  three  series  CnHjn-j,  CnHjn«4,  and  CnHjn-g,  rep- 
resented by  the  formulae  C13HJ4,  CijHgo,  C^Hjo,  Ci^H,,,  0,41144,  0„H4«, 
and  OjgHjo. 

Hydrocarbons  of  the  series  OnH,n-ei  ^^^  '* aromatic"  or  benzene 
series,  occur  in  nearly  all  petroleums,  but  in  usually  subordinate 
amotmts.  Their  empirical  formulas,  ignoring  the  existence  of  iso- 
meric compounds,  are  as  follows: 

Benzene CJH^ 

Toluene CyHg 

Xylene CgHw 

Oumene OgHj, 

Cymene CioH^ 

Etc. 

According  to  Mabery,'  Pennsylvania  petroleum  contains  small  pro- 
portions of  the  lower  members  of  this  series,  and  Mabeiy  and  Hudson  ^ 
foimd  larger  amoimts  of  them,  especially  of  the  xylenes,  in  OaUfomia 
oil.  Numerous  other  examples  are  cited  by  Hofer  and  Redwood,  but 
they  need  not  be  multiplied  here.®  Naphthalene,  OioHg,  is  the  only 
compoimd  of  the  series  CnB-in-i^  which  has  been  certainly  identified 
in  petroleum.  It  was  foimd  by  0.  M.  Warren  and  F.  H.  Storer*  in 
Rangoon  oil,  and  also  by  Mabery  and  Hudson  in  oil  from  Oalifomia. 
In  one  of  Mabery  and  Hudson's  distillations  of  crude  oil,  so  much 
naphthalene  was  present  that  the  distillate  became  solid  on  sUght 

1  Am.  Chem.  Jour.,  vol.  33, 1905,  p.  251. 

>  Joor.  Am.  Chem.  Soc.,  vol.  25, 1903,  p.  1153. 

'  Idem,  vol.  23, 1901,  p.  264.  See  alao  on  Texaa  oils,  C.  Richardson  and  E.  C.  Wallace,  Jour.  Soc.  Chem. 
Ind.,  vol.  20, 1901,  p.  090;  F.  C.  Thlele,  Am.  Chem.  Jour.,  vol.  22, 1809,  p.  489;  W.  B.  Phillips,  Bull.  No. 
5,  Univ.  Texas,  1902;  C.  W.  Hayes  and  W.  Kennedy,  Bull.  U.  S.  Geol.  Survey  No.  212, 1903;  R.  T.  Hill, 
Trans.  Am.  Inst.  Mln.  Eng.,  vol.  33, 1903,  p.  363;  and  N.  M.  Fenneman,  Bull.  U.  S.  Oeol.  Survey  No.  282, 
1906.  Fenneman  describes  both  Texas  and  Louisiana  petndeums.  On  the  composition  of  Kansas  oils 
see  F.  W.  Bushong,  Kansas  Univ.  Geol.  Survey,  vol.  9,  1906,  p.  303.  In  the  same  volume,  p.  187, 
E.  Haworth  discusses  the  origin  of  oil  and  gas. 

« See  C.  Richardson  and  E.  C.  Wallace,  Jour.  Soc.  Chem.  Ind.,  vol.  21, 1902,  p.  316;  and  Thlele,  Chem. 
Zeitung,  vol.  26, 1902,  p.  896. 

•  Am.  Chem.  Jour.,  vol.  33, 1905,  p.  270. 

•  Jour.  Am.  Chem.  Soc.,  vol.  28, 1906,  p.  418. 
V  Proc.  Am.  Acad.,  vol.  36, 1890,  p.  265. 

•  R.  Zalozlecki  and  J.  Hauamann  (Zeitschr.  angew.  Chemie,  1907,  p.  1761)  have  called  attention  to  the 
richness  of  Roumanian  petroleum  in  aromatic  hydrocarbons. 

•  Hem.  Am.  Acad.,  2d  ser.,  vol.  9, 1865,  p.  208. 
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cooling.  Still  more  complex  hydrocarbons  have  been  found  in  petro- 
leum residues,  but  it  is  possible  that  they  were  formed  during  the 
process  of  refining.  It  is  not  certain  that  they  were  originally  present 
in  the  natural  oil.* 

In  many  petroleums  small  quantities  of  oxidized  bodies  are  con- 
tained;  sometimes  complex  acids,  sometimes  phenols.  According  to 
Mabery,'  the  phenols  are  foimd  in  notable  proportions  in  some  Cali- 
fornia oils,  but  not  in  petroleum  from  the  eastern  part  of  the  United 
States. 

Nearly  all  petroleums  contain  nitrogen,  from  a  trace  up  to  1  per 
cent  and  over.  It  appears  to  exist  in  most  cases,  if  not  m  all,  in  the 
form  of  complex  organic  bases,  but  their  constitution  is  yet  to  be  de- 
termined. They  are  peculiarly  abimdant  in  California  oil,  in  which 
they  were  discovered  by  S.  F.  Peckham,'  and  Mabery*  has  shown 
that  in  some  cases  they  constitute  from  10  to  20  per  cent  of  the  crude 
petroleum.  Mabery  isolated  compounds  of  this  class  ranging  from 
C13H17N  to  C17H21N,  although  these  formulae  are  subject  to  some 
uncertainty. 

Petroleum  free  from  sulphur  is  extremely  rare,  but  the  amount 
of  this  constituent  is  conmionly  very  small.  In  some  instances,  how- 
ever, the  sulphur  compounds  are  annoyingly  abimdant,  as,  for  exam- 
ple, in  the  lima  oil  of  Ohio.  In  this  oil  Mabery  and  A.  W.  Smith* 
foimd  normal  sulphides  of  the  paraffin  series,  and  isolated  ten  com- 
pounds ranging  from  methyl  sulphide,  CaH^g,  to  hexyl  sulphide, 
CjaHjeS.  In  Canadian  petroleum  Mabery  and  Quayle*  discovered 
another  series  of  sulphur  compounds,  of  the  general  formula  CnH,nS, 
which  they  named  thiophanes.  Eight  members  of  this  series  were 
described,  between  C^Hj^S  and  CjgHajS.  Other  sulphur  compounds 
have  been  mentioned  as  occasional  admixtures  in  petroleum,  and  the 
occurrence  of  free  sulphur  in  Texas  oil  has  already  been  noted.^ 

Between  liquid  petroleum  and  solid  asphalt  there  are  numberless 
intermediate  substances.  Indeed,  there  is  no  distinct  break  in  the 
continuity  of  the  series  from  natural  gas  to  bituminous  coal.  The 
latter  contains  solid  hydrocarbons  of  undetermined  character,  which 
break  up  under  the  influence  of  heat,  yielding  coal  gas  and  various 
tarry  products.     Some  of  the  heavier  hydrocarbon  mixtures  are  vis- 

1  Far  data  and  referenoes,  see  HOfer,  Das  Erddl,  p.  74. 

s  Jour.  Am.  Chem.  Soc.,  vol.  28, 1906,  p.  596. 

>  Am.  Jour.  Scl.,  3d  ser.,  vol.  48, 1894,  p.  250. 

« Jour.  Soc.  Chem.  Ind.,  vol.  19, 1900,  p.  505.  F.  X.  Bandrowsky  (Monatsh.  Chemle,  vol.  8,  1887,  p.  234) 
and  A.  Weller  (Ber.  Deutsch.  chem.  Oesell.,  vol.  20, 1887,  p.  2097)  have  detected  nitrogenous  bases  in  Euro- 
pean oils. 

ft  Am.  Chem.  Jour.,  vol.  13, 1891,  p.  Z\^. 

•  Proo.  Am.  Acad.,  vol.  41, 1905,  p.  89.  A  paper  by  R.  Kayser,  published  in  1897,  contains  data  relathie 
to  sulphur  compounds  in  Syrian  asphalt  oils.  I  have  not  been  able  to  consult  his  original  memoir.  Cited 
by  W.  C.  Day  in  Jour.  Franklin  Inst.,  vol.  140, 1896,  p.  221,  and  also  in  K5bler's  treatise  on  asphalt. 

1  On  sulphur  in  California  petroleum,  see  S.  F.  Peckham,  Proc.  Am.  Phllos.  Soc.,  vol.  36, 1897,  p.  108, 
Also  8.  F.  and  H.  E.  Peckham,  Jour.  Soc.  Chem.  Ind.,  vol.  10, 1897,  p.  996,  on  the  sulphur  content  of  bitu- 
mens. 
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ecus,  pasty  semifluids;  others  are  black,  brittle  solids,  which  resem- 
ble coal  in  their  outward  appearance.  Albertite,  grahamite,  uintaite, 
and  the  so-called  "pitch  coal'*  of  Oregon  are  familiar  examples  of 
these  solid  forms. 

Many  of  the  solid  hydrocarbons  have  been  described  as  mineral 
species  and  given  specific  names.  ^  Scheererite,  fichteUtC;  konlite, 
hatchettite,  ozokerite,  zietrisikite,  elaterite,  hartite,  napalite,  etc.,  are 
among  these  substances.  They  vary  widely  in  composition,  being 
commonly,  if  not  in  all  cases,  mixtures,  and  they  represent  different 
series  of  hydrocarbons.  They  also  occur  imder  widely  differing  con- 
ditions, indicating  genetic  distinctions.  Some  are  found  in  coal  in 
such  a  way  as  to  show  their  derivation  from  vegetable  resins;  others 
appear  to  be  inspissated  petroleums;  others  again  are  associated  with 
metallic  ores,  and  are  seemingly  of  solfataric  origin.  M^palite,  for 
example,  is  found  with  ores  of  mercury  in  Califomia,  and  the  oxy- 
genated compound  idrialite  occurs  under  similar  conditions  in  the 
quicksilver  mine  of  Idria.^  Most  of  these  substances  are  found  in 
small  quantities,  and  are  so  imperfectly  described  that  they  need  no 
detailed  consideration  here.  Others,  like  ozokerite,  albertite,  gra- 
hamite,  uintaite,  and  the  various  asphaltums  and  bitumens,  occur  in 
large  deposits  and  are  of  commercial  significance. 

Ozokerite,  for  instance,  is  an  important  source  of  parajQSn.  In 
fact,  it  appears  to  consist  largely  of  the  higher  hydrocarbons  of  the 
paraffin  series,  although  some  varieties  probably  contain  compounds 
of  the  form  CnHjn-  In  Caucasian  ozokerite  F.  Beilstein  and  E. 
Wiegand*  found  a  hydrocarbon  to  which  they  gave  the  name  lekene, 
and  which  appears  to  be  a  polymer  of  CHj.  In  the  ozokerite  of 
Utah  paraffin  predominates,   of  composition  between  CigHgg  and 

Uintaite,  or  gilsonite,®  is  another  black,  brittle,  lustrous  mixture 
of  hydrocarbons  found  in  the  Uinta  Mountains,  Utah.  Another 
similar  mineral  from  Utah  was  named  wurtzilite  by  W.  P.  Blake.® 
The  exact  nature  of  these  hydrocarbons  is  yet  to  be  determined.     The 

1  See  Baoa,  System  of  mineralogy,  6th  ed.,  pp.  996-1Q24. 

t  Bitumen  is  also  oonuion  In  the  New  Almaden  mines.  Its  aasodation  with  the  lead  and  sine  ores  of 
Missouri  and  with  the  copper-bearing  shales  of  Mansfeld,  Germany,  is  an  occurrence  of  a  different  order, 
with  which  solfataric  action  has  nothing  to  do. 

'  Ber.  Deutsch.  chem.  Oesell.,  voL  16, 1883,  p.  1547. 

«  On  Utah  osokerite,  see  J.  S.  Newberry,  Am.  Jour.  Sci.,  3d  ser.,  vol.  17, 1879,  p.  340;  and  A.  N.  Seal, 
Jour.  Franklin  Inst.,  voL  130, 1890,  p.  402.  A  monographic  paper  on  ozokerite  by  £.  B.  Gosling  (School 
of  Mines  Quart.,  vol.  16, 1894,  p.  41)  contains  a  bibliography  of  the  mineral.  Der  Erdwachsbergbau  in 
Boryslaw,  by  J.  Muck,  Berlin,  1903,  is  an  important  monograph  on  ozokerite. 

B  Uintaite  has  priority,  but  gilsonite  is  the  name  most  commonly  used.  On  this  bitumen,  see  J.  M. 
Locke,  Trans.  Am.  Inst.  Mhi.  Eng.,  vol.  17, 1887,  p.  162;  R.  W.  Raymond,  Idem,  vol.  18, 1888,  p.  113;  W. 
P.  Blake,  idem,  vol.  18, 1800,  p.  563;  G.  H.  Stone,  on  Utah  and  Colorado  asphalts,  Am.  Jour.  Sd.,  3d  ser., 
vol.  42, 1891,  p.  148;  and  G.  H.  Eldridge,  Seventeenth  Ann.  Rept.  U.  S.  GeoL  Survey,  pt.  1, 1896,  p.  915, 
and  also  Bull.  No.  213, 1903,  p.  296.  A  chemical  bivestigation  of  gilsonite  by  W.  C.  Day  is  reported  iu 
Jour.  Franklin  Inst.,  vol.  140, 1895,  p.  221. 

•  Trans.  Am.  Inst.  Mhi.  Eng.,  vol.  18, 1890,  p.  497;  Eng.  and  Min.  Jour.,  vol.  48, 1889,  p.  542;  vol.  49, 
1800,  p.  106. 
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same  remark  may  be  applied  to  the  albertite^  of  New  Brunswick, 
the  grahamite'  of  West  Virginia,  the  "pitch  coal"'  of  CoosBay^ 
Oregon,  and  other  Uke  substances.  The  albertite  and  grahamite 
fill  veinlike  fissiwes  in  the  country  rock,  into  which  they  were  pos- 
sibly injected  when  fluid.  These  hydrocarbons,  it  should  be  observed, 
are  fusible,  therein  differing  from  coal.  They  are  also  variably 
soluble  in  organic  solvents.  Their  origin  is  obscure.  Some  authors 
attribute  them  to  the  oxidation  of  lighter  oils;  others,  like  S.  F. 
Peckham,^  regard  them  as  residues  from  a  natural  distillation  of 
petroleum.  The  oxidation  theory  is  borne  out  by  the  fact  that 
grahamite,  according  to  White,  contains  13.5  to  14.7  per  cent  of 
oxygen,  while  W.  C.  Day  found  14.61  per  cent  in  the  Oregon  mineral. 
Furthermore,  W.  P.  Jenney,*  by  aspirating  heated  air  through  Penn- 
sylvania petroleum  for  several  hours,  partially  converted  the  oil 
into  a  substance  resembling  grahamite.  In  this  experiment,  obvi- 
ously, the  more  volatile  hydrocarbons  were  distilled  away.  The  two 
processes,  oxidation  and  distillation,  went  on  simultaneously. 

In  most  cases  the  soUd  hydrocarbons  found  in  nature  are  not  given 
specific  names,  but  are  known  generically  as  asphalt  or  bitumen. 
The  pasty,  viscid  varieties  are  called  maltha.  There  are  also  mix- 
tures of  these  substances  with  the  material  of  sandstones,  shales,  and 
limestones,  forming  the  so-called  asphalt  rocks,  from  which  oils  or 
tars  can  be  separated  by  distillation  or  melting. 

Asphalt  and  asphalt  rock  are  widely  diffused  in  nature,  being 
found  in  all  parts  of  the  world.  Probably  the  most  remarkable 
occurrence  of  asphalt  is  that  of  the  famous  'Titch  Lake"  in  Trini- 
dad, which  has  been  many  times  described — ^best,  so  far  as  chemical 
questions  are  concerned,  in  three  papers  by  Clifford  Richardson.*  Ac- 
cordmg  to  Richardson,  the  '4ake''  occupies  the  crater  of  an  old  mud 
volcano  or  geyser,  which  has  become  filled  with  "pitch."  This  is  an 
emulsion  of  water,  gas,  bitumen,  with  some  other  organic  substances, 
and  mineral  matter.  The  gas,  which  is  continually  evolved,  consists 
principally  of  hydrogen  sulphide  and  carbon  dioxide.  The  water 
which  permeates  the  pitch  is  rich  in  saline  matter,  mainly  sodium 
chloride,  but  it  also  contains  small  quantities  of  borates  and  of 

1  G.  H.  Hitchcock,  Am.  Jour.  Sci.,  2d  ser.,  vol.  99, 1865,  p.  267;  and  8.  F.  Peckham,  idem,  vol.  48, 1869, 
p.  368. 

*  J.  P.  Lesley,  Proo.  Am.  Philos.  Soc.,  vol.  9, 1863;  p.  183,  and  I.  C.  White,  Bull.  Geol.  800.  America,  voL 
10, 1896,  p.  277.  J.  P.  KimbaU  (Am.  Jour.  Bd.,  3d  8er.,  vol.  12, 1876,  p.  277)  has  described  a  "grataamlte" 
fromKexlco. 

*  W.  C.  Day,  Nineteenth  Ann.  Rept.  U.  S.  Geol.  Survey,  pt.  3, 1898,  p.  370. 
4  peckham,  loc.  dt.,  and  also  Am.  Jour.  8ci.,  3d  ser.,  voL  48, 1894,  p.  389. 

ft  Am.  Chemist,  vol.  5, 1875,  p.  369.  For  analyses  of  Texas  grahamite  see  E.  T.  Dumble,  Trans.  Am.  InsU 
Min.  Eng.,  vol.  21,  p.  601. 

*  Jour.  Soc  Chem.  Ind.,  voL  17, 1898,  p.  13;  Rept  Inspector  Asphalts  and  Cements,  Washington,  D.  C, 
y«ar  ending  June  30, 1892;  Proc  Am.  800.  Testing  Materials,  vol.  6, 1906,  p.  509.  See  also  N.  8.  Manross, 
Am.  Jour.  Sd.,  2d  ser.,  vol.  20, 1855,  p.  153.  W.  Merivale  (Trans.  North  of  England  Inst.  Mech.  and  Min. 
Eng.,  voL  47, 1898,  p.  119,  has  described  the  "  manjak  "  of  Barbadoes,  an  asphalt  resembling  that  of  Trinidsd. 
See  also  R.  W.  Ells,  Ottawa  Naturalist,  vol.  23, 1907,  p.  78. 
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ammoniacal  salts,  which  indicate  that  it  is  probably  of  volcanic  ori- 
gin.   An  analysis  of  the  purified  bitunaen  gave  the  following  results: 

Anah/sis  of  Trinidad  bitwmen. 

C 82.33 

H 10. 69 

S 6.16 

N 81 


99.99 


The  sulphur  content  of  this  naaterial  led  to  an  investigation  of 
other  asphalts.  In  eighteen  hard  asphalts  the  sulphur  ran  from  3.28 
to  9.76  per  cent,  while  in  soft  asphalts  or  malthas  only  0.60  to  2.29 
per  cent  was  found.  This  leads  to  the  suggestion  that  sulphur  has 
been  active  in  hardening  the  bitumen;  that  is,  in  effecting  the  con- 
densation and  polymerization  of  the  hydrocarbons.*  Oxygen  may 
act  in  the  same  way,  but  is  eliminated,  after  union  with  hydrogen,  as 
water.  Richardson  concludes  that  the  bitumen  consists  in  great  part 
of  unsaturated  hydrocarbons,  but  their  exact  nature  remains  unde- 
termined.^   He  also  describes  the  Bermudez,  Venezuela,  locaUty. 

In  a  recent  article  Richardson^  has  also  studied  at  length  the 
nature  of  grahamite,  and  given  many  analyses  of  samples  from  dif- 
ferent locaUties.  It  is  mainly  derived  from  the  condensation  of  par- 
affin oils,  and  so  differs  from  gilsonite  and  manjak,  which  were  formed 
by  unsaturated  hydrocarbons.  Grahamite  differs  from  albertite  in 
being  soluble  in  carbon  bisulphide;  a  distinction  which  leads  to  the 
designation  of  albertite  as  a  pyrobitumen,  or  more  completely  meta- 
morphosed petroleum.  Richardson  also  gives  examples  of  the  pres- 
ence of  vanadium  in  the  ash  of  grahamite;  a  fact  already  noticed  in 
the  preceding  chapter. 

i  A  well-known  method  for  preparing  HsS  Is  to  fuse  {MurafOn  with  sulphur.  The  reaction  doubtless 
involves  a  union  of  the  residues  firom  which  hydrogen  has  been  partially  withdrawn— that  is,  the  formation 
of  a  more  condensed  hydrocarbon  molecule.  The  reaction  does  not  seem  to  have  been  exhaustively  studied . 
Some  artificial  "asphalts"  have  been  prepared  by  heating  petroleum  residues  with  sulphur,  and  a  similar 
substance,  **  byerlite,"  is  made  by  the  slow  distillation  of  such  residues  in  presence  of  air.  The  latter  prod- 
uct resembles  gilsonite.  See  C.  F.  Mabery  and  J.  H.  Byerly,  Am.  Chem.  Jour.,  vol.  18, 1896,  p.  141.  See 
also  references  to  the  sulphur  processes  in  KOhler's  monograph,  p.  119. 

*  On  the  composition  of  asphalt,  see  also  H.  Endemann,  Jour.  8oc.  Chem.  Ind.,  vol.  16, 1887,  p.  121.  For 
analyses  of  Texas  asphalts  see  H.  W.  Harper,  Bull.  Texas  Univ.  Mln.  Survey  No.  3, 1902,  p.  108.  Elaborate 
data  are  also  given  by  G.  H.  Eldildge,  Twenty-second  Ann.  Rept.  U.  S.  Geol.  Survey,  pt.  1, 1901,  p.  209, 
in  a  long  paper  on  the  asphalts  and  bituminous  rocks  of  the  United  States.  Important  monographs  on 
asphalt  are  by  H.  KOhler,  Die  Cheroie  und  Technologic  der  natiirlichen  und  kdnstlichen  Asphalte,  Braun- 
schweig, 1904;  and  P.  Narcy,  Les  bitumes,  Paris,  1898.  See  also  T.  Posewitz,  Mitt.  K.  ungar.  geol.  Anstalt, 
vol.  16,  Heft  4, 1907,  pp.  236-463,  on  petroleum  an**,  asphalt  in  Hungary.  Memoirs  on  the  proximate  com- 
position of  petroleum  are  innumerable.  I  have  dted,  principally,  those  of  Mabery,  because  they  relate  8po> 
dflcally  to  American  oils.  The  limited  scope  of  this  volume  prevents  me  from  going  into  details,  and  a 
vast  literature  must  be  passed  over.  The  fundamental  labors  of  Pelouze  and  Cahours  in  France,  of  Schor- 
lemmer  in  England,  of  Markownikoff  in  Russia,  and  of  others  in  nearly  every  country  of  Europe,  ean  «ot 
be  given  the  consideration  here  which  is  properly  due  them. 

s  Jour.  Am.  Chem.  Soc,  vol.  32, 1910,  p.  1032. 

101381°— Bull.  491—11 44 
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SYNTHESES    OF   PETBOIiEUM. 

.Hydrocarbons,  notably  methane,  ethane,  acetylene,  and  benzene, 
have  been  repeatedly  prepared  by  laboratory  methods  from  inorganic 
sources,  and  also  by  the  breaking  down  of  more  complex  oi^anic 
matter.  Some  of  the  methods  employed  have  led  to  the  production 
of  substances  resembling  petroleum,  and  these  alone  demand  consid- 
eration here.    Let  us  begin  with  the  inorganic  material. 

When  cast  iron  is  dissolved  in  an  acid,  hydrogen  is  evolved,  but 
with  contaminations  that  were  long  ago  recognized  as  akin  to  hydro- 
carbons. In  1864  H.  Hahn^  attempted  to  determine  their  exact 
nature  by  passing  the  gas  through  bromine.  Organic  bromides  were 
thus  formed,  corresponding  to  the  olefines  from  C3H4  to  C^lS-us  ^^ 
general  formula  being  CoHanBr,.  In  hydrogen  evolved  from  spiegel- 
eisen  Hahn  found  still  higher  hydrocarbons,  up  to  Ci^^.  These 
were  collected  by  direct  condensation  in  wash  bottles  without  the 
use  of  bromine. 

In  1873  similar  experiments  were  reported  by  F.  H.  Williams,' 
who  dissolved  spiegeleisen  in  hydrochloric  acid.  The  gas  evolved 
was  passed  through  tubes  immersed  in  a  freezing  mixture,  and  after- 
wards through  bromine.  In  one  experiment  7,430  grams  of  iron  gave 
49  grams  of  directly  condensible  hydrocarbons,  with  325.5  grams  of 
bromides;  and  other  experiments  yielded  similar  results.  The  nature 
of  the  hydrocarbons  was  not  further  investigated. 

Much  more  elaborate  researches  were  those  conducted  by  S.  Cloto,* 
in  the  years  1874  to  1878.  Hydrochloric  or  sulphuric  acid  wa» 
allowed  to  act  on  large  quantities  of  spiegeleisen,  and  the  hydrogen, 
partly  by  direct  condensation  and  partly  by  absorption  in  bromine, 
yielded  abundant  hydrocarbons  and  their  bromides,  which  were 
separated  by  fractional  distillation  and  identified.  Ferromanganese 
gave  a  particularly  large  product  of  hydrocarbons,  and  a  cast  man- 
ganese, containing  85.4  per  cent  of  metal,  was  even  attacked  by  water 
alone,  with  evolution  of  similarly  carburized  hydrogen.  In  his  first 
paper  Cloto  reports  that  he  obtained  octylene,  CgHi^,  by  direct  con- 
densation, with  bromheptylene,  C^HiaBr,  and  bromoctylene,  CgH  JBr, 
from  the  bromine  solution.  In  his  second  paper  he  described  the 
products  obtained  during  the  solution  of  600  kilograms  of  white  cast 
iron,  which  yielded  640  grams  of  oily  hydrocarbons,  2,780  grams  of 
bromolefines,  and  532  grams  of  parafiSns.  Seven  of  the  latter  were 
identified,  from  €1(^22  up  ^^  ^10^84;  hydrocarbons  identical  with  those 
which  occur  in  petroleum.  That  is,  from  the  carbides  contained  in 
cast  iron,  a  mixture  of  hydrocarbons  chemically  resembling  petroleum 
can  be  prepared. 

1  Lleblg*!  Annalen,  vol.  129, 1864,  p.  57.    Hahn  gives  XBferenoes  to  the  earlier  investigations. 

*  Am.  Jour.  Sci.,  3d  aer.,  vol.  6, 1873,  p.  363. 

»  Compt  Rend.,  vol.  78, 1874,  p.  1665;  vol.  85, 1877,  p.  1003;  vol.  86, 1878,  p.  1248. 
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In  recent  years,  through  the  development  of  the  electric  furnace  by 
Moissan,  many  carbides  have  been  made  and  mvestigated.  The 
greater  number  of  these  compoimds  react  with  water,  yielding  hydro- 
carbons, and  the  production  of  acetylene,  as  an  illuminating  gas,  from 
calcium  carbide,  has  become  an  important  industry.  The  metallic 
carbides,  however,  differ  in  their  yield  of  hydrocarbons,  and  the 
results  obtained  may  be  summarized  as  follows:^ 

The  carbides  of  lithium,  sodium,  potassium,  calciimi,  strontium, 
and  barium,  treated  with  water,  yield  acetylene,  CjH,. 

The  carbides  of  aluminum  and  glucinum  yield  principally  methane, 
CH,. 

The  carbide  of  manganese  yields  a  mixture  of  methane  and 
hydrogen. 

The  carbides  of  yttrium,  lanthanum,  cerium,  thorium,  and  ura^- 
nium  yield  mixtures  of  acetylene,  methane,  ethylene,  and  hydrogen. 
The  cerium,  lanthanum,  and  uranium  compounds  also  yield  some 
liquid  and  solid  hydrocarbons.  From  4  kilograms  of  lu-anium  car- 
bide Moissan  obtained  100  grams  of  liquid  hydrocarbons,  consisting 
largely  of  defines,  with  some  members  of  the  acetylene  series  and 
some  saturated  compoimds. 

According  to  R.  Salvadori,*  hydrocarbons  can  be  generated  by 
heating  together  calcium  carbide  and  ammonium  chloride;  an 
observation  which  has  been  confirmed  by  A.  Brun.'  Furthermore, 
G.  Steiger,  in  the  laboratory  of  the  United  States  Geological  Survey, 
obtained  both  saturated  and  unsatiu-ated  hydrocarbons  by  the  simi- 
lar action  of  ammonimn  chloride  upon  the  native  iron  of  Ovifak. 
Ammonium  chloride,  it  must  be  remembered,  is  one  of  the  most  char- 
acteristic of  volcanic  emanations.  The  bearing  of  these  observations 
upon  theories  of  petrolemn  formation  will  be  discussed  later. 

It  will  be  observed  that  acetylene  is  a  common  product  of  these 
reactions.  But  acetylene  is  not  a  constituent  of  petroleum.  P. 
Sabatier  and  J.  B.  Senderens,^  however,  have  foimd  that  when  a  mix- 
ture of  hydrogen  and  acetylene  is  brought  into  contact  with  finely 
divided  metallic  nickel  at  a  temperature  of  200^  a  mixture  of  paraffins 
is  formed  which  resembles  Pennsylvania  petroleum.  Acetylene  alone, 
in  presence  of  nickel,  also  yields  aromatic  hydrocarbons,  and  a  mix- 
ture is  produced  resembling  Russian  oil.  In  this  connection  it 
should  be  noted  that  M.  Berthelot '  long  ago  proved  that  acetylene, 
when  heated  to  the  temperature  at  which  glass  begins  to  soften,  poly- 

I  See  H.  Moissan,  Compt.  Rend.,  toI.  122, 1896,  p.  1462.    Also  a  summary  by  J.  A.  Mathews,  Jour.  Am. 
Gbem.  Soc.,  yol.  21, 1809,  p.  647.    Berthelot  (Compt.  Rend.,  vol.  132, 1601,  p.  281)  has  discussed  the  reactions 

*  Oass.  chim.  ital.,  vol.  32, 1902,  p.  496. 

•  Aroh.  sd.  phys.  nat.,  4th  ser.,  toI.  27, 1909,  p.  113. 

*  Compt.  Rend.,  vol.  134, 1903,  p.  1185.   Similar  results  to  those  of  Sabatier  and  Senderens  have  also  been 
obtained  by  K.  Charitschkofl,  Chem.  Zentralbl.,  1907,  p.  294. 

•  Annales  chim.  phys.,  4th  ser.,  vol.  12, 1867,  p.  £2. 
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merizes  into  benzene.  Three  molecules  of  CjHj  yield  one  of  C^H,. 
Benzene  itself,  when  heated  under  suitable  conditions,  loses  hydrogen, 
and  the  residues  combine  to  form  diphenyl,  CijHio: 

From  acetylene,  then,  as  a  starting  point,  higher  hydrocarbons  may 
be  generated.  These,  again,  at  high  temperatures,  act  upon  one 
another,  and  the  complexity  of  the  final  product  may  be  very  great. 
Furthermore,  carbon  and  hydrogen  can  unite  directly.  When  the 
electric  arc  is  formed  between  carbon  terminals  in  an  atmosphere  of 
hydrogen,  acetylene  is  produced — a  reaction  discovered  by  Berthelot.* 
According  to  W.  A.  Bone  and  D.  S.  Jerdan,'  methane  and  ethane  are 
formed  at  the  same  time;  but  at  a  lower  temperature  (about  1,200*^) 
methane  is  the  sole  product  of  the  union.  Even  by  passing  hydro- 
gen over  charcoal  at  1,200°  methane  may  be  formed. 

So  much  for  the  inorganic  syntheses  of  hydrocarbons.  On  the 
other  side  of  the  question  it  has  long  been  known  that  the  destructive 
distillation  of  organic  matter,  animal  or  vegetable,  under  conditions 
which  preclude  the  free  access  of  air,  will  produce  hydrocarbons  and 
nitrogenous  bases.  This  fact  was  first  applied  to  the  production  of 
an  artificial  petroleum  by  C.  M.  Warren  and  F.  H.  Storer*  as  far 
back  as  1865.  They  prepared  a  lime  soap  from  menhaden  (fish)  oil, 
which,  on  destructive  distillation,  yielded  a  mixture  of  hydrocarbons 
hardly  distinguishable  from  coal  oil*  or  kerosene.  From  this  mix- 
ture they  isolated  and  identified  the  paraifins  pentane,  hexane,  hep- 
tane, and  octane;  the  olefines  amylene,  hexylene,  heptylene,  octylene, 
nonylene,  decylene,  undecylene,  and  duodecylene;  together  with  ben- 
zene, toluene,  xylene,  and  isocumene,  members  of  the  aromatic  series. 
A  true  artificial  petroleum  had  been  prepared. 

In  1888  C.  Engler's  famous  investigations*  were  announced.  He 
distilled  menhaden  oil,  unsaponified,  at  a  temperature  between  320® 
and  400°,  and  under  a  pressure  of  ten  atmospheres.  The  distillate 
resembled  petroleum,  and  contained  the  paraffins  from  C^Hi,  up  to 
C7Hie.  In  a  later  memoir*  he  mentions  the  isolation  of  normal 
octane  and  nonane,  with  secondary  hexane,  heptane,  and  octane.  In  a 
still  later  research  with  T.  Lehmann^  he  also  obtained  olefines  from 
CeHi2  up  to  C9H18  and  some  derivatives  of  the  benzene  series.     These 

1  Annales  chim.  phye.,  3d  ser.,  vol.  67, 1863,  p.  64. 

*  Jour.  Chem.  Soc.,  vol.  71, 1897, p.  41;  vol.  79, 1901,  p.  1042.  S6e  also  J.N.  Prlng  and  R.  S.  HuttoD,  idem, 
vol.  89, 1906,  p.  lEOl,  Also  W.  A.  Bone  and  H.  F.  Coward,  Joor.  Chem.  6oc.,  vol.  93, 1906,  p.  1975;  vol.  97, 
1910,  p.  1219. 

I  Mem.  Am.  Acad.,  2d  ser.,  vol.  9, 1805,  p.  177. 

<  Coal  oil  is  oil  distilled  from  shale  or  coal.  The  term  is  not  synonymous  with  petroleum,  althou^  it 
is  often,  loosely,  so  used. 

»  Ber.  Deutsch.  chem.  G^sell.,  vol.  21, 1888,  p.  1816. 

<  Idem,  vol.  22, 1889,  p.  502. 

T  Idem,  vol.  30, 1897,  p.  2366.  • 


Digitized  by  VnOOQ IC 


THE  NATURAL  HYDROCARBONS.  693 

experiments  upon  fish  oil  confirmed  those  of  Warren  and  Storer,  but 
differed  from  theirs  in  the  direct  use  of  the  oil  instead  of  its  fatty 
acids  alone.  The  lime  soap  of  the  American  chemists  contained  only 
the  acids  of  the  oil,  separated  from  its  glycerine;  the  entire  oil  was 
used  by  Engler.  From  his  crude  product  Engler  also  prepared 
an  illuminating  oil,  practically  indistinguishable  from  commercial 
kerosene.* 

Analogous  experiments,  but  with  a  somewhat  different  purpose, 
were  carried  out  by  W.  C.  Day.'  A  mixture  of  fish  (fresh  herring) 
and  resinous  pine  wood  was  distilled  from  an  iron  retort,  the  process 
being  continued  to  complete  carbonization  of  the  residual  material. 
The  distillate  consisted  of  a  mixture  of  oil  and  water,  and  the  oil, 
upon  redistillation,  yielded  a  residue  closely  resembling  gilsonite. 
When  fish  alone  was  distilled,  the  final  product  was  more  like  elater- 
ite.  Wood  alone  gave  a  similar  oil,  with  a  similar  residue  on  redis- 
tillation. In  this  research,  then,  artificial  asphalts  were  obtained, 
curiously  resembling  the  natural  substances.  They  also,  like  ordi- 
nary asphalt,  contained  some  nitrogen. 

Vegetable  oils  likewise  yield  hydrocarbons  upon  destructive  dis- 
tillation. S.  P.  Sadtler,*  for  example,  established  this  fact  with 
regard  to  linseed  oil,  but  the  nature  of  the  product  was  not  completely 
determined.  Engler^  obtained  hydrocarbons  by  the  distillation  of 
colza  and  olive  oils,  as  well  as  from  fish  oil,  butter,  and  beeswax. 
Furthermore,  J.  Marcusson*  cites  an  experiment  in  which  pure  oleic 
acid  was  heated  for  several  hours  to  330°  in  a  sealed  tube.  On  open- 
ing the  tube  there  was  a  strong  evolution  of  gas,  and  in  the  residue  a 
product  was  found  which  completely  resembled  a  lubricating  oil  from 
petroleum.  These  examples  are  only  two  out  of  many  which  might 
be  adduced. 

ORIGIN  OF  PETROLEUM. 

Probably  no  subject  in  geochemistry  has  been  more  discussed  than 
that  of  the  origin  of  petroleum.  Theory  after  theory  has  been  pro- 
posed, and  controversy  is  still  active.  The  evidence  is  abundant,  but 
contradictory,  and  leads  to  different  conclusions  wh^i  studied  from 
different  points  of  view. 

The  theories  so  far  advanced  may  be  divided  into  two  categories — 
the  inorganic  and  the  organic.  Let  us  examine  the  hypotheses  sepa- 
rately. The  earlier  speculations  connecting  the  formation  of  petro- 
leum with  volcanic  phenomena  may  be  passed  over,  for  the  reason  that 
they  were  framed  at  a  time  when  essential  evidence  was  not  available. 

1  Observations  conflnned  by  Redwood,  Petroleiuii  and  its  productSi  2d  ed.,  vol.  1,  p.  2fi0. 
s  Am.  Chem.  Jour.,  vol.  21, 1899,  p.  478. 
»  Proc.  Am.  Philos.  Soc.,  vol.  36,  p.  93. 

*  Cong,  intemat.  du  p^trole,  Paris,  1900,  p.  20. 

•  Chem.  Zeltung,  vol.  30, 1906,  p.  789. 
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They  were  speculations,  nothing  more.  The  modem  era  begins  with  a 
memoir  by  M.  Berthelot/  published  in  1866. 

Berthelot  started  from  a  supposition  of  Daubr6e  tliat  the  interior 
of  the  earth  might  contain  free  alkaline  metals.  Upon  these,  as  Ber- 
thelot had  previously  shown,  carbon  dioxide  could  react  at  high  tem- 
peratures, forming  acetylides  from  which,  with  water,  acetylene 
would  be  generated,  with  all  of  its  possibUities  of  condensation  into 
higher  hydrocarbons.  The  weak  point  of  the  hypothesis,  which  Ber- 
thelot only  advances  tentatively,  is  that  no  evidence  exists  to  show 
that  the  alkaline  metals  are  present  in  an  uncombined  state  at  any 
point  below  the  surface  of  the  earth.  The  starting  point  is  a  pure 
assumption,  which  is  more  hkely  to  be  erroneous  than  true. 

Leaving  out  of  account  the  oft-cited  paper  by  H.  Byasson,'  which 
has  no  present  value,  we  come  next  to  the  famous  carbide  theory  of 
D.  Mendelfief,'  published  in  1877.  This  theory  presupposes  the 
existence  of  iron  carbides  within  the  earth,  to  which  percolating  waters 
gain  access,  generating  hydrocarbons.  If  such  carbides  exist  at  rea- 
sonable depths  below  the  surface  of  the  earth,  the  suggested  reactions 
would  presumably  take  place;  but  the  major  premise  is  as  yet 
unproved.  The  actual  existence  of  the  carbides  in  nature  remains  to 
be  demonstrated. 

Mendel^ef's  hypothesis  naturally  attracted  much  attention  and 
was  rendered  plausible  by  researches  like  those  of  Hahn,  Williams, 
and  Cloez  upon  the  production  of  hydrocarbons  from  cast  iron.  It 
was  still  further  strengthened  by  the  discoveries  of  Moissan,  in  his 
development  of  the  electric  furnace,  and  has  had  many  advocates. 
Moissan^  himself  has  adopted  it,  and  also  suggested  tliat  volcanic 
explosions  may  perhaps  be  caused  by  the  action  of  water  upon  subter- 
ranean carbides.  He  admits,  however,  that  some  petroleums  are  pos- 
sibly of  organic  origin.  The  presence  of  marsh  gas  in  volcanic  emar- 
nations^  may  be  cited  in  support  of  Moissan's  suppositions,  but  this 
well-recognized  fact  can  be  interpreted  otherwise.  Another  favorable 
datum  has  been  furnished  by  O.  Silvestri,'  who  found  in  basaltic  lavas 
from  near  Etna  both  liquid  oils  and  a  solid  paraffin  which  melted  at 
56°.  Similar  observations  have  been  made  by  A.  Brun,'  in  his  study 
of  the  Javanese  volcanoes.  He  regards  the  petroleum  of  Java  as  of 
volcanic  origin.  But  these  oils,  as  well  as  the  marsh  gas,  may  con- 
ceivably have  been  formed  either  through  a  direct  union  of  carbon 
and  hydrogen  or  from  material  distilled  by  volcanic  heat  out  of 

1  Aimales  chim.  phys.,  4tb  aer.,  vol.  0, 1S66,  p.  481. 

s  Compt.  Rend.,  vol.  73, 1871,  p.  611.    A  later,  aepante  brochure  by  Byasson  I  have  not  seen. 
I  Ber.  Deatsch.  chem.  Oesell.,  vol.  10, 1877,  p.  229;  Jour.  Chem.  Soc,  vol.  32,  p.  283.    See  alao  MendelApfs 
Principles  of  chemistry,  English  translation,  voL  1, 1801,  pp.  364-360. 
« Compt.  Bend.,  vol.  122, 1806,  p.  1462.    See  alao  S.  Meunier,  idem,  voL  123, 1806,  p.  US7. 
»  See  ante,  Chapter  vm. 

*  Oau.  chim.  itai.,  vol.  7, 1877,  p.  1;  vol.  12, 1882,  p.  0. 
1  Arch.  8cl.  phys.  nat.,  4th  ser.,  vol.  27, 1900,  p.  118. 
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adjacent  sedimentary  rocks.  The  same  considerations  also  apply 
to  tlie  petroleum  field  near  Tampico,  Mexico,  as  described  by  E.- 
Ord6£LeZy^  which  is  cited  by  E.  Coste^  in  support  of  his  elaborate 
argument  in  favor  of  the  inorganic  origin  of  petroleum.  In  this  field 
the  oil  rises  close  to  volcanic  cones;  which,  however,  have  been 
forced  up  through  a  great  thickness  of  Cretaceous  t^aks.  The  possi^ 
biUty  of  a  distillation  of  oil  from  organic  matter  in  the  sediments 
must  here  be  taken  into  account. 

A  different  line  of  investigation  relative  to  the  genesis  of  petroleum 
is  that  proposed  tentatively  by  G.  F.  Becker.^  If  petroleum  is 
derived  from  iron  carbides,  as  the  inoi^axdc  theory  assumes,  there 
should  be  magnetic  irregularities  in  oil-bearing  regions.  This  he 
finds  to  be  the  case  in  the  Appalachian  oil  field,  where  the  lines  of 
magnetic  declination  are  sensibly  deflected.  Similar  irregularities 
appear  in  the  oil  fields  of  Califomia,  and  magnetic  distiurbances  are 
also  recorded  in  the  region  of  the  Caucasus.  The  observations  are 
not  absolutely  conclusive,  but  they  are  compatible  with  the  inorganic 
theory. 

Two  other  speculations  upon  the  genesis  of  petroleum  from  inor- 
ganic matter  remain  to  be  mentioned,  if  only  for  the  sake  of  com- 
pleteness. N.  V.  Sokoloff,^  in  1890,  argued  that  the  bitumens  are  of 
cosmic  origin,  formed  initially  during  the  consolidation  of  the  planet, 
inclosed  within  the  primeval  magma,  and  since  emitted  from  the 
earth's  interior.  In  support  of  this  conception  he  cites  the  occasional 
finding  of  hydrocarbons  in  meteorites,^  cases  in  which  the  possibility 
of  an  organic  origin  seems  to  be  absolutely  excluded. 

The  other  sp^ulation  is  that  of  O.  C.  D.  Ross,*  who  has  tried  to 
show  that  petroleum  may  originate  from  the  action  of  solfataric 
gases  upon  limestones.  Koss  wrote  various  chemical  equations  to 
show  how  the  reactions  might  occur,  but  they  are  improbable  and 
experimentally  unverified. 

It  will  be  seen,  upon  consideration,  that  these  inorganic  theories 
concerning  Che  origin  of  petroleum  relate  not  only  to  its  proximate 
genesis,  but  to  fundamental  questions  of  cosmology.  Sk>koloff's 
hypothesis  is  an  indication  of  this  fact,  and  the  assumption  of  carbides 

i  Min.  Sd.  Pz«SB,  vol.  05, 1907,  p.  249. 

*  Joor.  Canadian  Kin.  Inst.,  vcl.  12, 1909,  p.  273.  For  earlier  papera  by  Coete  see  the  nine  Journal,  vol.  6, 
1908,  p.  73,  and  Trans.  Am.  Inst.  Mln.  £ng.,  vol.  35,  1905,  p.  288.  F.  Rlgaud  (Rev.  univ.  des  mines,  4tti 
ser.,  voL  81, 1910,  p.  145)  has  also  arguod  in  favor  of  the  inorganic  origin  of  petroleum. 

*  Bull.  U.  S.  Oeol.  Survey  No.  401, 1909. 

«  Bull.  Soc.  imp.  nat.  Moscou,  new  ser.,  vol.  3, 1890,  p.  720. 

*  See  F.  WOhler,  Llebig's  Annalen,  vol.  109, 1859,  p.  349,  on  carbon  compounds  in  the  meteorite  of  Kaba, 
Hungary.  Also  S.  Meunier,  Compt.  Rend.,  vol.  109, 1889,  p.  976,  on  the  meteorite  of  Mlghel,  Russia.  A.  E. 
NordensklOld  (Fogg.  Annalen,  vol.  141, 1870,  p.  205)  found  carbonaoeous  matter  in  the  meteorite  of  Hessle, 
Sweden;  and  0.  Tschermak  (Sltzimgsb.  Akad.  Wien,  vol.  62,  Abth.  2, 1870,  p.  855)  reports  0.85  per  cent  of  a 
hydrocarbon  In  the  stone  which  fell  at  Ooalpara,  Indja.  The  well-known  meteors  of  Orgueil,  Franoe,  and 
Cold  Bokkeveld,  South  Africa,  were  largely  carbonaceous.  On  Orgueil,  see  8.  Clofo,  Compt.  Rend.,  vol. 
fO,  1864,  p.  87.  Graphite  and  amorphous  carbon  are  common  in  meteorites,  and  in  some  falls  diamonds 
have  been  found. 

•Ghem.  News,  vol.  64, 1891,  p.  14.   A  critloism  by  Redwood  appears  on  p.  215. 
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within  the  earth  represents  an  effort  in  the  same  direction.  An  illus- 
tration of  this  impUcation  is  to  be  found  in  Lenicque's  remarkable 
memoir/  which  was  cited  in  Chapter  II  of  this  volume.  If  the 
molten  globe  had  at  any  time  a  temperature  like  that  of  the  electric 
furnace,  carbides,  siUcides,  nitrides,  etc.,  would  be  among  the  earliest 
compounds  to  form,  and  oxidation  could  not  begin  until  later. 
Under  such  conditioxis  some  carbides  might  remain  unoxidized 
through  many  geologic  ages,  to  be  reached  by  percolating  waters  at 
the  present  day.  The  development  of  hydrocarbons  would  then 
inevitably  followi  although  to  what  extent  they  might  be  subse- 
quently consumed  no  one  can  say..  The  theory  is  plausible,  but  is  it 
capable  of  proof  ?  Furthermore,  does  it  account  for  any  accumula- 
tions of  petroleum  such  as  yield  the  commercial  oils  of  to-day) 
These  essential  questions  are  too  often  overlooked,  and  yet  they  are 
the  main  points  at  issue.  We  may  admit  that  hydrocarbons  are 
formed  within  volcanoes,  but  the  quantities  definitely  traceable  to 
such  a  source  are  altogether  insignificant.  Bitumens  occur  in  small 
amounts  in  many  igneous  rocks,  but  never  in  large  volume.  They 
are,  moreover,  absent,  at  least  in  significant  proportions,  from  the 
Archean,  and  first  appear  abundantly  in  Paleozoic  time.  From  the 
Silurian  upward  they  are  plentiful,  and  commonly  remote  from  great 
indications  of  volcanic  activity.  Ev^i  such  an  occurrence  as  that  of 
the  Pitch  Lake  in  Trinidad,  where  asphalt  is  associated  with  thermal 
waters,  does  not  necessarily  imply  a  community  of  origin.  It  is  at 
least  conceivable  that  the  solf  ataric  springs  may  have  acted  upon  sedi- 
mentary accumulations  of  oil,  partly  by  vaporizing  the  latter  and 
so  bringing  it  to  the  surface,  and  partly  by  effecting,  with  the  aid  of 
steam  and  sulphur,  the  condensations  or  polymerizations  that  are 
observed.  These  considerations  serve  to  show  the  need  of  great 
caution  in  dealing  with  this  class  of  problems  and  to  warn  us  against 
hasty  generalizations.  Speculations  based  upon  individual  oocur- 
rences  of  petroleum  are  of  very  little  value.  The  entire  field,  in  all 
of  its  complexity,  must  be  taken  into  accoimt. 

Admitting  that  methane  is  sometimes  formed  as  a  volcanic  emana- 
tion, we  must  also  recognize  the  fact  that  it  is  more  conmionly  of 
organic  origin.  Its  popular  name,  **  marsh  gas,"  is  verbal  evidence 
of  its  derivation  from  decaying  vegetation.  Ordinarily,  it  is  gener- 
ated in  apparently  small  amounts,  but  gas  in  Iowa  wells  has  been 
described'  which  occurs  in  the  drift  and  seems  to  be  of  vegetable 
origin.  Buried  vegetation  alone  can  account  for  its  development 
under  the  observed  conditions. 

Apart  from  the  natural  occurrences  of  marsh  gas,  either  in  swamps 
or  as  the  ''fire  damp"  of  coal  min^,  its  artificial  production  haa  been 

I  M6m.  Soc.  Ingte.  dvUs  Fraooe,  Ootobflr,  IMS,  p.  S46. 

«  See  A.  O.  Leonard,  Proc.  Iowa  Acad.  Sd.,  vol.  4,  p.  41.    F.  M.  Witter  (Am.  QecdQgiat,  voL  9, 1898; 
p.  319)  has  deecrlbed  a  gaa  well,  about  100  feet  deep,  near  Letts,  Iowa. 
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studied  experimentally.  F.  Hoppe-Seyler*  and  H.  Tappeiner'  have 
shown  that  it  is  formed  by  the  fermentation  of  cellulose,  together 
with  carbon  dioxide  and  free  hydrogen.  During  the  decay  of  sea- 
weeds, however,  according  to  F.  C.  Phillips,*  a  little  methane  is  at  first 
evolved,  the  generated  gases  consisting  largely  of  carbon  dioxide, 
hydrogen,  and  nitrogen.  The  apparatus  in  which  the  experiment  was 
performed  was  allowed  to  stand  in  position  for  two  and  a  half  years, 
and  duriog  that  time,  following  the  first  rapid  evolution  of  gas,  a  very 
alow,  continuous  production  was  observed.  At  the  end  of  the  period 
the  gas  consisted  of  methane.  Phillips  concludes,  from  this  evidence, 
that  buried  vegetable  matter,  after  a  brief  era  of  rapid  gas  evolution, 
may  pass  into  a  condition  of  extremdy  slow  decay  when  methane  is 
generated.  It  is  possible,  however,  that  methane  is  not  the  only 
hydrocarbon  thus  produced. 

From  data  of  t^is  kind,  and  from  the  experiments  cited  in  the  pre- 
ceding section  of  this  chapter,  it  is  evident  that  hydrocarbons  analo- 
gous to  natural  gas,  petroleum,  and  asphalt  may  be  derived  either 
from  animal  or  vegetable  matter,  or  from  both.  This,  I  think, 
admits  of  no  dispute,  but  argument  is  possible  relative  to  the  genesis 
of  the  larger  accumulations  of  mineral  oil.  Engler's  researches 
have  led  to  a  widespread  belief  in  the  animal  origin  of  petroleum, 
although  the  details  of  the  transformation  process  are  very  diversely 
interpreted.*  Engler*  himself  ascribes  the  derivation  of  petroleum 
from  animal  remains  to  a  putrefactive  process,  which  removes  the 
nitrogen  compounds.  The  fats  remain,  to  be  altered  by  heat  and 
pressure®  into  hydrocarbons,  whose  boiling  points  lie  below  300°; 
and  these  later  und^^  a  partial  autopolyn^rization  into  denser 
forms.  How  far  such  a  polymerization  may  be  possible,  if  indeed 
it  is  possible  at  all,  is  a  matter  of  unc^tainty.  0.  F.  Mabery^  holds 
that  the  changes  are  always  in  the  opposite  direction  and  that  the 
more   complex  hydrocarbons  are   formed   first,   partially   breaking 

1  Ber.  Deatsch.  cliem.  Gesell.,  vol.  16, 1S83,  p.  122. 

s  Idem,  pp.  1734,  ^740.  See  alao  L.  Popoff ,  abstract  in  Jour.  Ghem.  Soc. ,  vol.  28, 1875,  p.  1200,  on  gas  from 
river  mud  near  sewer  openings. 

*  Am.  Chem.  Jour.,  vol.  16, 1894,  p.  427. 

*  For  a  very  complete  summary  of  all  the  liypotheses  relative  to  the  formation  of  petroleam,  me  Hflfer, 
Bas  Erdfil,  1006,  pp.  160-229.  See  also  Redwood,  Petroleum  and  its  products,  vol.  1,  1906,  pp.  250-261. 
Other  summaries  are  by  Alsinmann,  Zeitschr.  angew.  Chemle,  1893,  p.  730;  idem,  1804,  p.  122;  C.  Klement, 
Bull.  Soc. beige  giSol.,  vol.  ll,proc.  verb.,  1807,  p.  76;  R.  Zuber,  Zeitschr. prakt.  Oeologie,  1896, p. 84;  and  E. 
Orton,  Bull.  Oeol.  Soo.  America, vol.  9, 1897,  p.  85.  Very  recent  memoirs  on  ttie  subject  are  by  P.  De  Wilde, 
Arch.  soi.  phjrs.  nat.,  4th  ser.,  vol.  23, 1907,  p.  559,  and  C.  Neuberg,  Sitsungsb.  K..pfeuss.  Aicad.,  May  16, 
1907. 

*  Ber.  Deutsch.  chem.  GeeelL,  vol.  30,  1807,  p.  235S.  For  more  recent  articles  by  Engler  see  Zeltsclir. 
an^w.  Chemie,  vol.  21, 1008,  p.  1586;  Verhandl.  naturwlss.  Vereins,  Karlsruhe,  1908,  vol.  20,  p.  65;  and 
Compt.  rend.  Cong,  internet,  p^trole,  Bucaxest,  1910,  vol.  2,  p.  1.  The  last-named  volume  contains  many 
papeiB  on  varioua  subjects  relating  to  petroleum. 

*  The  importance  of  pressure  in  petroleum  formation  was  also  urged  by  G.  Kramer  and  W.  BGttcher 
(Ber.  Deutsch.  chem.  Gesell.,  vol.  20, 1887,  p.  595),  in  their  oomparison  of  the  hydrocarbons  contained  in 
petroleum  and  coal  oil  or  tar.  H .  Monke  and  F.  Beysohlag  (Zeitschr.  prakt.  Oeologie,  1905,  pp.  1, 65,  421) 
emphasize  the  putrefactive  process,  which  yields  petroleum,  as  compared  with  the  carbonising  process, 
wliich  forms  coal. 

'  Jour.  Am.  Chem.  Soc.,  vol.  28, 1900,  p.  420. 


Digitized  by  VnOOQ IC 


698  THE  DATA  OF  GEOCHEMISTRY. 

down  afterward  into  lower  members  of  the  series.  J.  Marcusson^ 
holds  the  same  view.  The  putrefactive  removal  of  the  albuminoid 
substances  is  also  to  be  questioned,  and  it  is  certainly  not  universal. 
The  nitrogen  bases  of  California  petroleum  furnish  perhaps  the 
strongest  evidence  that  the  proteids  contribute  their  diare  to  the 
make-up  of  petroleimi,  and  sho"^  also  that  these  particular  oils  are 
of  animal  origin. 

Several  other  writers  have  brought  evidence  to  bear  in  favor  of 
the  derivation  of  petroleum  from  fish  remains.  Dieulafait'  observed 
that  the  copper  shales  of  Mansfeld  are  strongly  impregnated  with 
bitumen,  and  also  rich  in  fossil  fish.  The  petrolemn  of  Oalicia  is 
always  associated  with  menilitic  schists  in  which  fish  remains  are 
peculiarly  abundant.  C.  Engler'  cites  some  computations  by  Szaj- 
nocha,  to  the  effect  that  the  annual  catch  of  herring  on  the  north 
coast  of  Germany  would,  if  its  fats  were  half  converted  into  petro- 
leum, yield  in  2^560  years  as  much  oil  as  Oalicia  has  produced.  G.  A. 
Bertels,^  on  the  other  hand,  attributes  the  Caucasian  petroleums  to 
the  decomposition  of  mollusks.  In  the  Kuban  district,  the  oU, 
accompanied  by  salt  water,  exudes  directly  from  beds  of  molluscan 
remains,  which  occur  in  enormous  quantities. 

Engler,  of  course,  was  not  the  first  to  advocate  a  derivation  of 
petroleum  from  animal  remains.  His  views  have  received  special 
attention  because  of  their  experimental  basis.  C.  Ochsenius,"  for 
instance,  has  sought  to  connect  the  formation  of  petroleum  with  that 
of  the  mother-liquor  salts  which  accumulate  during  the  last  stage 
of  the  evaporation  of  sea  water.  According  to  this  writer,  petroleum 
is  generated  from  marine  oi^anisms,  preferably  the  larger  forms, 
which  are  buried  beneath  air-tight  sediments  and  slowly  acted  upon 
by  the  above-named  saline  residues.  As  an  argument  in  favor  of 
this  hypothesis,  he  calls  attention,  as  many  others  have  done,  to  the 
c^ommon  association  of  brine  with  petroleum,  and  cites  analyses  of 
such  waters.  This  association  of  salt  and  oil  is  strongly  emphasized 
by  L.  Mrazec^  in  his  studies  of  Roumanian  petroleum.  F. 
Heusler^  also,  while  indorsing  Engler's  principal  conclusions, 
invoked   the  aid  of  aluminum  chloride  as  an  agent  in  effecting 

1  Chem.  Zeltung,  vol.  30, 1906,  p.  788. 

s  Cited  by  A.  Jaocard,  Arch.  sci.  phys.  nat.,  3d  ser.,  yoI.  24, 1800,  p.  100. 

s  Ber.  Deufach.  chem.  Oesell.,  vol;  38, 1000,  p.  16.    See  also  Cong,  intamat.  da  p^trole,  1000,  p.  80. 

*  Cited  by  HOfer,  Das  Erddl,  1006,  p.  210.  F.  Homung  (Zeitsohr.  Deutaeh.  geol.  GeaelL,  vol.  57,  Mo- 
nstsber.,  1005,  p.  534)  argues  in  flavor  of  fishes  as  the  raw  material  of  petroleum.  See  also  J.J.  Jahn,  Jahrb. 
K.-k.  geol.  Relohsanstalt,  vol.  42, 1802,  p.  361.  For  arguments  against  the  theny  of  En^er,  see  D.  Pan- 
tanelli,  BuU.  Soo.  geol.  ital.,  vol.  25, 1006,  p.  705.  Pantanelli  seems  to  favor  the  inorganic  origin  of  petio. 
leum. 

ft  Chem.  Zeltung,  vol.  15, 1801,  p.  035,  and  Zeitschr.  Deutsch.  geol.  OeseU.,  vol.  48, 1806,  p.  280.  See  abc 
his  papers  cited  in  Chapter  Vn,  ante. 

•  Compt.  rend.  Cong,  intemat.  p^trole,  Bucarest,  1010,  vol.  2,  p.  80.  Also  L'Industrie  du  p^tixile  en 
Roumanie,  Bucarest,  1010.  The  presence  of  methane,  ethane,  etc.,  in  rock  salt  has  been  studied  by  N. 
CostlchescQ,  Annales  sci.  Univ.  Jassy,  vol.  4, 1006,  p.  8.  On  the  animal  origin  of  petroleam  see  also  h. 
Singer,  Inaug.  Diss.,  Zurich,  1803. 

'  Zeitsohr.  angew.  Chemie,  1806,  pp.  288, 81&. 
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a  polymerization  of  the  hydrocarbons.  According  to  Ochsenius's 
theory,  magnesium  chloride  was  the  active  substance.  These 
suggestions  are  of  very  little  value,  for  the  reason  that  the  laboratory 
reactions  with  aluminum  chloride  are  effected  with  the  anhydrous 
salt  and  not  with  its  hydrolyzed  aqueous  solutions.  It  is  not  shown 
experimentally  that  the  latter  would  be  effective,  nor  does  aluminum 
chloride  occur  in  any  notable  quantity  in  natural  waters.^  A  more 
probable  function  of  the  salts,  according  to  R.  Zaloziecki,'  is  to  retard 
and  modify  the  decay  of  animal  matter  on  or  near  the  seashore,  and 
so  to  give  time  for  its  transformation  into  petroleum.  The  latter 
process  need  not  be  very  slow,  for  E.  Sickenberger*  has  shown  that 
in  small  bays  of  the  Red  Sea,  where  the  salioity  reaches  7.3  per  cent, 
petroleum  is  actually  forming  as  a  scum  upon  the  surface  of  the  water. 
Living  forms  are  abundant  in  these  bays,  and  their  remainj,  after 
death,  furnish  the  hydrocarbons.  The  latter  are  to  some  extent 
absorbed  into  the  pores  of  coral  reefs,  and  so  contribute  to  the  forma- 
tion of  bituminous  limestones.  A  still  earlier  pubhcation  by  O.  F. 
Fraas,^  contains  data  of  similar  purport.  Fraas  found  in  Egypt 
shells  filled  with  bitumen,  and  noticed  that  the  bituminous  beds  were 
rich  in  fossils,  while  the  nonbituminous  strata  were  poor.  In  the 
region  of  the  Dead  Sea,  also,  Fraas  noticed  that  bitumen  was  abundant 
in  beds  of  bacuUtes,  from  which  it  exudes  to  accumulate  upon  the 
shore.  In  this  connection  it  may  well  be  noted  that  the  brines  which 
are  so  often  associated  with  petroleum  have,  as  a  rule,  a  composition 
indicative  of  a  marine  origin,  and  do  not  resemble  solfataric  or  vol- 
canic waters.*  Furthermore,  Mendel6ef*s  objection  to  the  possibility 
of  forming  petroleum  at  the  bottom  of  the  sea — namely,  that  being 
lighter  than  water  it  would  float  away  and  be  dissipated — is  not  only 
negatived  by  Sickenberger's  observations,  but  also  by  the  well-known 
fact  that  mud  and  clay  are  capable  of  retaining  oily  matters  mechan- 
ically. The  littoral  sediments  probably  aid  in  the  process  of  petro- 
leum formation,  if  only  to  the  extent  of  retaining  the  fatty  substances 
from  which  the  oil  is  to  be  produced.  The  beds  of  sulphur  which  occur 
adjacent  to  some  oil  wells,  notably  in  Texas,  were  probably  formed 
by  the  reducing  action  of  organic  matter  upon  sulphates,  such  as 
gypsum,  a  mineral  which  is  often  associated  with  marine  deposits  and 
with  petroleum.  The  association  of  gas,  oil,  salt,  sulphur,  and  gyp- 
sum, which  some  writers  have  taken  as  evidence  of  former  volcanism, 

1 A  possible  exception  to  this  statement  is  dted  by  Ochsenlus  (Zeitschr.  Deatsch.  geol.  Oesell.,  vol.  48, 
1806,  p.  239),  who  mentions  a  water  containing,  in  its  solid  residue,  28.91  per  cent  of  AlClg.  This  water 
aooompanled  a  petroleum. 

s  Chem.  Zdtung,  vol.  15, 1891,  p.  1203. 

•Idem,  p.  1582. 

*  BuU.  Soc.  sd.  nat.  NeachAtel,  yoL  8, 1868,  p.  58.  See  also  F.  C.  Phillips,  Proc.  Am.  PhiL  Soc.,  vol.  36, 
1897,  p.  121,  on  petroleum  Inclosed  In  fossils. 

« The  waters  accompanying  the  naphtha  of  the  Orosny  district,  Russia,  as  analyzed  recently  by  K. 
Charltschkoft  (Chem.  Zeitung,  1907,  p.  295),  appear  to  be  exceptional.  In  these  sodium  carbonate  is  more 
abundant  than  the  chloride,  and  salts  of  ammonium  and  the  amines  are  also  present. 
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is  much  more  simply  interpreted,  both  chemically  and  geologically, 
as  due  to  the  decomposition  of  organic  matter  in  shallow,  highly  saline 
waters  near  the  margin  of  the  aea. 

The  derivation  of  petroleum  from  vegetable  remains  has  had  many 
advocates,  although  the  hypotheses  have  not  all  been  framed  on  the 
same  lines.  L.  Lesquereux,*  studying'  the  Devonian  oils  of  the  eastern 
United  States,  ai^ed  in  favor  of  their  derivation  from  cellular 
marine  plants,  especially  fucoids,  whose  remains  abound  in  the  petro- 
liferous formations.  Ligneous  or  fibrous  plants,  on  the  other  hand, 
yield  coal.  This  hypothesis  led  Vouga*  to  suggest  that  great  masses 
of  fucus,  like  those  of  the  Sargasso  Sea,  might  sink  to  the  bottom  of 
the  ocean,  and  there,  decomposing  under  pressure,  could  yield  petro- 
leum. Redwood'  states  that  the  salt  marshes  of  Sardinia  are  some- 
times covered  by  sheets  of  seaweed,  which  are  in  process  of  decompo- 
sition into  an  oily  substance  resembling  petroleum,  and  similar  occur- 
rences have  been  noted  on  the  coast  of  Sweden.  These  phenomena 
are  probably  not  exceptional,  and  deserve  a  more  precise  examination 
than  they  have  received  hitherto.  An  observation  by  W.  L.  Watts  * 
that  the  saline  waters  associated  with  petroleum  in  the  central  valley 
of  California  are  unusually  rich  in  iodine  appears  to  have  some  relation 
to  this  class  of  hypotheses.  Watts  connects  this  iodine  with  the 
familiar  content  of  iodine  in  seaweed,  and  regards  the  latter  as  a 
probable  source  of  this  particular  oil. 

Data  of  this  class  might  be  multiplied  almost  indefinitely.  For 
instance,  C  E.  Bertrand  and  B.  R^iault'  have  shown  that  Bedhead 
mineral,  torbanite,  and  kerosene  shale,  from  which  oils  are  distilled, 
are  derived  from  gelatinous  algae,  whose  remains  are  embedded  in 
what  was  once  a  brown,  humic  jelly.  This  observation  may  be  cor- 
related with  the  views  advanced  by  J.  S.  Newberry  ^  and  S.  F.  Peck- 
ham,^  who  r^ard  the  liquid  petroleums  as  natural  distillates  from 
carbonaceous  deposits,  which  latter  were  laid  down  at  depths  below 
the  horizons  where  the  oil  is  now  found.  The  heat  generated  during 
metamorphism  is  supposed  to  be  the  dynamic  agent  in  this  process, 
although  many  productive  regions  show  no  evidence  that  any  violent 
metamorphoses  have  ever  occurred.* 

» BuU.  Soc.  sd.  nat.  NeuchAtel,  vol.  7, 1866,  p.  234. 

>  See  dJacuasion  following  Lesquereax's  communication. 

s  Petroleum  and  Its  products,  2d  ed.,  vol.  1,  pp.  126, 142. 

« Bull.  California  State  Mining  Bur. ,  No.  19,  p.  202.  See  also  Bull.  No.  3  for  more  details.  In  Bull.  No.  16, 
1899,  A.  S.  Cooper  discusses  at  length  the  genesis  of  petroleum  and  asphalt  in  California.  Bulls.  Nos.  31  and 
32  also  relate  to  this  subject. 

ft  Compt.  Rend.,  vol.  117, 1893,  p.  593.  See  also  Bertrand,  Compt.  rend.  VIII.  Cong.  g6oL  intemat.,  1900, 
p.  4fi8.  According  to  £.  C.  Jeffrey  (Proc.  Am.  Acad.,  vol.  46, 1910,  p.  273),  the  supposed  gelatinous  algs 
are  the  spores  of  vascular  cryptogams. 

*  Geology  of  Ohio,  vol.  1, 1873,  p.  158.  See  also  an  earlier  paper  by  Newberry,  Rock  oils  of  Ohio,  in  Fogt- 
teenth  Ann.  Kept.  Ohio  State  Board  Agr.,  1859,  p.  605. 

T  Proc.  Am.  Philos:  Soc.,  vol.  10, 1868,  p.  445;  vol.  37, 1898,  p.  108. 

•  H.  Stremme  (Centralbl.  Min.,  Geol.  u.  Pal.,  1908,  p.  271 )  has  shown  that  the  polymerization  of  petrofeom 
may  itself  generate  heat. 
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In  1843  E.  W.  Binney  and  J.  H.  Talbot  *  reported  a  peculiar  occur- 
rence of  petroleum  permeating  a  peat  bog,  Down  Holland  Moss,  not 
far  from  Liverpool,  England.  The  origin  of  this  oil  was  obscure, 
but  was  attributed  by  the  authors  to  an  alteration  of  the  peat  itself, 
a  mode  of  genesis  which  later  writers  have  doubted.  J.  S.  New- 
berry,* however,  states  that  in  the  Bay  of  Marquette,  where  the  shore 
consists  of  peat  overlying  Archean  rocks,  bubbles  of  marsh  gas  arise, 
together  with  drops  which  cover  the  surface  of  the  water,  in  spots, 
with  an  oily  film.  The  following  investigations  seem  to  bear  upon 
the  problems  suggested  by  these  observations: 

In  1899  A.  F.  Stahl  *  and,  independently,  G.  Kramer  and  A.  Spil- 
ker^  called  attention  to  a  possible  derivation  of  petroleum  from 
diatoms,  which  abound  in  certain  bogs.  These  organisms,  accord- 
ing to  Kramer  and  Spilker,  contain  drops  of  oily  matter,  and  from 
diatomaceous  peat  a  waxy  substance,  resembling  ozokerite,  can  be 
extracted.*  The  theory,  based  upon  these  data,  is  briefly  as  fol- 
lows: A  lake  bed  becomes  filled  in  time  with  diatomaceous  accumu- 
lations, over  which  a  cover  of  other  growths  or  deposits  is  formed. 
By  decay  of  the  organic  substances,  ammonium  carbonate  is  pro- 
duced, which  hydrolyzes  the  wax,  and  from  the  resulting  acid  carbon 
dioxide,  carbon  monoxide,  and  water  are  gradually  eliminated. 
Ozokerite  is  thus  formed,  which,  at  moderate  temperatures  and  under 
pressure,  becomes  converted  into  liquid  petroleum.  With  higher 
temperatures  and  pressures,  in  presence  of  sulphur,  heavier  oils  and 
asphalt  may  be  generated.  In  support  of  this  hypothesis  the 
authors  describe  a  lake  bed,  near  Stettin,  which  is  about  23  feet 
thick  and  consists  chiefly  of  diatoms.  This  deposit  yields  a  wax  con- 
taining over  10  per  cent  of  sulphur,  and  from  it  a  hydrocarbon,  re- 
sembling the  lekene  from  ozokerite^  was  isolated. 

Kramer  and  Spilker's  views  have  not  met  with  very  general 
acceptance,  but  they  seem  to  contain  elements  of  value.  H.  Potom6*s 
hypotheses,*  for  example,  seem  to  be  a  broadening  of  Krftmer  and 
Spilker's.  This  writer  calls  attention  to  the  ''faulschlamm'*  or 
*'sapropel,''  a  slime,  rich  in  organic  matter,  which  is  formed  from 
gelatinous  algaa,  and  accumulates  at  the  bottom  of  stagnant  waters. 
Such  a  slime,  Potoni6  believes,  may  be  the  parent  substance  from 
which  bitumen,  by  a  process  of  decay,  was  probably  derived.  In  this 
connection,   and  with  reference  to  the  adequacy  of  the  proposed 

>  Published  In  Trans.  Manchester  Oeol.  Soc.,  vol.  8,  1868,  p.  41.  Curiously,  a  later  paper  by  Binney 
appears  earlier,  namely ,  in  vol.  8, 1860,  p.  0. 

»  Annals  New  York  Acad.  Sci.,  vol.  2, 1882,  p.  277. 

s  Chem.  Zdtung,  vol.  23, 1889,  p.  144.    Also  note  in  vol.  30, 1906,  p.  18. 

«  Ber.  Deutsch.  chem.  Qesell.,  vol.  32, 1899,  p.  2940;  vol.  35, 1902,  p.  1212.  Criticism  by  Engler  in  vol.  33, 
1900,  p.  7. 

ft  See  also  C.  E.  Guignet,  Compt.  Rend.,  vol.  91, 1880,  p.  888,  on  wax  from  peat. 

•  Natur.  Wochenschr.,  vol.  20, 1905,  p.  599. 
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source,  it  is  well  to  remember  the  enormous  accumulation  of  ''oozes/' 
namely,  the  radiolarian  and  globigerina  oozes,  on  the  bottom  of  the 
sea.  The  organic  matter  thus  indicated  is  certainly  abundant  enough, 
if  it  can  decay  under  proper  conditions,  to  form  more  hydrocarbons 
than  the  known  deposits  of  petroleum  now  contain.^ 

These  remarks  upon  the  oceanic  sediments  at  once  suggest  an  inter- 
mediate group  of  hypotheses,  which  assume  a  mixed  origin  for  petro- 
leum. Animal  matter  in  some  cases,  vegetable  matter  in  others,  or 
both  together,  are  supposed  to  be  the  initial  source  of  supply.  A. 
Jaccard/  for  example,  argues  that  the  liquid  oils  are  derived  from 
marine  plants,  while  the  viscous  or  solid  bitumens  may  originate 
from  mollusks,  radiates,  etc.  Some  oils,  again,  are  supposed  to  be  of 
mixed  origin,  and  it  would  seem  probable  that  the  last  class  is  the 
most  common.  Ideas  of  this  kind  have  repeatedly  been  enunciated 
with  reference  to  American  petroleums — ^that  of  Pennsylvania  being 
attributed  to  marine  vegetation,  that  of  California  to  animal  remains. 
The  American  literature  of  petroleum  is  rich  in  suggestions  of  this 
order.' 

It  has  long  been  known  that  some  petroleums  are  optically  active; 
that  is,  they  are  able  to  rotate  a  ray  of  polarized  light,  sometimes  to 
the  right  and  sometimes  to  the  left.  This,  according  to  P.  Walden,^ 
gives  us  an  important  datum  toward  determining  the  origin  of 
petroleum.  Only  the  oils  derived  from  organic  matter,  Walden 
asserts,  can  possess  this  property;  the  hydrocarbons  prepared  from 
inorganic  materials,  such  as  metallic  carbides,  being  optically  inert. 
The  oils  distilled  from  coal,  which  is  evidently  of  vegetable  origin, 
are  active;  and  petroleum,  which  has  the  same  peculiarity,  is  presum- 
ably formed  from  similar  materials.  The  activity  is  attributed  by 
some  writers  to  derivatives  of  cholesterin,  of  animal  origin,  or  else 

1  These  ooeanlo  Bedlnunttt  are  espedally  notioed  by  Engler  in  a  paper  read  before  the  petroleam  oongran 
In  1900  (Cong.  Intemat.  do  p^trole,  Paris,  1900,  p.  28).  In  A.  Beeby  Thompson's  monograph,  The  ofl  flelde 
of  Russia,  London,  1904,  pp.  86^87,  a  theoir  is  developed  to  aoooont  for  the  probable  HDnnation  of  bitumens 
on  the  sea  bottom.  •  Thompson  regards  fish  remains  as  an  important  sooroe  of  supply.  O.  P.  MlkhailovaU 
(Boll.  Com.  geol.  St.  Petenborg,  voL  25, 1906,  p.  319)  derives  the  Cancasian  petroleam  from  marine  sedl. 
ments.  C.  B.  Morrey  (Bull.  Geol.  Survey  Ohio  No.  1, 1908,  p.  313)  suggests  that  bacteria  have  been  the 
chief  agents  in  transforming  other  organic  matter  into  hydrocarbons. 

*  Edog.  Oeol.  Helvet.,  vol.  2, 1890,  p.  87.  See  aleo  Arch.  set.  phys.  nat.,  3d  ser.,  vol.  23, 1890,  p.  601;  voL 
24, 1890,  p.  106.   Jaocard  studied  espedally  the  bitumens  of  the  Jura. 

*  In  addition  to  the  memoirs  already  cited,  see  the  reports  of  the  Second  Geol.  Survey  Pennsylvania. 
Also  J.  A.  Bownocker,  Geol.  Survey  Ohio,  4th  ser..  Bull.  No.  1, 1903;  S.  8.  Oorby,  Sixteenth  Ann.  Rq>t. 
Indiana  Dept.  GeoL  and  Nat.  Hist,  1888;  W.  S.  BUtchley,  Idem,  Twenty-eighth  Ann.  Kept.,  1904;  E. 
Haworth,  Kansas  Univ.  OeoL  Survey,  voL  1, 1800,  p.  232;  H.  P.  H.  Brumell  GeoL  Survey  Canada,  new 
ser.,  Ann.  Kept.  5,  Q,  1893;  and  W  J  HcGee,  Eleventh  Ann.  Kept.  U.  S.  GeoL  Survey,  pt.  1, 1881,  p.  580. 
L.  Harperath  ( Bol.  Acad.  nac.  den.  Cdrdoba  (Argentina),  vol.  18, 1905,  p.  153)  has  published  a  long  memoir 
on  petroleum  and  salt.  L.  V.  Dalton  (Econ.  Geology,  vol.  4, 1900,  p.  003)  advocates  the  organic  origin  of 
petroleum. 

*  Chem.  Zeitung,  vol.  30, 1906,  pp.  391, 1156, 1168.  Walden  cites  many  examples  of  this  optical  activity. 
See  also  Engler,  idem,  p.  711. 
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to  its  vegetable  equivalent,  phytosterin.*  Apart  from  this  detail  the 
general  conclusions  are  exceedingly  important,  but  need  to  be  more 
thoroughly  tested  before  they  can  demand  universal  acceptance. 
The  presumption,  however,  is  strongly  in  their  favor. 

In  any  attempt  to  discover  the  genesis  of  petroleum  the  quantita- 
tive adequacy  of  the  proposed  sources  must  be  taken  into  account. 
In  such  an  inquiry  superficial  observations  are  deceptive,  for  one  is 
apt  to  overrate  the  visible  and  productive  accumulations  which  fur- 
nish the  oils  of  commerce.  These  seem  large,  but  they  are  relatively 
insignificant.  As  Orton^  has  said,  disseminated  petroleum  is  well- 
nigh  universal;  the  accumulations  are  rare.  In  certain  districts  the 
shales  and  limestones  are  generally  impregnated  with  traces  of  bitu- 
mens, which  seem  at  first  sight  to  be  insignificant,  but  which  really 
represent  enormous  quantities.  In  the  Mississippian  C' sub-Carbo- 
niferous") limestones  of  Kentucky  petroleum  is  generally  present. 
If  it  amounts  to  only  0.10  per  cent,  each  square  mile  of  rock,  with  a 
thickness  of  600  feet,  would  yield  about  2,500,000  barrels  of  oiL 
Even  more  striking  are  the  figures  given  by  T.  Sterry  Hunt,"  who 
estimates  that  in  the  limestone  of  Chicago,  with  a  thickness  of  35 
feet,  there  are  7,743,745  barrels  of  oil  to  each  square  mile  of  territory. 
Figures  like  these,  together  with  the  computations,  previously  cited, 
made  by  Szajnocha  relative  to  Galician  petroleum,  lead  to  the  con- 
viction that  the  formation  of  bitumens  is  a  general  process  and  by 
no  means  exceptional.  Wherever  sediments  are  laid  down,  inclosing 
either  animal  or  vegetable  matter,  there  bitumens  may  be  produced. 
The  presence  of  water,  preferably  salt,  the  exclusion  of  air,  and  the 
existence  of  an  impervious  protecting  stratum  of  clay  seem  to  be 
essential  conditions  toward  rendering  the  transformation  possible. 
Seaweeds,  mollusks,  crustaceans,  fishes,  and  even  microscopic  organ- 
isms of  many  kinds  may  contribute  material  to  the  change.  In  some 
cases  plants  may  predominate;  in  others  animal  remains;  and  the 
character  of  the  hydrocarbons  produced  is  likely  to  vary  accord- 
ingly, just  as  petroleum  varies  in  diJQPerent  fields.  In  one  region  we 
find  chiefly  parafiins,  in  another  naphthenes,  and  in  another  nitroge- 
nous or  sulphureted  oils.  Such  diJfferences  can  not  be  ignored,  and 
they  are  most  easily  explained  on  the  supposition  that  different 

1  See  H.  Rakofln,  Chan.  Zettimg,  voL  30, 1906,  p.  lOil;  Ber.  Beatsch.  ohem.  Ge8eU.,yol.  42, 1906,  pp. 
1211, 1610, 4675;  J.  Uaicaman,  Chem.  Zeitong,  vol.  31, 1907,  p.  410;  vol.  32, 1908,  pp.  377, 801;  R.  Albreoht, 
Inaug.  Dte.,  Eartarahe,  1907;  L.  Ubbelohde,  Ber.  Deutsch.  chem.  Oesell.,  vol.  42, 1909,  p.  3242;  vol.  43, 
1910,  p.  60a.  R.  Zatosieokl  and  H.  Elarleld  (Chem.  Zeitung,  vol.  31, 1907,  pp.  1166,  1170)  qaestion  the 
eholesterln  theory  and  favor  that  of  Potonld.  See  also  Zalociecki,  Compt.  rend.  Cong,  intemat.  p^trole, 
Bnoarest,  1010,  p.  718. 

>  First  Ann.  Rept.  GeoL  Survey  Ohio,  1890,  chapter  11;  Geol.  Survey  Kentucky,  Report  on  ocourrenca 
of  petroleum,  etc.,  1888-89. 

•  ChemSoal  and  geological  essays,  1875,  p.  16S. 
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materials  have  yielded  the  different  products.  On  this  class  of  prob- 
lems the  chemist^  the  geologist,  and  the  paleologist  must  work 
together.  Physics  also  is  entitled  to  be  heard;  for,  as  D.  T.  Day* 
has  shown,  petroleum,  by  simple  filtration  through  fuller's  earth,  can 
be  separated  into  fractions  which  differ  in  density  and  viscosity  and 
are  therefore  of  different  composition.  Such  a  filtration,  or,  more 
precisely,  diffusion,  must  take  place  in  nature  wherever  migrating 
hydrocarbons  traverse  permeable   strata. 

By  whatever  class  of  reactions  petroleum  is  g«i«rated,  it  doubtless 
appears  first  in  a  state  of  dissemination.  How  does  it  become  con- 
centrated i  This  question  does  not  fall  within  the  domain  of  chem- 
istry, and  can  not  be  properly  discussed  here.*  ProbaMy  circulating 
waters  have  much  to  do  with  the  process,  but  whatever  that  may  b€ 
the  laws  governing  the  motion  of  liquids  must  inevitably  rul«.  The 
oils  must  gather  in  proper  channels,  moved  by  gravitation,  or  by 
hydrostatic  pressure  of  waters  behind  or  below  them,  or  by  the  pres- 
sure of  dissolved  and  compressed  gases,  and  they  accumulate  in 
porous  rocks  or  cavities  under  layers  of  impervious  material.  When 
the  latter  are  lacking,  or  when  the  hydrocarbons  enter  large  areas  of 
porous  rocks,  they  may  be  either  evaporated  or  rediffused.  Pfessure, 
temperature,  viscosity,  and  the  character  of  the  surrounding  rocks 
must  AH  be  taken  into  account,  and  each  productive  area  needs  to  be 
studied  independently  with  reference  to  its  local  conditions. 

In  conclusion,  I  may  be  allowed  to  suggest  that  nearly  all  of  the 
proposed  theories  to  account  for  the  origin  of  petroleum  embody 
some  elements  of  truth.  Sokoloff 's  cosmic  hypothesis  is  sustained  by 
the  fact  that  hydrocarbons  are  found  in  meteorites.  The  volcanic 
hypothesis  is  sustained  by  the  fact  that  hydrocarbons  occur  among 
volcanic  emanations.  The  organic  origin  of  petroleum,  however, 
seems  to  be  best  supported  by  the  geologic  relations  of  the  hydrocar- 
bons, which  are  found  in  large  quantities  only  in  rocks  of  sedimentary 
character.  Any  organic  substance  which  becomes  inclosed  within 
the  sediments  may  be  a  source  of  petroleum,  and  when  the  latter 
happens  to  be  rich  in  nitrogen,  animal  matter  was  probably  the 
initial  material.  There  is  no  evidence  to  show  that  any  importmit 
oil  field  derived  its  hydrocarbons  from  inorganic  sources.' 

1  Cong,  internat.  p6trole,  Paris,  1900,  p.  53.  See  also  J.  £.  Oilpin  and  O.  E.  Bnuuky,  Am.  Chem.  Jour., 
vol.  44, 1010,  p.  251.  These  authors  show  that  fuller's  earth  exerts  a  selective  a^Moiption  for  unsaturated 
hydrocarbons  and  organic  sulphides. 

*  For  a  discussion  of  this  problem,  see  H.  H5fer,  Das  Erdfil,  1906,  p.  223.  Also  O.  I.  Adams,  Trans.  Am. 
Inst.  Min.  Eng.,  vol.  38, 1903, p.  340;  and D.  T.  Day,  idem,  p.  1063.  Orton's  reports,  previously  cited,  con- 
tain hnportant  contributions  on  this  theme. 

>  The  controversies  relative  to  the  genesis  of  petroleum  have  created  a  voluminous  literature,  of  which 
only  the  main  points  have  been  considered  here.  For  an  excellent  summary  of  the  subject,  see  Engler  and 
Hdfer's  great  treatise  Pas  ErdGl,  vol.  2,  Leipzig,  1909,  pp.  50-142. 
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CHAPTER  XVIL 
COAL. 

ORIGIN    OF    COAIi. 

Although  doubts  may  exist  as  to  the  origin  of  petroleum,  there  are 
none  whatever  as  to  the  essential  origin  of  coal.  It  is  obviously  de- 
rived fron^  vegetable  matter,  by  a  series  of  changes  which  are  plainly 
traceable,  even  though  their  mechanism  is  not  fully  understood. 
Vegetation,  peat,  lignite,  soft  coal,  anthracite,  and  some  graphitic 
minerals  form  a  series  of  substances  which  grade  one  into  another  in 
an  unbroken  line,  reaching  from  complex  oi^anic,  oxidized  com- 
pounds at  one  end  to  nearly  but  not  quite  pure  carbon  at  the  other. 
All  these  bodies,  except  perhaps  the  last,  are  indefinite  mixtures 
which  vary  in  composition,  and  it  is  therefore  impracticable  to  write 
chemical  equations  that  shall  properly  represent  their  transforma- 
tions. Such  equations,  to  be  sure,  have  been  suggested  and  written^ 
but  they  embody  fallacies  which  are  easily  exposed.  They  start 
from  the  assumption  that  the  principal  initial  compound  contained 
in  vegetation  is  cellulose,  a  definite  carbohydrate  of  the  formula 
QHioOg,  which  gradually  loses  carbon  dioxide,  marsh  gas,  and  water, 
and  so  yields  the  series  of  products  represented  by  the  different  kinds 
of  coal.'  This  assumption,  like  most  other  assumptions  of  its  class,  is 
partly  true  and  partly  false.  Cellulose  is  an  important  constituent 
of  vegetable  matter,  but  it  stands  by  no  means  alone.  When  it 
decays,  it  loses  the  substances  named  above  and  it  also  undergoes 
other  changes  which  are  difficult  to  measure.  In  every  swamp  or 
peat  bog  the  waters  are  charged,  more  or  less  heavily,  with  soluble 
organic  matter  of  which  the  written  reactions  tako  no  account.  This 
soluble  matter  is  found  in  the  waters  of  all  bogs  and  streams,  and  it 
is  just  as  much  a  factor  in  the  real  reactions  as  are  the  gaseous  prod- 
ucts or  the  solid  carbonaceous  residues. 

If,  instead  of  the  composition  of  cellulose,  we  begin  with  the  com- 
position of  wood,  we  shall  have  a  better  starting  point  for  our  series 
of  derivatives.    Wood  or  woody  fiber  is  by  no  means  the  only  sub- 

1  The  formula  CeHioOft  represents  only  the  empirical  composition  of  cellulose,  and  not  its  true  molecular 
weight.  According  to  A.  Nastukol!  (Ber.  Deutsch.  chem.  Qesell.,  vol.  33, 1900,  p.  2237),  the  true  formula 
is  probably  40C«Hio06.  or  CmoHmoOmo.  This  may  be  an  exaggeration,  but  the  molecular  weight  of  cellulose 
is  certainly  high.  For  an  attempt  to  write  chemical  equations  representing  coal  fonnatton,  see  J.  F.  Holl- 
jDann,  Beitr.  Qeophys.,  vol.  7, 1905,  p.  327. 
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stance  to  be  considered,  but  it  is  the  most  important  one,  and  its 
ultimate  composition  has  been  well  determined.  Its  proximate  com- 
position is  not  so  clearly  known,  but  certain  available  facts  are  per- 
tinent to  the  present  discussion.  It  contains  cellulose,  CeH^oOs,  and 
a  substance  known  as  lignone,  lignin,  or  lignocellulose,  in  about 
equal  proportions,  together  with  other  minor  organic  constituents, 
such  as  gums  and  resins,^  and  some  inorganic  matter  which  forms  its 
ash.  To  lignocellulose,  according  to  Cross  and  Bevan,*  the  formula 
CuHigOg  may  be  assigned;  and  it  is  best  represented  by  jute  fiber, 
which  consists  almost  wholly  of  this  substance. 

If  now,  we  compare  the  percentage  composition  of  cellulose,  ligno- 
cellulose, and  wood,  we  shall  see  how  unsafe  it  is  to  write  equations 
intended  to  show  the  derivation  of  coal  upon  the  basis  of  either  defi- 
nite compound  alone.    The  data  are  as  follows: 

Composition  of  cellulose j  lignocellulose^  and  wood. 

A.  The  compositiOD  of  cellulose,  calculated  from  its  formula. 

B.  Theoompofiition  of  lignocellulose,  slxnllarly  computed. 

C.  The  average  composltioii  of  twenty-four  woods,  analyzed  by  Petersen  and  ScbMler,  Liebig's  Aanft- 
len,  vol.  17, 1836,  p.  139.    Samples  dried  and  finely  powdered. 

D.  Average  of  thirty-six  analyses  of  five  different  woods,  by  E.  Chevandier,  Annales  chim.  phys.,  3d 
ser.,  vol.  10, 1844,  p.  129.    Samples  dried  in  vacuo  at  140". 

E .  Averageof  eightanalyses  of  woods  by  W.  Baer,  Jahresber.  Chemie,  1847-48,  p.  1112.  Ash  from  0.53  to 
3.03  per  cent.' 

F.  Average  of  seven  Danish  woods,  analyzed  by  £.  Gottlieb,  Jour.  Chem.  Soc,  vol.  46^  1884,  p.  477 
(abstract).    Dried  at  116*. 

O.  Average  composition  of  five  acrogen  plants,  of  the  genera  Xyeopodtum,  Bfuiutwn^  AtpUium,  and 
CyaiUa,  by  O.  W.  Hawes,  Am.  Jour.  Scl.,  3d  ser.,  vol.  7, 1874,  p.  BSb.  In  Bfuiutum  the  ash  nun  as  high 
as  11.82  per  cent. 


A 

B 

c 

D 

E 

F 

G 

c 

44.43 

6.22 

49.35 

47.06 

5.89 

47.05 

49.31 

6.29 

44.40 

51.21 

6.24 
42.55 

48.16 

6.10 

44.74 

49.76 

6.14 

44.10 

48  83 

H 

6  37 

0 

44  80 

100.00 

100.00 

100.00 

100.00 

100.00 

100.00 

100.00 

All  of  these  analyses  are  recalculated  to  an  aah-free  basis.  In  the 
table,  for  uniformity,  the  nitrogen  is  added  to  the  oxygen.  Chevan- 
dier found,  in  mean,  1.10  per  cent  of  nitrogen  in  his  woods,  but  Grott- 
lieb  obtained  only  0.04  to  0.10.  In  Hawes's  analysis  the  nitrogen 
ranged  from  1.21  to  2.17  per  cent.  The  differences  between  the  wood 
analyses  are  principally  due  to  differences  in  drjdng. 

From  these  figures  we  see  that  cellulose  contams  about  5  per  cent 
more  oxygen  than  carbon,  while  in  wood  the  reverse  statement  is  very 
nearly  true.  Even  lignocellulose  contains  less  carbon  than  is  actually 
found  in  wood.  The  figures  for  wood  given  in  column  F  approximate 
very  nearly  to  the  formula  CeH^O^,  and  that  expression  might  be 

1  See  M.  Singer,  Monatsh.  Chemie,  vol.  3,  1882,  p.  3B6,  on  the  subordinate  oonstitoents  of  wood.    The 
subject  is  one  which  can  not  be  properly  developed  here. 
*  Jour.  Chem.  Soo.,  vol.  66, 1889,  p.  190. 
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tued  were  wood  a  definite  substance.  Its  emfdoyment,  howeyer,  is 
m<Nre  likely  to  cause  misapprefaensioii  than  to  aid  in  the  elucidaiion  of 
problems.  At  best,  it  can  only  be  taken  as  a  convenient  collocation 
of  symbols,  more  easily  borne  in  mind  than  the  actual  percentages. 

It  is  generally  admitted,  I  think,  by  all  competent  investigators, 
that  coal  originated  from  vegetation  which  grew  in  swampy  or 
marshy  places.  As  the  vegetation  died  it  underwent  a  partial  decay 
and  was  buried  under  succesive  layers,  either  of  matter  like  itself,  or 
else  of  sediments  such  as  clay.  In  that  way  it  was  protected  from 
complete  atmosj^ric  oxidation,  and  at  the  same  time  subjected  to 
fermentative  heat  and  to  a  gradually  increasing  pressure.  The  vege- 
tation was  doubtless  of  many  kind»— trees,  ferns,  grasses,  sedges, 
mosses,  etc. — and  these  all  contributed  variously  to  the  formation  of 
the  future  coal.  Trees  standing  erect  within  a  bed  of  coal,  their 
roots  still  remaining  embedded  in  an  xuiderlying  stratum  of  day,  tell 
.a  part  of  the  story.  Fossil  ferns  and  even  the  remains  of  micro- 
organisms also  add  their  testimony  to  what  has  occurred.  In  some 
cases  beds  of  lignite  represent  submerged  forests;  and  in  others,  as 
shown  by  many  geologists,  the  cod  was  probably  formed,  not  from 
vegetation  in  place,  but  from  drifted  materials,  a  condition,  however, 
which  does  not  affect  the  chemistry  of  the  carbonizing  process.  The 
slow  decay  of  the  buried  substances  is  the  essential  thing  for  the 
chemist  to  consider.  With  the  vegetable  matter  some  animal  remains 
were  undoubedly  commingled,  helping  to  increase  the  nitrogen 
content  of  the  coal;  and  the  ash  of  the  latter  was  augmented  by  more 
or  less  inorganic  sediment,  derived  from  the  wash  of  the  land  in  times 
of  flood.  Certain  coals  and  carbonaceous  rocks,  such  as  cannel, 
Boghead,  oil  shale,  etc.,  are  attributed  by  H.  Potonii*  to  the  decom- 
position of  "sapropel,"  a  sort  of  slime  made  up  largely  of  gelatinous 
algse,  mixed  with  some  animal  remains.  This  view  has  received 
much  acceptance,  but  E.  C.  Jeffrey  *  has  shown  that  in  some  cases  at 
least  the  supposed  fossil  algae  are  really  the  spores  of  vascular  cryp- 
togams. 

A  moment's  consideration  will  suffice  to  show  that  the  process  of 
decay  could  not  have  been  uniform.  The  softer  plant  tissues  decom- 
pose most  rapidly;  the  more  compact  ligneous  masses  endure  much 
longer.  Even  the  trunks  of  trees  must  exhibit  similar  variations, 
for  woods  differ  in  hardness  and  compactness,  and  the  resinous  vari- 
eties will  rot  the  slowest  of  all.  The  resins  themselves  show  the 
minimum  of  change,  and  where  they  were  most  abimdant  their  fossil 
remnants  are  found.  Amber,  fossfl  copal,  the  waxes  found  in  peat 
bogs,  and  a  multitude  of  similar  substances  have  been  thus  preserved. 

>  Die  EnstehuBg  der  Steinkohle,  Beilin,  1010.  See  abo  eltBtion  tn  tlie  preceding  chapter,  and  the  refer* 
ences  to  the  work  of  Bertrand  and  Renault.  Abo  H.  Stremme,  Monatsber.  Dentsch.  geol.  GeseU..  vol.  60, 
1907,  p.  153. 

*  Froc.  Am.  Acad.,  vol.  46, 1010,  p.  373. 
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In  lignite  and  bituminous  coal,  abrogations  and  often  large  masses 
of  resinous  bodies  not  infrequently  occur,  and,  in  a  disseminated 
form,  unrecognizable  by  the  eye,  they  must  be  almost  invariably 
present.  Their  quantity,  of  cotirse,  would  depend  upon  the  exact 
character  of  the  vegetation  from  which  a  given  coal  bed  was  formed. 
The  nature  and  distribution  of  the  fossil  resins  deserve  much  more 
careful  study  than  they  have  yet  received.  Much  rarer  than  the 
resins  are  the  salts  of  organic  acids,  which  are  sometimes  foimd  in 
coal,  especially  in  lignite.  Three  of  these  are  well-defined  species, 
namely,  whewellite,  calcium  oxalate;  humboldtine,  ferrous  oxalate; 
and  mellite,  the  aluminum  salt  of  mellitic  acid,  AlCfi^.QHfi.  Com- 
pounds of  this  class  are  significant  in  showing  the  range  and  variety 
of  the  reactions  which  take  part  in  the  formation  of  coal.  Oxalic 
acid  is  easily  formed  from  cellulose,  and  it  is  therefore  surprising  that 
its  salts  are  not  more  frequently  discovered  in  peat  or  coal.  The 
soluble  oxalates,  of  course,  would  be  leached  away;  but  calcium 
oxalate  is  insoluble  and  ought  to  be  more  common. 

PEAT. 

The  first  stage  in  the  development  of  coal  from  vegetable  matter 
seems  to  be  represented,  at  least  approximately,  by  the  formation  of 
peat.  The  process,  as  observed,  has  already  been  outlined.  Mosses, 
grasses,  and  other  plants — any  plants,  in  fact,  which  can  thrive  in 
marshes — grow,  die,  and  are  buried,  layer  after  layer.  On  the  sur- 
face of  a  bog  we  see  the  growing  plants;  a  Httle  below  the  surface, 
their  recognizable  remains;  still  deeper,  we  find  a  black,  semigelati- 
nous  substance  from  which  the  vegetable  structure  has  lai^ely  dis- 
appeared.^ This  substance,  saturated  with  moisture,  is  peat;  dried, 
it  becomes  a  valuable  fuel. 

Many  analyses  of  peat  have  been  made,  and,  as  might  be  expected, 
they  vary  widely.  The  following  series  by  J.  Websky'  is  especially 
suggestive.  The  samples  were  dried  at  100^,  and  the  analyses  calcu- 
lated on  an  ash-free  basis. 

Analjf9e$  of  sphagnum  and  peat. 


A.  Sphagntun,  the  chief  plant  of  the  peat  bogs. 

B.  Light  peat,  near  flmrfaoe. 

C.  Light  peat. 


D.  Moderately  light  peat. 

E,  F.  Black  peat. 

0.  Heavy  brown  peat. 


A 

B 

c 

D 

E 

F 

O 

c 

49.88 
6.64 

42.42 
1.16 

60.33 
6.99 

42.63 
1.05 

60.86 

6.80 

42.57 

.77 

59.71 
5.27 

32.07 
2.95 

59.70 
6.70 

33.04 
1.66 

59.71 
5.27 

32.07 
2.95 

e2.54 

H 

6.81 

0 

29.24 

N 

L41 

100.00 

100.00 

100.00 

100.00 

100.00 

100.00 

100.00 

1  On  the  rapidity  of  formation  of  peat,  see  a  sommaiy  by  O.  II.  Aahley,  Soon.  Oeology,  vol.  2, 1007,  p.  34. 
>  Jour,  prakt.  Chamie,  TOL  (IS,  1864»  P- OS- 
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The  progressive  increase  in  carbon  in  passing  from  sphagnum  to 
heavy  peat  is  clearly  shown. 
A  few  other  analyses  of  peat  may  be  profitably  cited,  as  follows:^ 

Analyses  of  peat, 

A.  From  Th^,  Fianoe.    Analysis  by  Marsllly,  AmialeB  des  mines,  5th  ser.,  vol.  12,  p.  406.    Dried  24 
hcrara  in  vacuo. 

B.  From  Cunon,  France.   Also  by  MantUy,  who  gives  seven  analyses  in  all.    Dried  24  hours  in  vacuo. 

C.  From  *  'HOr  in  Schonen."   Analysis  by  O.  Jaoobsen,  Liebig's  Annalen,  vol.  157, 1871,  p.  240.    Dried 
at  100*. 

D.  From  a  lake  in  Cashmere.    Analysis  by  C.  Tookey.    See  Peroy's  Metallurgy,  vol.  1, 1875,  p.  200. 
£.  Average  of  ten  analyses  cited  by  Roth,  AUgem.  chem.  Oool.,  vol.  2,  p.  642. 


A 

B 

0 

D 

S 

c 

50.67 
6.76 

34.95 
1.92 
6.70 

46.11 
5.99 

35.87 
2.63 
9.40 

51.38 
6.49 

35.43 
1.68 
5.02 

37.15 
4.08 

23.48 
2.02 

33.27 

51.97 

H 

6.05 

0 

34.02 

N 

1.34 

A«h 

6.61 

100.00 

100.00 

100.00 

100.00 

100.00 

Reduced  to  an  ash-free  basis;  in  order  to  compare  the  organic  mat- 
ter with  that  of  wood,  the  analyses  assume  the  following  form: 

Analyses  of  peat  reduced  to  ash-free  basis. 


A 

B 

c 

D 

E 

0 

54.31 
6.18 

37.46 
2.05 

50.89 
6.61 

39.58 
2.92 

54.10 
6.83 

37.30 
1.77 

55.67 
6.11 

35.19 
3.03 

55.65 

H 

6.48 

0 

36.43 

N 

1.44 

100.00 

100.00 

100.00 

100.00 

100.00 

As  compared  with  the  data  already  given  for  wood,  these  figures 
show  an  increase  in  carbon,  a  decrease  in  oxygen,  and  a  notable  en- 
richment in  nitrogen.  The  last  gain  may  be  partly  from  animal 
matter. 

The  nature  of  the  changes  which  have  taken  place  in  the  transfor- 
mation of  vegetable  matter  into  peat  are  partly  understood.  When 
ligneous  fiber  decayB  it  yields  an  amorphous  mixture  of  substances 
which  are  known  as  the  humus  acids,  humic,  ulmic,  crenic,  and  apo- 
crenic  acids  being  specific  names.     These  acids  are  very  ill-defined 

I  For  still  other  analyses,  see  Roth  and  Peroy,  as  cited,  and  vol.  1  of  Groves  and  Thorp's  Chemical  tech- 
nology, pp.  14-20.  In  the  latter  work,  p.  16,  will  be  found  27  analyses  of  peat  ashes,  by  Kane  and  Sullivan. 
Petersen  and  Neasler  (Neues  Jahrb.,  18S1,  p.  82)  give  17  ultimate  analyses  of  German  peat,  with  separate 
analyses  of  the  ash.  In  a  paper  by  H.  B.  Kflmmel  (Econ.  Geology,  vol.  2, 1907,  p.  24),  there  are  many 
technical  analyses  of  New  Jersey  peat,  with  calorimetrlc  data.  On  the  mechanism  of  peat  formation,  see 
N.  S.  Shaler,  Sixteenth  Ann.  Rept.  U.  8.  Geol.  Survey,  pt.  4, 1896,  p.  305.  An  Important  general  paper  on 
peat,  its  rate  of  growth,  its  resins,  etc.,  by  R.  Angus  Smith,  is  given  in  Mem.  Lit.  Phil.  Soc.  Manchester, 
1S76,  p.  281.  See  also  T.  R.  Jones,  Proc.  Geologists'  Assoc.,  vol.  6, 1880,  p.  207,  and  C.  A.  Davis,  Rept.  State 
Board  Geol.  Survey  Michigan,  1906,  p.  97  and  Eoon.  Geology,  vol.  6, 1910,  p.  37. 
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bodies,  and  Tarious  fonnuke  have  been  assigned  to  them,  but  none 
can  be  said  to  be  established.  The  acids  dissolve  in  alkaline  solu- 
tions, and  so  are  partly  washed  away;  but  the  salts  formed  with  lime 
and  iron  probably  remain,  being  insoluble,  behind.  The  ash  of  peat 
is  commonly  rich  in  lime,  not  as  carbonate,  and  also  in  iron,  the  latter 
appearing  often  in  large  beds  of  bog  ore.  The  formation  of  the 
humus  acids  appears  to  take  place  by  a  fermentative  process,  which 
eliminates  some  carbon,  hydrogen,  and  oxygen  in  the  form  of  carbon 
dioxide,  marsh  gas,  and  water;  and  micro-organisms  play  some  part 
in  producing  the  changes  observed.  On  this  point,  however,  there 
is  some  doubt,  FrQh  and  Schrdter/  for  example,  regarding  the 
microbian  influence  as  veiy  small. 

Broadly  speaking,  with  temporary  disregard  of  minor  constitu- 
ents, a  "bed  of  peat  may  be  said  to  consist  of  water,  inoiganic  matter, 
vegetable  fiber,  and  humus.  From  this  point  of  view  H.  Bomtrfiger' 
has  made  analyses  of  peat,  finding  in  the  black  varieties  from  25  to 
60  per  cent  of  the  humic  substance,  with  30  to  60  of  fiber.  Two  of 
his  analyses  are  as  follows: 

Andlifies  of  peat  (Bomtrllffer). 


A.  Light-oolored  pest,  Hannover.    Mean  of  two  anal  jws. 

B.  Black  peat,  Oldenburg. 

A 

B 

Water 

29.50 

3.05 

54.95 

12,50 

20.0 

AiiK. 

3.0 

Fiber ..  .       . 

47.0 

Humucp  flridB r ,   ... 

30.0 

100.00 

100.0 

In  the  light-colored  peat  evidently  the  changes  have  not  gone  so 
far  as  in  the  other. 

In  some  peat  beds  isolated  masses  of  humic  substance  are  found,  to 
which  the  mineralogical  name  dopplerite  has  been  given.'  According 
to  F.  O.  Kaufmann,^  this  substance  is  identical  with  the  part  of  peat 
which  dissolves  in  caustic  alkali  solutions,  and  he  therefore  regards 
peat  as  a  mixture  of  dopplerite  with  partly  decomposed  vegetable 
matter.  He  gives  analyses  by  Mtihlbeig  of  dopplerite  from  the  peat 
of  Obbiirgen,  Canton  Unterwalden,  Switzerland,  which,  in  mean,  are 
as  follows: 

1  Die  Moore  der  Schweft,  Bern,  1904,  a  superb  qnarto  monograph  issaed  by  the  Swlas  Geological  Gom- 
minion.  See  espedaOy  chapter  3,  on  peat.  The  volume  contalna  a  blbHography  of  280  titles.  On  the 
microbian  side  of  the  question,  see  B.  Renault,  Compt.  Rend.,  ycH,  127, 1898,  p.  825. 

•  Zeltachr.  anal.  Chemie,  vol.  39, 1900,  p.  004;  vol.  40, 1901,  p.  639. 

•  See  iHma,  System  of  mineralogy,  0th  ed.,  p.  1014.  For  additional  data  on  dopplerite,  see  C.  aaesson, 
Chem.  Zeltong,  vol.  22, 1896,  p.  523,  and  W.  Alexejeff,  Zdtschr.  K^yst.  MIn.,  vol.  20, 1902,  p.  187. 

«  Jahrb.  K.-k.  geol.  ReiohBanstalt,  vd.  15, 1886,  p.  288. 
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Average  composition  of  doppleriu. 

0 56.46 

H 6.48 

0+N 38.06 

100.00 

The  organic  portion  of  dopplerite  from  the  original  locality  at 
Aussee,  Styria,  gave  W.  Demel*  nearly  identical  results,  and  he  as- 
signs to  the  substance  the  formula  Ci2^uO^'  Its  actual  occurrence  in 
peat,  however,  is  thought  by  Demel  to  be  as  a  lime  salt  and  not  as  the 
free  organic  acid. 

Peat  also  contains  some  ill-defined  resinous  substances,  which  are 
extractable  by  solution  in  hot  ether  or  alcohol.  In  O.  Jacobsen's 
experiments'  their  quantity  ran  from  2.5  to  3.26  per  cent.  A  crystal- 
line hydrocarbon,  fichteiite,  is  sometimes  found  in  the  buried  conifer- 
ous woods  of  peat  beds.  It  appears  to  have  been  derived  from  the 
terpenes  of  the  wood,  but  its  exact  nature  is  uncertain.'  C.  Hell 
assigned  it  the  formula  CgoH^,  and  L.  Spiegel  has  argued  in  favor 
of  CjgHjo.*  The  possible  derivation  of  petroleum-Uke  hydrocarbons 
from  peat  was  discussed  in  the  preceding  chapter. 

In  its  youngest  forms  peat  is  loosely  compacted,  but  as  it  accumu- 
lates the  under  portions  become  compressed,  and  what  was  once  a 
foot  thick  may  shrink  to  3  inches.^  In  various  locaUties  peat  beds 
have  been  found  buried  beneath  sediments  or  drift.  Dawson*  men- 
tions peat  underlying  bowlder  clay  in  Cape  Breton  Island,  and  beds 
covered  by  drift  have  been  reported  in  lowa.^  In  all  probability 
these  occurrences  are  not  exceptional,  and  the  pressure  developed  by 
the  covering  material  doubtless  aids  in  the  transformation  of  peat 
into  coal.' 

UGXITE. 

Under  the  names  lignite  and  brown  coal  a  number  of  substances 
are  comprised,  which  He  between  peat  on  one  side  and  bituminous 
coal  on  the  other.  The  names  are  conventional  and  not  always 
appropriate,  for  some  lignites  are  not  ligniform,  and  others  are  not 

1  Ber.  Deatsch.  chem.  Oeaell.,  toI.  15, 1882,  p.  2961. 

t  lieUg's  Annalen,  toL  157, 1871,  p.  240.    See  a]ao  Mulder,  idem,  toL  32, 1839,  p.  306. 

B  On  flchtellte,  see  T.  E.  Clark,  Lleblg's  Annaton,  vol.  103,  1857,  p.  236;  C.  Hell,  Ber.  Deutsch.  chem. 
Qesett.,  vol.  22, 1889,  p.  496;  E.  Bamberger,  Idem,  p.  635,  and  L.  Spiegel,  idem,  p.  3360.  Also  M.  Schoster, 
Mln.  pet.  Mitt,  Tol.  7, 1886,  p.  88. 

« Reduced  to  simpler,  oomperable  terms,  these  fbrmuls  become,  respectively,  CiftHn  and  CirHk.  The 
difference  is  slight. 

»  See  G.  H.  Ashlsy,  Eeon.  Geology,  vol.  2, 1907,  p.  34. 

•  Acadian  geology,  2d  ed.,  p.  68. 

f  See  T.  H.  MaoBride,  Proc  Iowa  Acad.,  voL  4, 1807,  p.  63;  and  T.  E.  Savage,  Idem,  vol.  11, 1903,  p.  103. 

•  On  American  peats,  see  H.  Ries,  Fifty-flfth  Ann.  Rept.  New  York  State  Mus.,  1903,  p.  r55;  A.  L. 
Parsons,  idem,  Fifty-seventh  Ann.  Rept.,  vol.  1,  1905,  p.  16.  Parsons  cites  many  analyses.  In  Ann. 
Rept  State  Geotoglst  New  Jersey,  1906,  p.  223,  W.  £.  McCourt  and  C.  W.  Parmelee  describe  peat  deposits 
and  give  a  bibliography  of  the  subject  See  also  R.  Chalmers,  Mln.  Res.  Canada,  1904,  BulL  on  Peat,  for 
Canadian  data.  A  partial  bibliography  of  peat  is  given  by  J.  A.  Holmes  in  BulL  U.  S.  GeoL  Survey  No. 
290, 1906,  pp.  11-15. 
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brown,  but  black.  Geologically,  they  are  modem  coals,  Tertiary  and 
Mesozoic,  and  their  composition  bears  some  relation  to  their  age. 
The  most  recent  approach  peat;  the  oldest  are  nearer  the  true 
coals.  This  is  a  general,  not  an  absolute  relation,  for  in  some  cases 
lignites  have  been  transformed  into  apparently  bituminous  coals,  or 
even,  by  metamorphic  action,  into  anthracitic  varieties.^  In  many 
instances  fossil  charcoals  have  been  observed,  resembling  ordinary 
charcoal;  and  these  owe  their  peculiarities,  perhaps,  to  forest  fires, 
produced  either  by  lightning  or  by  eruptions  of  igneous  rocks.* 

Among  the  lignites  several  distinct  varieties  exist,  which  have 
received  characteristic  names,  as  follows: 

1.  True  or  xyloid  lignite.  This  is  essentially  fossil  wood  in  which 
the  ligneous  structure  is  more  or  less  perfectly  preserved. 

2.  Earthy  brown  coal.  This  variety  is  earthy  in  structure,  as  its 
name  indicates,  and  it  is  often  accompanied  by  mineral  resins  or 
fossil  hydrocarbons. 

3.  Common  brown  coal.  The  common,  compact  form  of  lignite, 
and  the  one  best  known  as  a  fuel. 

4.  Pitch  coal,  a  compact  variety,  so  named  for  its  peculiar  luster. 

5.  Glance  coal.  A  hard  and  very  compact  form  of  lignite,  most 
nearly  resembling  the  Carboniferous  coals. 

6.  Jet.  A  very  hard  variety,  probably  derived  from  the  fossiliza- 
tion  of  coniferous  wood.'  Used  for  jewelry  and  other  ornamental 
purposes. 

As  might  be  supposed,  the  lignites  exhibit  a  wide  range  of  variation 
in  their  composition.  The  following  analyses,  selected  from  a  table 
in  Percy's  Metallurgy,*  show  this  fact  clearly.  They  have  been  recal- 
culated upon  an  ash-free,  water-free  basis. 

Analyses  of  foreign  lignitea. 

A.  From  Teodits,  Germany.    Analysis  by  Wa|;nar. 

B.  From  Sardinia.    Analyst  not  named. 

C.  From  SchOnfeld,  Bohemia.    Analysis  by  Nendtwlch. 

D.  From  European  Turkey.    Analyied  by  W.  J.  Ward  in  Percy's  laboratocy. 

E.  From  Sardinia.    Analysed  by  C.  Tookey,  in  Percy's  laboratory. 


A 

B 

c 

D 

B 

c 

67.02 

5.94 

37.04 

63.71 

6.06 

31.24 

69.82 

6.90 

24.28 

76.08 

6.44 

19.48 

82.26 

H        

6.62 

O+N 

11.22 

100.00 

100.00 

100.00 

100.00 

100.00 

1  These  transforauitions  have  been  doubted  by  Donath,  whose  work  is  dted  later. 

>  See,  for  example,  A.  Daubrfe,  Compt.  Rend.,  vol.  10,  1844,  p.  126,  on  "mineral  charcoal"  from  the 
SaarbrQcken  coal  field. 

*  See  P.  E.  Splelmann,  Chem.  News,  voL  04, 1006,  p.  281;  voL  07, 1006,  p.  181.  For  an  analysis  of  Spanish 
Jet  see  J.  B.  Boussingault,  Annates  chim.  phys.,  5th  ser.,  vol.  20, 1883,  p.  882.  The  latter  memoir  contains 
many  other  analyses  of  fossil  combustibles. 

« 1876  edition,  voL  1,  pp.  31»^13.    From  a  table  of  41  analyseB. 
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For  technical  purposes  coal  analyses  are  commonly  reported- in  a 
diflFerent  form.  Moisture  and  ash  are  important  factors  to  consider, 
and  so,  too,  is  the  distinction  between  the  "volatile  matter"  and  the 
''fixed  carbon."  In  lignites  the  moisture  is  usually  very  high,  for 
these  coals  are  pecuUarly  hygroscopic.  Like  other  coals,  they  also 
contain  sulphur,  which  is  partly  organic,  partly  present  as  inclosures 
of  pyrite  or  marcasite,  and  partly  in  the  form  of  sulphates,  such  as 
gypsum.*  The  following  analyses  from  the  reports  of  the  fuel-test- 
ing plant  of  the  United  States  Geological  Survey*  are  fair  examples 
of  the  technical  mode  of  statement.    All  samples  were  air  dried. 

Analyses  o/Amerxcan  lignites, 

A.  Brown  lignite,  WllUston,  North  Dakota. 

B.  Lignite  from  Texas. 

C.  Lignite  from  Tesla  mine,  Alameda  County,  Califomia. 

D.  Lignite  from  Wyoming. 

E.  Black  lignite  from  Red  Lodge,  Montana.    A  coal  of  doubtftil  character.    Not  certainly  lignite. 


A 

B 

C 

D 

E 

Moisture 

16.70 

37.10 

39.49 

6.71 

22.48 
31.36 
26.73 
19.43 

18.61 
35.33 
30.67 
16.49 

17.69 

37.96 

39.66 

4.79 

9.06 

Volatile  matter 

36.70 

Fixed  carbon 

43.03 

Ash 

n.22 

Sulphur 

100.00 
.63 

100.00 
.66 

100.00 
3.06 

100.00 
.63 

100.00 
1.76 

The  elementary  analyses  of  these  coals,  when  ash,  moisture,  and 
sulphur  are  thrown  out,  show  less  variation. 

Elementary  analyses  of  American  lignites. 


A 

B 

C 

D 

E 

c 

72.62 

'  4.93 

L20 

21.26 

73.63 
6.07 
L36 

19.96 

75.19 
6.18 
1.04 

17.59 

76.97 
6.36 
1.41 

17.26 

77.47 

H 

6.44 

N / 

1.76 

0 

15.34 

100.00 

100.00 

100.00 

100.00 

100.00 

For  further  comparison  of  the  lignites  with  other  fossil  fuels,  the 
subjoined  averages  will  be  useful.  The  data  are  reduced  to  an  ash- 
free  and  water-free  standard. 

1  The  reslnoid  snbetancee  which  have  been  named  qnisqueltei  tasmanite,  and  trinkerite  are  rich  In 
organic  sulphur  compounds  of  undetermined  character.    See  Dana,  System  of  mineralogy,  6th  ed.,  p.  1010. 

*  Prof.  Paper  No.  48,pt.  1,  and  BulL  No.  290, 1906.  Analyses  made  under  the  dlrecUonof  E.  E.  Somer- 
meier. 
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Average  analyui  of  Ugnitet, 

A.  ATBRise  of  22  Texas  ligiiit«i,  anBlystd  by  ICagOHMt  sad  Wootei.  Stled  at  1C6*.  ¥nm  X.  T. 
Dumble'a  Report  on  the  brown  ooal  and  Ugnite  of  Texas:  Osol.  Survey  Texas,  18Q2,  p.  213.  This  volQiiie 
contains  mmy  tedmical  analyses  of  lignites,  and  abo  tables  of  saalyses  &t  German,  Aostzlaa,  asd  1 


B.  Average  of  10  analyses  from  the  report  of  the  fael-testlng  plant  of  the  United  States  OeoL  Survey, 
already  dted. 

a  Av«ra0B  of  »  llgaltes  tom  vartous  parts  of  tbe  wodd.  Aoalyaes  by  <k  Tookay  aod  W.  J.  Ward 
(n.Peroy's  laboratory.    Percy's  Metallm^gy,  vol.  1,  pp.  312-321. 


A 

B 

C 

c 

69182 

4.72 

}25.46 

74  86 

5.32 

18.61 

1.31 

T417 

H 

6.67 

0 

N 

1    20.16 

100.00 

loaoo 

100.00 

Data  of  this  kind  might  be  almost  indefinitely  muhiplied.^ 
The  resinoids  and  fossil  hydrocarbons  are  especially  abundant  in 
brown  coals,  both  as  visible  masses  and  in  a  disseminated  condition. 
Organic  solvents,  such  as  benzene,  will  extract  matter  of  this  kind 
from  lignite,  but  the  substances  thus  obtained  are  not  of  definite  com- 
position. In  9ome  cases  oily  fluids  exude  from  brown  coal,'  althou^ 
instances  of  this  kind  are  probably  rare.  SoUd  bodies  are  the  rule. 
An  extreme  example  of  extractive  matter  in  coal  is  that  reported  by 
Watson  Smith,*  who,  in  a  Japanese  lignite,  found  9.6  per  cent  of  sub- 
stance soluble  in  benzene. 

In  their  behavior  toward  reagents  the  lignites  are  more  akin  to 
peat  than  to  the  Carboniferous  coab.  like  peat,  they  contain  husdc 
compounds  which  are  soluble  in  solutions  of  caustic  alkalies.  Accord- 
ing to  E.  Fremy,*  peat  yields  abundant  "ulmic  acid"  to  alkaline 
solvents,  xyloid  lignite  yields  less,  and  compact  lignite  little  or  none 
at  all.  The  bituminous  coals  and  anthracite  are  insoluble  in  alkaline 
solutions.  Occasionally  these  humic  bodies  are  found  in  remarkable 
concentrations.  The  ''paper  coals"  of  Russia,  for  example,  con- 
tain layers  of  htmiic  matter,  which  is  soluble  in  ammonia.*  In  the 
brown  coal  of  Falkenau,  Bohemia,  C.  von  John*  found  a  native 
humus,  soluble  in  ammonia  or  sodium  carbonate  solution,  which 
had  approximately  the  composition  C4jH4eOj5.  Von  John  cites 
other  examples  reported   by  other  observers.    Furthermore,    the 

1  See  the  great  monograph  by  C.  Zlncken,  Die  Physlogmphle  der  Brannkohle,  Hannorer,  WfT;  and  Ita 
Ergftnxung,  published  at  Halle  In  1871.  In  Qrove  and  Thorpe's  ChaaHoal  tMhOfltocy*  'voL  1,  maaj  anatyaaa 
are  giten;  and  others  are  dted  In  F.  Fischer's  Chemlsche  Technologie  der  Brennstofle,  Braonsehweig, 
1897,  VOL  1.  B.  F.  Borabsnl,  in  Proo.  Sloox  aty  (Iowa)  Aoad.,  yqL  1,  IftM,  p.  174^  has  niportad  data  for 
some  Nehiaska  lignites. 

>  See  E.  Donath,  ZeltBchr.  anorg.  Chemie,  1906,  p.  657. 

•  Joor.  Soc.  Chem.  Ind.,  1891,  p.  975. 
« Compt  Rend.,  vol.  52, 1861,  p.  114. 

•  See  R.  Zelller,  Bull.  Soc.  gdol.  France,  3d  ser.,  vol.  12, 1884,  p.  080. 

•  VerhandL  K.-k.  geoL  Reiohsaostslt,  p.  64, 1891. 
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pigment  known  as  Cassel  brown  is  a  fossil  humus  from  the  Tertiary 
near  Cassel,  Germany.^ 

Fremy  found  that  lignite  was  also  soluble  in  alkaline  hypochlorites, 
while  the  true  ooals  were  not.  It  was  also  strongly  attacked  by  nitric 
acid,  with  conversion  into  a  yellow  resinous  body,  soluble  in  an 
excess  of  the  reagent  or  in  solutions  of  the  alkaUes.  Bituminous  ooal 
and  anthracite,  on  the  other  hand,  were  feebly  attacked,  anthracite 
in  particular  with  extreme  slowness.  These  coals,  however,  dis- 
solved in  mixtures  of  nitric  and  sulphuric  acids,  yielding  solutions 
from  which  water  precipitated  a  humus  compound.  Woody  tissue, 
heated  during  several  days  to  200^,  became  comparable  with  lignite 
in  its  behavior  toward  reagents. 

Since  Fremy's  time  the  action  of  nitric  acid  and  other  oxidizing 
agents  upon  coal  has  been  studied  by  various  investigators.  E.  Oui-- 
gnet,^  for  example,  found  that  nitric  acid  acted  upon  coal  with  the 
formation  of  products  more  or  less  analogous  to  the  nitrooelluloaes, 
and  similar  observations  were  recorded  by  R.  J.  Friswell.'  A  com- 
mittee of  the  British  Association^  also  conducted  some  experiments 
upon  the  proximate  constitution  of  coals.  They  not  only  studied  the 
action  of  solvents  to  some  extent,  but  also  examined  the  action  of 
hydrochloric  acid  and  potassium  chlorate  upon  coal.  ThaJb  powerful 
oxidizing  mixture  produced  compounds  which  resembled  ^e  chlo- 
rinated derivatives  of  jute  fiber.  The  work  of  the  conmuttee  seems 
never  to  have  been  pushed  to  completion. 

The  researches  thus  briefly  summarized,  it  will  be  observed,  relate 
partly  to  lignite  and  partly  to  other  coals.  They  suggest  relations 
between  the  coals  and  vegetable  fiber,  but  for  several  reasons  they 
are  inconclusive.  The  records  are  often  inexplicit,  and  the  experi- 
ments are  not  all  strictly  comparable.  When  nitric  acid,  for  example, 
is  employed  as  a  test  reagent,  it  should  be  under  commensurable  con- 
ditions, such  as  uniform  fineness  of  subdivision  on  the  part  of  the 
coal  and  equality  of  concentration  on  the  side  of  the  acid.  Time  and 
temperature  also  must  be  taken  into  account.  A  hot,  strong  acid, 
applied  to  a  finely  powdered  coal,  would  act  differently  from  a  cold, 
weak  acid  on  coarser  material.  To  neglect  of  details  like  these  some 
of  the  discordances  in  the  records  are  probably  due. 

In  recent  years  E.  Donath  and  his  associates^  have  studied  one 
phase  of  the  nitric  acid  reaction  with  much  care.     Dilute  nitric  acid, 

>  See  a  recent  description  by  P.  Malkomedus  and  R.  Albert,  Jour,  pralct.  Chemie,  2d  aer.,  vol.  70, 1901, 
p.  500. 

*Compt  Rend,,  vol.  88.  1970,  p.  590. 

»  Proc.  Chem.  Soc,  voL  8. 1892,  p.  9.  W.  C.  Anderson  and  J.  Roberts  (Jour.  Soc.  Chem.  Ind.,  voL  17, 
1898,  p.  1013)  have  also  studied  the  action  of  nitric  acid  on  coal,  and  made  several  analyses  of  the  ''coal 
adds"  so  obtained. 

*  Ann.  Rept  Brit.  Assoc.,  1804,  p.  246;  idem,  1896,  p.  340. 

6  Donath,  Chem.  Zeitung,  1905,  p.  1027,  and  Zeitschr.  anorg.  Chemie,  1906,  p.  657.  Donath  and  H.  Ditz, 
Oesterr.  Zeitschr.  Berg-  u.  HOttenw.,  voL  51, 1903,  p.  3ia  Donath  and  F.  Br&unUch,  Chem.  Z«itung,  1904, 
pp.  180,  953. 
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one  part  to  nine  of  water,  at  a  temperature  of  70*^,  will  attack  lignite 
vigorously,  but  is  without  action  upon  bituminous  coal.  Even  a 
brown-coal  "anthracite,''  a  product  of  contact  metamorphism  by  an 
intrusion  of  phonolite,  behaved  like  ordinary  lignite  toward  nitric 
acid.  From  evidence  of  this  kind  Donath  concludes  that  lignite  and 
true  coal  are  chemically  unUke  and  of  dissimilar  origin.  They  be- 
have differently  toward  reagents,  and  yield  different  products  upon 
destructive  distillation.  Neither  by  time,  according  to  Donath,  nor 
by  heat,  can  lignite  be  transformed  into  coal.  Lignite,  he  thinks,  is 
derived  from  materials  rich  in  lignocellulose,  as  shown  by  the  pres- 
ence of  humic  compounds  in  it.  The  true  coals,  on  the  other  hand, 
were  formed  from  substances  which  were  either  free  from  woody 
fiber,  or  nearly  so.  In  the  formation  of  bituminous  coal,  which  is 
often  rich  in  nitrogen,  the  proteids  of  animal  matter  probably  took 
part. 

It  would  be  premature,  I  think,  to  accept  Donath's  conclusions 
throughout,  but  his  evidence,  taken  together  with  that  of  earlier 
investigators,  shows  distinct  chemical  differences  between  the  lignites 
and  the  coals.  In  lignites  the  humic  compounds  are  readily  detected, 
but  in  coal  they  are  less  apparent.  Nitric  acid  acts  easily  on  lignite, 
but  with  much  less  vigor  upon  bituminous  coal  or  anthracite.  How 
far  the  latter  substances  are  derivable  from  the  former,  however,  is  a 
separate  question. 

BITUMINOUS    COAI,. 

In  composition,  at  least  empirically,  the  bituminous  coals  lie 
between  the  lignites  and  anthracite.  To  some  extent  they  overlap 
the  brown  coals,  so  that  it  is  not  always  easy  to  say  where  the  one 
group  ends  and  the  other  begins.  The  following  analyses  of  bitumi- 
nous coals,  all  of  Carboniferous  age,  are  taken  from  the  reports  of  the 
fuel-testing  plant  of  the  United  States  Geological  Survey.  They  are 
selected  in  order  to  show  something  of  the  recognized  variations.^ 

First,  there  are  the  conventional  proximate  analyses: 
Proximate  analyses  of  bituminous  coals. 


A.  Ehrenfeld,  Pennsylvania.    Bull.  No.  290,  p.  179. 

B.  Bruce,  Pennsylvania.    Idem,  p.  184. 

C.  Vlgo  County,  Indiana.    Idem,  p.  109. 


D.  Altoona,  Iowa.    Prof.  Paper  No.  48,  p.  228. 

E.  Shawnee,  Ohio.    Bull.  No.  290,  p.  145. 

F.  Staunton,  Illinois.    Idem,  p.  63. 


i  ^ 

B 

c 

D 

E 

F 

Moiflture 

Volatile  matter 

3.51 

16. 82 

2.61 
34.92 
56.30 

6.17 

9.55 
36.19 
43.65 
10.61 

4.52 
40.96 
38.99 
15.53 

9.90 
33.66 
44.86 
11.58 

13.72 
3e.24 

PHxed  carbon 

73. 04 

39.72 

Aflh 

6.63 

10.32 

Sulphur 

100.00 
94 

100.00 
1.26 

100.00 
3.72 

100.00 
6.83 

100.00 
1.81 

100.00 
3.96 

1  The  high  moisture  of  these  ooals  is  due  to  the  tact  that  the  samples  were  sealed  up  immediately  after 
oolleotion  in  the  mines,  and  were  not  dried. 
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With  one  exception  the  volatilizable  part  of  these  coals  is  less  in 
amount  than  the  fixed  carbon.  With  the  Ugnites  the  reverse  state- 
ment is  generally  true.  The  ultimate  analyses  of  the  same  coals, 
recalculated  to  a  water,  ash,  and  sulphur  free  basis,  are  as  follows: 

Ultimate  analyses  of  bituminous  coals. 


A 

B 

C 

D 

E 

F 

c 

90.78 
4.69 
1.40 
3.13 

85.73 
5.49 
1.75 
7.03 

84.19 
5.82 
1.42 
8.57 

82.92 
6.06 
1.27 
9.75 

82.20 
5.45 
1.60 

10.75 

81.87 

H 

5.85 

N 

1.36 

0 

10.92 

100.00 

100.00 

100.00 

100.00 

100.00 

100.00 

The  reciprocal  variation  of  carbon  and  oxygen,  the  latter  rising  as 
the  former  falls,  is  here  very  well  shown. 

Even  in  a  single  mine  the  composition  of  the  coal  may  vary  within 
fairly  wide  Umits.  For  example,  F.  Fischer*  gives  24  comparable 
analyses  of  coal  from  the  Unser  Fritz  mine,  district  of  Amsberg, 
Westphalia.  From  the  table,  in  which  the  analyses  are  reduced  to 
an  ash  and  sulphur  free  standard,  I  select  the  following  examples, 
which  show  the  maximum  and  minimum  proportion  of  each  con- 
stituent.    In  the  last  column  I  give  the  average  of  the  entire  series: 

Analyses  of  coal  from  Unser  Fritz  mine. 


c 

85.33 
5.20 
1.49 
7.98 

85.06 
4.66 
1.35 
8.93 

84.28 
4.85 
1.87 
9.00 

82.34 
4.94 
1.18 

11.54 

80.69 
4.94 
1.29 

13.08 

83.81 

H 

4.98 

N 

1.47 

o 

9.74 

100.00 

100.00 

100.00 

100.00 

100.00 

100.00 

Other  variations,  due  to  the  pecuUar  character  of  certain  coaly 
material,  are  illustrated  by  the  following  analyses: 

Analyses  of  fossil  plants  and  cannel  coal. 

A.  Average  of  six  analyses  of  fossil  plants,  from  the  coal  beds  of  Cozmnentry,  France,  by  S.  Meunler,  In 
Fremy's  Encyclop4die  cbimlque,  vol.  2  (Complement,  pt.  1),  p.  162.  The  plants  were  perfectly  preserved 
as  to  strnctore,  but  entirely  transformed  Into  coal.  The  genera  CalarMdendront  Oordaiut,  Lepidodendnmt 
Ptaroniiu,  Ptjfehopteris,  and  Megaphyton  are  represented  In  this  average.  The  variations  between  them  are 
Small. 

B.  Analyslsof  W^gan cannel,  by  F.  Vaux,  Jour.  Chem.  Soc.,  vol.  1, 1840,  p.  320. 

C.  Analyslsof  Tyneside cannel,  by  H.  Taylor,  Edinburgh  New  Phil.  Jour.,  vol.  50, 1851,  p.  145.  All  three 
analyses  are  here  recalculated  to  the  ash-free  basis. 


A 

B 

0 

c      

82.45 

4.75 

.43 

12.37 

83.58 
5.77 
2.21 
8.44 

87.89 

H.;::::::::::::::::.:.:.::::...: 

6.53 

N 

2.08 

0 

3.50 

100.00 

100.00 

100.00 

1  Zeitschr.  angew.  Chemie,  1894,  p.  606.    See  also  his  Chemlsche  Technologle  der  BrennstofEe,  vol.  1,  pp. 
51&-520. 
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The  suggestive  feature  of  the  f or^omg  trio  is  in  the  proportion  of 
nitrogem.  The  fossil  plants  contain  very  httle  nitrogen;  the  eannels 
are  abnormally  high.  The  inference  is  that  plant  remains  have  con- 
tributed but  a  small  part  of  the  nitrogen  contained  in  coal,  and  that 
the  main  supply  has  come  from  other  sources.  The  most  obvious 
source  is  animal  matter,  and  this  was  probably  the  source  of  the  nitro- 
gen in  cannel.  Newberry*  long  ago  pointed  out  that  fish  remains 
are  abundant  in  cannel  coal,  and  he  argues  that  the  beds  were  laid 
down  under  water.  Vegetable  matter  formed  a  carbonaceous  paste, 
in  which  the  fish  remains  became  embedded. and  which  consolidated 
to  produce  cannel  coal. 

For  comparison  with  other  varieties  of  coal,  the  subjoined  averages 
will  be  useful.  Moisture,  sulphur,  and  ash  are  excluded  from  the 
table,  except  when  otherwise  specified. 

Average  analyses  of  bitvmine$is  coal. 

A.  AveragB  of  20  analyses  of  bituminous  coals  from  Pennsylvania,  Maryland,  Virginia,  and  West  Vii^ 
ginift.    Combined  from  data  given  in  the  reports  of  the  fael-testing  plant  of  the  United  States  Geological 


B.  Average, of  40  analyses  of  bituminous  coals  from  Ohio,  Indiana,  Ulinois,  Iowa,  and  Missonri.    Also 
from  the  abova-named  reports. 

C.  Avenge  of  15  anal^^aes  of  Seoteh  coals,  hj  W.  D.  Anderson  and  J.  Roberts,  Jour.  See.  Chem.  Ind., 
vol.  17, 1808,  Pi.  1013.   Sulphur  is  included  in  the  figure  for  oxygen. 

D.  Average  of  18  coals  from  Newcastle,  28  from  Lancashire,  and  7  from  Derbyshire,  Bngland.    Recalca> 
lated from averagescited  by  Fischer,  in  Chfimiscfae  Technologic  der  Brennstoffe,  vol.  1,  p.  512. 


1 

B 

C 

D 

c 

87.52 
5,20 
1.61 
5.67 

82.91 
5.70 
1.49 
9.90 

83.65 
5.48 
1.86 
9.01 

84.19 

H 

5  58 

n::v;;::::. :...:.: : 

1.41 

0 

8  82 

100.00 

100.00 

100.00 

100.00 

The  pecuUar  chemical  diflFerences  between  the  bituminous  coals 
and  lignite  were  described  in  the  preceding  section  of  this  chapter. 
Many  coab,  which  are  apparently  bituminous,  and  in  fact  are  bitu- 
minous so  far  as  technical  uses  are  concerned,  are  really  lignitic;  at 
least  so  far  as  can  be  judged  from  their  origin.  Their  true  character 
must  be  determined  by  researches  hke  those  of  Fremy  and  Donath, 
but  r^ned  methods  of  investigation  are  yet  to  be  devised. 

ANTHRACITE, 

In  anthracite  the  transformation  of  vegetable  matter  into  carbon 
approaches  its  limit.  On  one  side  of  this  class  of  coals  we  find  the 
variety  known  as  semianthracite;  on  the  other  they  approximate  to 

1  Am.  Jour.  Sd.,  2d  sar.,  voL  23, 1864,  p.  212.  J.  Rofe  (Qeol.  Mag.,  1866,  p.  208)  has  also  called  attention 
tothe  fish  nmaina  In  Lancashire  oaanel.  B.  Benault  ( Bull.  Soc.  ind.  min., 3d  ser.,  vol.  14,  p.  138) regards 
cannel  as  formed  from  the  spores  of  cryptogams.  No  algse  are  found  in  it,  or  very  few.  See  also  E.  C. 
Jeflrey,  Proe.  Am.  Acad.,  vol.  46, 1910,  p.  273. 
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graphite.  The  techmeal  ftiialTBes  of  ftnthracite  show  a  large  pro- 
portion of  fixed  carbon,  with  relativ^  little  Toli^tilizable  matter — a 
relation  which  appears  in  the  following  table: 

Progdmate  onalgHB  cf  oiuC&iwsto. 

A.  flfflntenthrxrite,  CoaI  Eitt,  ArkaoMs.  From  report  of  the  ooolrtestlug  plant,  Piof.  Paper  U.  S.  Oeol. 
Survej  No.  48, 1906,  p.  203. 

B.  Anthracite  culm,  Scranton,  Peniuylvanla.    Idem,  p.  246. 

C.  LylcBoa  VftUe^r,  Peoosylvania. 

D.  SehuylkiUooel,  Penoaylvania. 

£.  Cameron  coal,  Pennsylvania.  Analyses  C,  D,  and  E  by  A.  S.  MoCreath,  Rept.  Second  OeoL  Biurey 
Peomylyania,  vol.  HM.  This  volume  oontains  many  other  pnxJraate  analyses  of  coals.  See  also  C.  A. 
Aahbumer,  Trans.  Am.  Inst.  If  in.  Eng.,  vol.  14, 1875-76,  p.  706,  for  a  tabulated  clasftlfJcation  of  Pennsyl- 
vania anthracites.  A  large  number  of  proximate  analjrses  are  there  cited.  For  analyses  of  Colorado 
anthracites  see  W.  P.  Headden,  Proc.  Colorado  Scl.  Soc.,  vol.  8, 1907,  p.  257. 


A 

B 

C 

D 

E 

Moisture. 

1.28 
12.82 
73.69 

2,08 

7.27 

74.32 

2.27 

8.83 

78.83 

.68 

9.39 

2.98 

3.38 

87.13 

.66 

5.85 

1.82 

Volatile 

6.18 

Fixed  cftrbon 

86.75 

Sulphur 

.75 

ABh,., 

12.21 

16.33 

4.50 

100.00 

100.00 

100.00 

100.00 

100.00 

Ultimikte  analyses  o£  aathradtes  are  lauch  less  numerous  than  for 
the  other  vaneiies  of  coal.  The  subjoined  table,  however,  is  «3ough 
for  present  purposes.    Ash,  sulphur,  and  moisture  are  excluded. 

UUinuUe  analyses  of  anthracite, 

A.  Semjanthraclte,  Arkansas;  the  same  as  A  in  the  preceding  table. 

B.  Welsh  anthracite,  analysis  by  F.  Vaux,  Jour.  Chem.  Soc.,  vol.  1, 1848,  p.  82<. 

C.  From  Soraalon,  FeDngylyanJa.   Coal  B  of  the  preceding  table. 

D.  From  Maoch  Ghmk,  Peno^lvania.  Analysis  by  J.  Percy,  Quari.  Jour.  Oeol.  Soc.,  vol.  1, 18i5, 
p.  204. 

£ .  From  Province  of  Huium,  China,  Analysis  by  F.  Haeussermann  and  W.  Naschold,  Zeitschr.  angew. 
Chemie,  1894,  p.  263.    This  paper  contains  twenty-eight  analyses  of  Chinese  coals,  most  of  them  anthracltlc. 

F.  From  the  BaJew]ca,.Ural.  Analysis  by  Alexejefl,  cited  by  Bertelsmann  in  an  important  memoir 
upon  the  nitrogen  of  coal,  in  Ahren's  Sammlung  chemischer  und  chemisch-techniaoher  Vortiftge,  vol.  9, 
p.  839.    A  Taloable  table  of  eeal  analyses  is  there  given. 

O.  Average  of  sixteen  analyses  of  anthracite,  compiled  from  various  sources. 


A 

B 

C 

D 

E 

F 

Q 

c 

M,47 
4.25 
1.64 
2.64 

91 7S 

3.37 

.85 

3.05 

93.90 
3.22 
1.00 
1.88 

94.63 
2.73 
1.36 
1.28 

94.68 

2.29 

.76 

2.27 

97.46 

.61 

.35 

1.BS 

98.50 

H 

2.81 

N 

.97 

o 

2.72 

100.00 

100.00 

loaoo 

100.00 

100.00 

100.00 

100.00 

Anthracite,  however,  is  not  the  extreme  end  of  the  coal  series. 
There  are  pre<:!arboniferous  coals,  which  are  found  only  in  small 
quantities,  and  which  approach  still  more  closely  to  pure  carbon. 
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The  followmg  substances  belong  in  this  class,  with  the  possible  excep- 
tion of  the  first  example.    The  crude  analyses  are  given  first. 

Analy$€9  of  anthraxolite,  Bchungite,  and  grapkitoid, 

A.  AnthraxoUte,  near  Kingston,  GanadA.  Analysis  by  W.  H.  Ellis,  Cbem.  News,  toI.  76, 1807,  p.  Iff. 
Found  in  Lower  SQarian  limestone. 

B.  AnthraxoUte,  near  Sndbory,  Canada.  Analysis  by  Ellis,  loe.  dt.  Poond  in  tbe  Cambrian.  Ellis 
gives  partial  analyses  of  anthrazolites  from  three  other  localities.  See  also  A.  P.  Coleman,  Sixth  Ann. 
Rept.  Ontario  Bur.  Mines,  18B7. 

C.  Sohnngite,  from  Bchunga,  near  Lake  Onega,  Russia.  Mean  of  six  analyses,  reduced  to  anhydnos 
Ibnn,  by  A.  Inostranieff,  Neues  Jahrb.,  1880,  pt.  1,  p.  07;  see  also  the  same  Journal  for  1886,  pt.  1,  p.  9L 
Found  in  the  Huronian. 

D.  Qrsphitoid,  fMm  the  mica  schist  and  phyllite  of  the  Engebitge.  Analysis  by  A.  Saner,  Zeilsdir. 
Deutsch.  geol.  Oesell.,  vol.  37, 1885,  p.  441. 


A 

B 

C 

D 

0          

90.25 

4.16 

.52 

.66 

3.69 

94.92 
.52 

1.04 
.31 

1.69 

98.11 
.43 
.43 

24.855 

H 

.06 

N   

s           

0      

BLO         

1.01 

Aflh    

.72 

1.52 

1.09 

73.854 

100.00 

100.00 

100.06 

99.779 

Rejecting  ash,  water,  and  sulphur,  these  analyses  assume  the  fol- 
lowing form,  comparable  with  the  analyses  of  other  coaly  subst>ances: 

Recalculated  analyses  of  anthraxolitey  schungile,  and  graphitoid. 


A 

B 

C 

D 

0 

91.53 

4.22 

.53 

3.72 

96.69 

.53 

1.05 

1.73 

99.12 
.44 
.44 

99.76 

H 

.24 

N  

0 

100.00 

100.00 

100.00 

100.00 

These  minerals,  and  many  anthracites  also,  might  be  properly 
described  as  metamorphic  coals.  They  can  not,  however,  even  in  the 
extreme  cases,  be  termed  graphitic,  for  they  consist  mainly  of  amor- 
phous carbon.  Graphite  is  a  crystalline  mineral,  and  upon  treat'- 
ment  with  powerful  oxidizing  agents  it  can  be  transformed  into  a 
substance  faiown  as  graphitic  acid,*  CnH^Og.  The  amorphous  cai^ 
bons  do  not  yield  this  derivative,  and  Inostranzeff  failed  to  obtain  it 
from  schungite.  The  approach  to  graphite,  therefore,  is  empirical 
only,  and  not  constitutional — a  conclusion  which  needs  to  be  checked 
by  a  study  of  many  other  so-called  "graphitic  coals."  That  term 
may  be  apphcable  in  some  cases,  but  they  are  yet  to  be  established. 

>  See  B.  C.  Brodie,  Liebig's  Annalen,  vol.  114,  ISOO,  p.  6. 
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For  comparison  of  all  the  fuels,  starting  with  wooa  and  ending 
with  anthracite,  the  subjoined  table  has  been  compiled  from  the 
data  given  in  the  preceding  pages.  In  the  case  of  wood  the  figure 
for  nitrogen  is  the  mean  of  the  determinations  by  Chevandier,  Gott- 
lieb and  Hawes. 

Average  composition  of  fuels. 


Wood 

Peat 

Lignite 

Bituminous  coal 
Anthracite 


c 

H 

N 

49.65 

6.23 

0.92 

55.44 

6.28 

L72 

72.95 

5.24 

L31 

84.24 

5.55 

1.52 

93.50 

2.81 

.97 

43.20 

35.56 

20.50 

8.69 

2.72 


This  table  may  be  restated  in  a  different  form,  so  as  to  show  the 
proportion  of  the  other  elements  to  100  parts  of  carbon.  It  then 
appears  as  follows: 

Comparative  proportions  of  constituents  offv/tls. 


c 

H 

N 

0 

Wood 

100 
100 
100 
100 
100 

12.5 

lie  3 

7.2 

6.6 

3.0 

1.8 
3.1 
L8 
1.8 
L3 

87.0 

Peat 

64.1 

Lignite 

28.1 

BituTTiinoufl  coal  .     .          ,     

10.3 

Anthracite. . .   

2.9 

A  steady  decrease  in  hydrogen  and  oxygen  thus  becomes  apparent. 
The  data  for  nitrogen,  however,  are  less  conclusive,  because  of  the 
uncertainty  in  the  analyses  of  wood.  If  Hawes's  average  for  the 
acrogen  plants,  1.59  per  cent  of  nitrogen,  be  taken,  then  its  ratio 
becomes  3.1,  identical  with  the  figiffe  for  peat,  and  a  definite  decrease 
follows.  New  analyses  of  wood,  with  reference  especially  to  its 
nitrogen  content,  are  much  to  be  desired. 

A  closer  scrutiny  of  the  foregoing  table  reveals  still  another  fact, 
namely,  that  the  proportional  decrease  in  oxygen  is  greater  than  in 
the  case  of  hydrogen.  In  cellulose,  C^HioOj,  these  two  elements  exist 
in  exactly  the  proportions  required  to  form  water.  In  wood  the 
hydrogen  is  slightly  in  excess  of  that  ratio  (1 : 8),  and  the  excess 
steadily  increases  until,  in  anthracite,  it  is  proportionally  very  large. 
In  wood  the  ratio  is  nearly  1 :7;  in  anthracite,  roughly,  1:1. 

This  progressive  variation  in  the  ultimate  composition  of  the 
coals  implies  a  corresponding  variation  in  their  proximate  character, 
a  class  of  changes  to  which  attention  has  already  been  called.  Even 
101381*»— BuU.  491—11 46 
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the  crudest  analyses  are  conclusive  in  regard  to  one  form  of  varia- 
tion. Peat,  ignited  in  a  covered  crucible,  yields  much  volatile  mat- 
ter and  relatively  Uttle  fixed  carbon.  In  Ugnite  the  fixed  carbon  is 
higher,  but  commonly  less  than  the  volatile  products.  Bituminous 
coal  is  progressively  richer  in  fixed  carbon,  while  in  anthracite  the 
volatile  portion  has  become  exceedingly  small.  This  particular 
variability  is  so  characteristic  that  the  ratio  between  fixed  carbon 
and  volatile  matter  has  been  adopted  by  some  authorities  as  a  basis 
for  the  classification  of  coals.^  Such  a  method  of  classification  has 
the  merit  of  convenience,  for  it  requires  only  proximate  analyses, 
which  are  numerous  and  easily  made,  although  it  must  be  admitted 
that  their  accuracy  is  often  questionable.  Moreover,  the  nature  of 
the  volatile  matter  varies  in  different  kinds  of  coal,  a  part  of  it  being 
combustible,  and  a  part  consisting  of  water  and  other  noncom- 
bustible  products  formed  during  the  process  of  burning.  In  fact, 
the  volatile  matter  is  exceedingly  complex,  as  is  shown  by  a  study  of 
the  substances  formed  when  coal  is  distilled  for  the  production  of 
illuminating  gas.  The  gas  itself  may  contain  hydrocarbons,  free 
hydrogen,  both  oxides  of  carbon,  nitrogen,  and  compounds  of  sul- 
phur. Ammoniacal  water  solutions  are  also  produced,  together  with 
coal  tar;  and  in  the  latter  a  number  of  complex  hydrocarbons  are 
found,  and  also  oxidized  bodies  such  as  phenol.  In  20  analyses  of 
coal  gas,  P.  F.  Frankland*  found  the  following  range  of  variations 
in  the  percentages  of  the  principal  constituents: 

Variations  in  composition  of  coal  gas. 

CO2 Oto   2.73 

O2 Oto   1.00 

Nj 2.07  to  10.84 

H2 33.24  to  53.79 

CO 2.46  to   7.14 

CH4 36.55  to  42.93 

The  other  products  of  distillation,  obviously,  must  have  been 
equally  variable.  The  destructive  distillation  of  wood  yields  sub- 
stances quite  unUke  those  derived  from  coal;  methyl  alcohol,  acetone, 
and  acetic  acid  being  conspicuous  among  them.* 

On  account  of  this  distinction  between  the  combustible  and  non- 
combustible  portions  of  the  distillates  from  coal,  S.  W.  Parr*  has 
proposed  a  technical  classification  of  these  fuels  which  differs  essen- 
tially from  the  system  above  mentioned.  His  scheme  is  based  upK>n 
the  ratio  between  the  total  carbon  and  the  carbon  of  the  volatile 

1  See,  for  example,  P.  Fraxer,  Trans.  Am.  Inst.  Min.  £ng.,  vol.  6, 1877-78,  p.  4S0,  and  C.  A.  AdibonMr, 
idem,  vol.  14, 1885-86,  p.  706. 
«  Jour.  Soc.  Chem.  Ind.,  vol.  3, 1884,  p.  273. 

*  A  good  article  on  the  distillation  of  wood  Is  in  Watts's  Dictionary  of  applied  chemistry^  v<A.  3, 1993,  p. 
1026.   The  suhject  can  not  be  discussed  at  length  here. 

*  Btill.  No.  8,  Illinois  Geol.  Survey,  1906.    Also  Jour.  Am.  Chem.  Soc.,  vol.  28, 1906,  p.  1425. 
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matter,  which  latter  is  largely  but  not  wholly  combustible.  He  also 
takes  into  account  ihe  percentage  of  ''inert  volatile"  matter,  which 
seems  to  vary  in  a  manner  characteristic  of  the  different  groups  of 
coals.  M.  R.  Campbell,^  on  the  other  hand,  has  argued  in  favor  of 
the  ratio  C :  H,  with  which  he  has  classified  the  analyses  made  at  the 
fuel-testing  plant.  These  classifications  are  chiefly  of  technological 
significance,  and  their  discussion  falls  outside  the  rai^  of  this  work. 
The  most  important  variations  in  coal,  however,  are  those  which 
were  outlined  under  lignite.  Passing  from  peat  to  anthracite  there 
is  a  progressive  diminution  in  the  proportion  of  humus  substances 
and  also  in  the  solubility  of  the  coals  in  various  reagents.  The 
necessary  details  to  illustrate  these  variations  have  already  been 
given  and  need  no  further  repetition  here. 

THE   OASES   IK   COAIj. 

Both  peat  and  coal,  the  latter  in  all  its  varieties,  contain  occluded 
gases,  often  in  large  amount.  In  coal  mines  they  sometimes  escape 
in  formidable  volume,  forming  the  so-called  choke  damp  and  fire 
damp  of  mining  parlance.  The  choke  damp  consists  of  carbon  dioxide 
or  nitrogen  or  both  together;  the  fire  damp  is  principally  methane. 

TRie  development  of  these  gases  can  be  traced  back  to  the  earliest 
stages  of  coal  formation,  when  marsh  gas  was  produced,  along  with 
carbon  dioxide,  in  the  process  of  v^etable  decay.  The  evolution  of 
methane  from  swamps  was  mentioned  in  the  preceding  chapter,  with 
reference  to  its  existence  in  petroleiun  and  as  natural  gas.  Its  ema^ 
nation  from  peat  is  another  example  of  the  same  phenomenon,  and 
is  mentioned  now  for  the  reason  that  it  was  quantitatively  studied 
by  Websky.*  In  a  single  analysis  of  gas  extracted  from  peat  he 
obtained  the  following  percentages: 

COa 2.97 

CH4 43. 36 

Na 63.67 

100.00 

The  nitrogen  from  this  gas  is  presumably  a  residue  from  the  ground 
air,  the  oxygen  of  the  latter  having  been  consumed  partly  to  form 
carbon  dioxide  and  partly  water. 

The  gases  occluded  by  lignite,  so  far  as  our  information  now  goes, 
are  of  qtdte  a  different  character.  As  analyzed  by  J.  W.  Thomas,' 
who  obtained  his  material  by  heating  lignite  in  vacuo  to  50^,  100^, 
and  200®,  successively,  they  consist  principally  of  carbon  dioxide,  with 

1  Prot  Paper  U.  S.  OeoL  Survey  Na  48, 1906,  pp.  lM-173.    See  also  P.  Fraser,  Bull.  Am.  Inst  Mln.  Eng., 
March,  1906;  L.  P.  Breckenridge,  BuU.  U.  S.  Qeol.  Survey  No.  325, 1907,  p.  68. 

>  Jour,  prakt  Cheniie,  vol.  92, 1864,  p.  76. 

>  Jour.  Chem.  Soo. ,  vol.  32, 1877,  p.  14&  Seeabo  Zitowitooh,  Jour,  prakt.  Chemie,  2d  aer.,  voL  6, 1873,  p.  79, 
on  gases  from  Bohemian  lignites. 
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subordinate  carbon  monoxide  and  nitrogen,  and  insignificant  propor- 
tions of  oxygen  and  hydrocarbons.  The  following  examples  are  su£B- 
cient  to  show  the  general  nature  of  his  analyses: 

Analyses  of  gases  from  lignite. 

A.  Gas  from  Bohemian  lignite,  extracted  at  100*. 

B.  Gas  tram  Bovey  Heathfleld  lignite  at  SO*;  100  granu  of  coal  gavo  66.1  cubio  oontimetefa  of  gu. 
0.  Oas  from  the  aame  coal  at  100*,  60.9  cubic  contimeten. 

D.  Steam  ooal.    147.4  cubio  centimeters  gas. 

E.  Gas  evolved  from  sample  D  on  heating  to  200*. 


A 

B 

C 

D 

B 

COo 

96.41 
1.20 

87.25 
3.59 

89.63 
6.11 

96.05 
3.20 

80.30 

CO 

7.41 

CH4. 

a34 

Olennes 

tracee 

.33 

2.06 

CH. 

.53 

R.l 

.32 

2.17 

.24 
8.92 

.33 
5.03 

n!:::;.;:. ::::::::...::.:. ::::::::::: 

.42 

.34 

0100. 10 

100.00 

100.00 

100.00 

100.00 

a  The  error  in  summation  Is  probably  due  to  an  unidentifiable  misprint  In  the  cHlglna]. 

Marsh  gas,  it  will  be  seen,  only  appears  in  the  product  of  heating 
lignite  to  200^  after  decomposition  had  begun.  In  these  lignites,  at 
least,  marsh  gas  is  not  normally  occluded,  but  it  would  be  rash  to  say 
that  all  other  lignites  follow  the  same  rule.  It  is  desirable  that  many 
more  lignites  should  be  examined  in  order  to  see  whether  or  not  they 
exhibit  the  same  peculiarity.  The  samples  studied  by  Thomas  may 
possibly  be  exceptional. 

In  another  investigation  Thomas^  examined  the  gases  extracted  in 
vacuo  at  100^  from  cannel  coal  and  jet.  The  analyses  are  subjoined, 
with  a  statement  of  the  volume  of  gas  yielded  by  100  grams  of  each 
sample. 

Analyses  of  gases  from  cannel  ooal  and  jet, 

A.  Wlgan  cannel.    421.3  cubic  centimeters  gas. 

B.  Wigan  cannel.    360.6  cubic  centimeters  gas. 

C.  Scotch  cannel,  WUsontown.    16.8  cubic  centimeters  gas. 

D.  Scotch  cannel,  Lesmahago.    6S.7  cubic  centimeters  gas. 

E.  Cannel  shale,  Lasswade,  near  Edinburgh.    65.7  cubic  centimeters  gas. 

F.  Whitby  Jet.    30.2  cubic  centimeters  gas. 


A 

B 

C 

D 

E 

F 

co^ 

6.44 
80.69 
4.75 

9.05 

77.19 

7.80 

53.94 

84.55 

68.75 

10  93 

Cori 

2.67 

(fyt 

.91 

p'g-' 

86.90 

8.12 

5.96 

46.06 

14.54 

28.58 

2.17 

100.00 

100.00 

100.00 

100.00 

100.00 

100.00 

1  Jour.  Chem.  Soo.,  vol.  30, 1876,  p.  144. 
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The  variations  here  are  most  remarkable.  Methane  predominates 
in  the  gases  from  two  cannels,  carbon  dioxide  and  nitrogen  in  the 
other  three.  In  jet  the  proportion  of  butane  is  extraordinary,  espe- 
cially for  the  reason  that  jet  is  essentially  a  fossil  wood,  or,  in  other 
words,  a  lignite. 

The  gases  occluded  by  bitimiinous  coal  have  been  studied  by  several 
chemists.  E.  von  Meyer  ^  investigated  a  number  of  German  coals, 
and  also  ^a  series  from  the  north  of  England.  Several  coals  from  the 
Newcastle  region  were  studied  by  P.  P.  Bedson^  and  W.  McConnell." 
For  Welsh  coals  there  are  data  by  J.  W.  Thomas.*  In  Thomas's 
memoir  both  bituminous  coals  and  anthracite  are  included,  and  from 
it  I  select  the  following  analyses.  The  gases  were  extracted  at  100® 
in  vacuo,  and  in  volumes  which  are  referred  to  the  uniform  standard 
of  100  grams  of  coal. 

Analyses  of  gases  from  bituminous  and  anthracite  coal. 

A.  Bltmninouscoal.    66.9  cubic  centimeters  gas. 

B.  Bltaminooscoal.  39.7  cubic  centimeters  g&s. 
C  Bituminous  coal.  6S.1  cubic  centimeters  gas. 
n.  Steam  coal.   147.4  cubic  centimeters  gas. 

E.  Steam  coal.   194.8  cubic  centimeters  gas. 

F.  Anthracite.    600.6  cubic  centimeters  gas. 
O.  Anthracite.    555.5  cubic  centlmetes  gas. 


A 

B 

c 

D 

E 

F 

0 

CO, 

36.42 

9.43 
31-98 

2.25 
56.34 

5.44 
63.76 

1.05 
29.75 

18.90 

67.47 

1.02 

12.61 

5.04 

87.30 

.33 

7.33 

14.72 
84.18 

2.62 

CBl. 

93.13 

0  *..    

.80 
62.78 

n;...:;::::;:.;:;:::: 

1.10 

4.25 

100.00 

100.00 

100.00 

100.00 

100.00 

100.00 

100.00 

The  gases  obtained  by  Yon  Meyer  from  Saxon  and  Westphalian 
coals  were  similarly  variable  in  composition.  In  some  of  them  ethane 
was  reported  up  to  23  per  cent;  and  also  hydrocarbons,  in  small 
amount,  of  undetermined  character.  By  weight  the  gases  form  only 
a  fraction,  usually  a  small  fraction  of  1  per  cent  of  any  coal. 

The  variability  thus  shown  may  be  easily  misinterpreted.  The 
coals  emit  gases  even  in  the  mines,  and  the  laboratory  samples,  there- 
fore, do  not  represent  the  true  character  of  the  material  under  ground. 
Something  is  lost  in  transit  from  the  mine  to  the  laboratory,  and  its 
amount  is  conditional  upon  the  texture  of  the  coal.  A  hard,  compact 
anthracite  retains  much  of  its  gaseous  charge;  a  porous  coal,  on  the 

>  Jour,  prakt.  Chemle,  2d  ser.,  vol.  5, 1872,  pp.  144,  407;  vol.  6, 1873,  p.  389.    Data  reproduced  in  Peroy's 
Metallurgy,  vol.  1, 1875,  p.  283. 

*  Trans.  North  of  England  Inst  Kin.  Mech.  Eng.,  vol.  37,  p.  246. 

>  Jour.  8oc.  Chem.  Ind.,  vol.  13, 1894,  p.  25. 

*  Jour.  Chem.  Boc.,  vol.  28, 1876»  p.  793. 
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other  hand,  will  lose  much.  So  we  see  that  the  bituminous  coals  con- 
tain, as  a  rule,  less  gas  in  the  laboratory  than  the  anthracites,  although 
the  bituminous  mines  are  the  most  seriously  affected  by  fire  damp. 
In  the  coal  beds  themselves  the  bituminous  coals  are  richest  in 
gaseous  occlusions.  McConnell,  in  the  memoir  previously  cited, 
also  points  out  that  in  the  Newcastle  region  the  older  and  deeper  coals 
contain  the  most  methane,  while  in  the  younger  seams  carbon  dioxid 
may  predominate  even  to  the  exclusion  of  combustible  gases.  In  his 
investigation  of  the  Welsh  coals,  Thomas  analy;&ed  14  samples  of  gases 
emitted  from  crevices  or '  'blowers "  in  the  mines,  and  found  that  they 
contained  from  47.37  to  97.65  per  cent  of  methane,  with  over  94 
per  cent  in  all  but  two  of  them.  Other  earlier  analyses  of  colliery 
gases  have  told  essentially  the  same  story.^  Methane  is  the  principal 
gas  of  coal  beds. 

ARTTFTCIAIi   COAIiS. 

Various  attempts  have  been  made  to  prepare  artificial  coals  in  the 
hope  of  gaining  some  information  upon  the  genesis  of  the  natural 
products.  Two  lines  of  research  are  represented  in  these  efforts,  but 
neither  has  yet  led  to  any  final  conclusions. 

In  'the  first  class  of  experiments  it  was  sought  to  produce  coals  by 
pressure.  W.  Spring'  subjected  peat  to  a  pressure  of  6,000  atm(^- 
pheres,  and  transformed  it  into  a  hard,  black,  brilliant  soUd  which 
was  outwardly  indistinguishable  from  coal.  On  the  other  hand,  K. 
Zeiller,'  working  with  pressures  of  2,000  to  6,000  kilograms  to  the 
square  centimeter,  found  that  peat  and  also  the  ^'ulmic  acid"  from 
the  paper  coals  of  Russia  were  merely  compacted  without  chai^ 
of  chemical  character.  They  retained  their  solubility  in  ammonia 
and  showed  no  evidence  of  a  true  transformation  into  coal.  Some 
experiments  by  Giimbel,^  who  subjected  lignite  to  pressures  as  high 
as  20,000  atmospheres,  showed  that  even  under  such  conditions  no 
serious  changes  were  produced  and  that  the  vegetable  structure  was 
in  great  measure  preserved. 

In  the  second  class  of  experiments  heat  is  used  as  the  transforming 
agent.  In  the  ordinaiy  process  of  charcoal  burning  wood  is  heated 
out  of  free  access  of  air,  decomposition  ensues,  volatile  matter  is 
expelled,  and  a  form  of  amorphous  carbon  finally  remains  in  the 
kiln.  Violette,"  who  has  studied  this  process  with  great  care,  found 
that  when  wood  was  heated  nearly  to  400®  in  a  sealed  tube,  78.5  per 

1  See  a.  Blsobofi  Edinbtu^  New  Phil.  Jonr.,  yol.  39, 1840,  p.  309;  vol.  30, 1840,  p.  137;  T.  Oraham,  If  em. 
Cbem.  Boe.,  vol.  8, 1846,  p.  7;  Lyon  Playfiilr,  Ifem.  Qool.  Survey  Great  Brttsln,  vol.  1, 1846,  p.  400.  A 
recent  paper  on  the  gaaes  in  coal  is  by  F.  O.  Trobridge,  Jour.  8oc.  Cbem.  Ind.,  vol.  35,  im,  p.  1138. 

s  Bull.  Acad.  Belgique,  vol.  49, 1880,  p.  367. 

•  Bull.  Boo.  gfol.  Franoe,  3d  ser.,  vol.  13, 1884,  p.  680. 

i  Bitinnssb.  Ilath.-phy8.  Classe,  K.-bayer.  Akad.  Wlas.,  MUnehen,  vol.  13, 1888,  p.  Ifi. 

•  Asnales  chlm.  phys.,  3d  ser.,  vol.  83, 1861,  p.  304. 
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cent  of  it  remained  as  a  solid  residue  which  had  all  the  appearance 
of  a  fatty  coal.  In  this  case  the  volatile  substances  exerted  a  great 
pressure  upon  the  contents  of  the  tube,  and  a  product  very  different 
from  ordinary  charcoal  was  formed.  By  heating  wood  under  con- 
ditions which  permitted  the  volatile  matter  to  escape,  he  obtained 
a  series  of  charcoals  which  varied  in  composition  according  to  the 
temperature  at  which  they  were  prepared.  The  experiments  were 
conducted  at  temperatures  ranging  from  150°  to  the  melting  point 
of  platinum;  and  his  analyses  of  the  products  thus  formed,  28  in 
all,  show  progressive  changes,  analogous  to  the  changes  observ^ed  in 
the  passage  from  wood  to  anthracite.  The  charcoals,  however,  are 
not  identical  with  coal,  but  differ  from  it  both  texturally  and 
chemically.  A  finished  charcoal  is  really  the  analogue  of  coke,  being 
in  fact  the  coke  of  wood;  but  in  its  preparation  it  is  possible  to  trace, 
step  by  step,  the  breaking  down  of  the  original  ligneous  fiber.  For 
that  reason  it  is  most  desirable  that  the  chemistry  of  charcoal  burning 
should  be  studied  much  more  in  detail  than  it  has  been  hitherto. 

Violette's  experiments  with  wood  in  sealed  tubes  were  not  the  first 
of  their  kind.  Early  in  the  nineteenth  century  Sir  James  Hall 
obtained  an  artificial  coal  by  heating  wood  in  a  closed  cylinder  of 
iron,  and  in  1850  or  1851  C.  Cagniard-Latour*  performed  essentially 
the  same  experiment  in  tubes  of  glass.  These  earlier  experiments, 
however,  were  merely  qualitative,  for  the  products  obtained  were  not 
analyzed. 

In  1879  Premy^  published  an  interesting  series  of  observations, 
based  upon  experiments  with  carbohydrates  other  than  cellulose,  and 
upon  the  so-called  ^'ulmic  acid"  from  two  sources.  One  example  of 
ulmic  acid  was  extracted  from  peat;  the  other  was  prepared  from  a 
constituent  of  woody  tissue  to  which  Fremy  gave  the  name  vasculose. 
The  substances  were  all  heated  in  sealed  glass  tubes  to  temperatures 
which  seem  to  have  been  near  300°  and  yielded  residues  which 
behaved  in  all  respects  like  coal.  When  heated  to  redness,  they 
gave  off  water,  gas,  and  tar  and  left  behind  a  remainder  of  coke. 
These  artificial  coals  had  the  following  composition: 

Composition  of  artificial  coals. 


Coal  from  sugar 

Coal  from  starch 

Coal  from  gum  arable 

Coal  from  ulmic  acid,  peat 

Coal  from  ulmic  acid,  vasculose. 


66.84 
68.48 
78.78 
76.06 
78.78 


4.78 
4.68 
5.00 
4.99 
5.31 


28.43 
26.84 
16.22 
18.95 
18.26 


i  Compt.  Rend.,  vol.  32, 1861,  p.  a»5. 


« Idem,  vol.  88, 1879,  p.  1048. 
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The  similarity  of  these  products  to  natural  coals,  especially  in  the 
last  three  examples,  is  evident. 

The  most  recent  experiments  of  this  order  seem  to  be  those  of  S. 
Stein.*  He  heated  wood  with  water  in  sealed  tubes,  but  at  diflferent 
temperatures,  and  partially  analyzed  the  coaly  substances  thus 
obtained.     Ills  results  are  briefly  as  follows: 

Experimenta  to  ohUiin  coaly  productsfrom  wood. 


Temperature. 

Time  of 
heating. 

C 

H 

Houri. 

Per  cent. 

Percent, 

245 

9 

64.3 

5.4 

250 

6 

69.2 

5.1 

255 

6 

70.3 

5.2 

265 

5 

72.8 

4.7 

275 

6 

74.0 

4.5 

280 

5 

77.6 

4.1 

290 

5 

81.3 

3.8 

Here  we  have  a  series  of  products,  ranging  in  composition  from  a 
substance  near  peat  to  one  more  closely  resembling  coal.  Only,  it 
must  be  observed,  the  hydrogen  toward  the  end  of  the  series  is  lower 
than  in  coals  showing  the  same  percentage  of  carbon.  The  parallel- 
ism between  the  artificial  and  the  natural  substances  is  therefore  not 
quite  complete.  The  natural  inference  from  this  conclusion  is  that 
agencies  other  than  heat  and  pressure  have  taken  part  in  the  car- 
bonization of  vegetable  matter,  and  these  may  have  been  microbiaa 
in  character.  The  function  of  heat  is  to  decompose  the  organic  com- 
plexes; that  of  pressure  is  to  retard  the  change  and  to  prevent  the 
escape  of  the  volatile  products;  the  combini:  i  effect  must  vaiy  with 
variations  in  the  intensity  of  the  two  agencies.  If  an  exact  adjust- 
ment of  heat  and  pressure  could  be  arranged,  it  is  possible  that  a 
true  artificial  coal  might  be  prepared,  but  this  is  a  mere  supposition. 

From  one  point  of  view  the  experiments  with  sealed  tubes  appear 
to  be  irrelevant.  The  change  of  woody  fiber  to  peat  or  lignite  is 
initiated  at  low  temperatures  and  under  nearly  atmospheric  pressure, 
conditions  quite  unlike  those  which  either  Violette  or  Stein  adopted. 
As  the  rotted  material  becomes  buried  the  pressure  upon  it  increases; 
but,  except  where  igneous  intrusions  have  operated,  there  is  nothing 
to  show  that  especially  high  temperatures  have  been  at  work.  The 
element  of  time,  however,  must  be  considered.  The  natural  processes 
are  carried  on  slowly;  and  it  may  be  that  the  laboratory  methods 
merely  accelerate  them.  So  far,  then,  the  experiments  are  pertinent 
but  inconclusive.  They  certainly  do  not  cover  all  the  groimd.  AH 
that  can  be  said  is  that  moderate  temperatures  and  pressures,  oper- 

1  Chem.  Centralbl.,  1901,  pt.  2,  p.  960.    From  a  Hungarian  original  which  I  have  not 
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ating  for  a  long  time,  may  produce  results  resembling  those  which 
are  brought  about  hurriedly  in  the  laboratory. 

In  order  to  account  for  what  we  might  call  the  anthragenetic 
process,  various  hypotheses  have  been  framed.  J.  F.  Hofmann,^  for 
example,  has  used  the  analogy  offered  by  the  spontaneous  combus- 
tion of  grain,  flax,  and  hay,  and  suggested  that  something  of  the 
same  sort  may  happen  in  the  buried  materials  from  which  coal  is 
formed.  In  that  phenomenon  heat  is  generated  by  fermentation, 
and  when  actual  inflammation  is  prevented  for  lack  of  ah*  a  partial 
carbonization  may  occur.  In  cases  of  this  kind  heat  is  generated 
locally  and  an  imperfect  combustion  occurs.  Hofmann's  suggestions 
are  interesting,  but,  so  far  as  the  formation  of  coal  is  concerned,  the 
evidence  in  their  favor  is  very  incomplete. 

How  far  micro-organisms  are  active  in  the  formation  of  coal  is 
doubtful.  They  abound  in  the  stagnant  waters  of  swamps,  and 
certainly  have  much  to  do  with  the  earlier  stages  of  vegetable  decay. 
They  start  the  process,  but  at  the  same  time  they  generate  antiseptic 
compounds  which  limit  their  activity.  Peat,  not  far  below  the  sur- 
face, is  distinctly  antiseptic  and  inimical  to  microbian  life.  Never- 
theless, a  number  of  authorities  have  argued  strongly  in  favor  of 
these  organisms  as  principal  agents  in  anthragenesis.  B.  Renault^ 
has  found  their  remains  in  lignite  and  coal  in  significant  abundance 
and  variety. 

THE   CONSTITUTION    OF   COAI,. 

In  the  preceding  pages,  under  other  captions,  I  have  cited  a  good 
deal  of  evidence  relative  to  the  substances  found  in  coal  or  from 
which  coal  has  been  derived.  Its  vegetable  origin  is  clear  and  needs 
no  further  discussion  now;  it  present  constitution  is, more  difficult 
to  determine. 

The  question  of  constitution  presents  itself  under  two  aspects,  the 
one  structural  the  other  chemical.  On  the  one  side  microscopic  evi- 
dence is  available,  and  it  is  seen  that  coal  contains  vegetable  remains, 
micro-organisms,  resinoid  bodies,  and  so  on.  In  some  coals  spores  or 
spore  cells  are  abundant;^  in  others,  as  shown  by  Renault,  remains  of 
alg»  are  found.  The  lignites  are  obviously  derived  from  woody  fiber, 
and,  in  short,  in  many  cases  the  proximate  origin  of  the  coals  is  not 

1  Zeitschr.  angew.  Chemie,  1902,  p.  821. 

t  Bull.  Soc  Ind.  iTiln.,  3d  aer.,  vol.  13, 1899,  p.  866;  vol.  14, 1900,  p.  1.  See  also  L.  Lemidro,  idem,  4th  ser., 
vol.  4, 1906,  pp.  861, 1248,  and  vol.  6, 1906,  p.  273.  Also  in  Compt.  rend.  VIII.  Cong.  gdol.  intemat.,  1900, 
p.  602.  Lemidre  regards  the  soluble  or  diastatic  ferments,  derived  from  living  vegetation,  as  also  oi)erative 
in  the  process  of  vegetable  decay. 

»  See  J.  W.  Dawson,  Am.  Jour.  Sd.,  3d  ser.,  vol.  1, 1871,  p.  256.  E.  Orton  (idem,  voL  24, 1882,  p.  171) 
states  that  spore  cases  are  abundant  in  the  "sub-Carboniferous"  rocks  of  Ohio,  and  are  also  found  in  the 
Devonian.  On  the  microscopic  structure  of  the  natural  hydrocarbons,  resins,  and  coals,  see  Fischer  and 
Rust,  Zeitschr.  Kryst.  Min.,  vol.  7, 1882,  p.  209.  The  important  memoirs  by  Bertrand  and  Benaolt  and 
by  Jeffrey  have  already  been  referred  to. 
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difficult  to  determine.    l*heir  structure,  microscopic  or  macroscopic, 
tells  a  pretty  clear  story. 

On  the  chenucal  side  the  problems  are  mueh  less  simple.  The 
proximate  constituents  of  coal  are  most  imperfectly  known  and  the 
little  knowledge  we  have  is  mainly  quali4atiTe.  The  necessary 
iuTestigations  are  difficult,  the  metJaods  are  not  well  formulated,  and 
the  available  data  are  scattered  and  fragmentary.  To  what  extent 
free  carbon  exists  in  eoals  is  still  an  open  question.  It  is  probably 
absent  from  lignite  and  abundant  in  the  extreme  anthracites;  but 
its  quantitative  determination  can  not  be  affected  by  any  known 
aaalytical  process. 

There  are  two  distinct  lines  of  attack  upon  the  problem  in  ques- 
tion. First,  by  means  of  solvents,  to  extract  certain  eonstitueals  of 
coal  and  to  identify  them.  Some  of  these  eonstitumits,  which  are 
commonly  small  in  amount,  can  be  dissolved  by  gasoline,  ether,  ben- 
zene, chloroform,  alcohol,  and  other  organic  solvents.  The  extractive 
matter  thus  obtained  is,  unfortunately,  not  simple,  but  seenois  to  con- 
tain a  mixture  of  substances  whose  nature  is  yet  to  be  determined. 
By  handling  large  quantities  of  material  these  bodies  may  be  obtained 
in  stifficient  abundance  for  more  complete  investigation,  and  their 
separation  into  definite  fracticms  is  by  no  means  hopeless.^  The 
remarkable  solvent  action  of  pyridine  upon  some  of  the  constituents 
of  coal,  as  studied  in  recent  years  by  several  investigators,'  also  offers 
a  promising  line  of  attack  upon  the  problems. 

Alkaline  solvents,  such  as  caustic  soda,  caustic  potash,  and  ammo- 
nia, dissolve,  as  we  have  already  seen,  humic  substances  from  peat 
and  brown  coal,  but  not  from  the  older  carbons.  These  substances 
are  indefinite,  but  in  time  their  nature  may  be  determined,  and  their 
correlation  with  the  ligneous  carbohydrates  ought  then  to  become 
possible.  If,  however,  as  is  supposed,  some  coals  are  derived  from 
gelatinous  a]g»,  the  problem  becomes  more  complex.  The  chemical 
constitution  of  those  forms  of  vegetation  is  still  very  obscure.  Up 
to  the  present  time  the  mistake  has  been  made,  by  chemists  engaged 
IB.  the  study  of  coal,  of  assuming  that  the  celluloses  are  the  chief 
starting  points — an  assumption  which  is  not  unqualifiedly  true.  Car- 
bons of  animal  origin  also  require  attention.  Much  preliminary  work 
of  this  kind  remains  to  be  done. 

The  direct  separation  of  its  constituents  from  coal  is,  however, 
possible  only  to  a  veiy  limited  extent.  Hence  the  second  line  of 
attack,  the  conversion  of  these  bodies  into  recognizable  derivatives, 

1  On  thSa  subject  see  the  authorities  already  cited.  Aleo  P.  Siepmann,  Preuas.  Zeltacbr.  Berg-,  Hfltten- 
u.  SaUnenwesen,  yol.  39, 1801,  p.  27.  F.  Muck  (Die Chemie  der  StelnkoUe,  Leipcig,  1891) gives a-goodsom- 
mary  of  earlier  investigatioQs  by  Dondorff,  Reinsch,  etc  An  interesting  memoir  by  W.  C.  Andenon  (Proc 
Philos.  Soc.  Glasgow,  vol.  29, 1897,  p.  72)  also  describes  a  number  of  important  ezperimsBts. 

I T.  Baker,  Trans.  Inst  Min.  Eng.,  vol.  20, 1900,  p.  159;  and  P.  P.  Bedsoo,  Jour.  6oc  Cbom.  Ind.,  v6L  27, 
1906,  p.  U7.   See  also  S.  Dooath,  Chem.  Zeitung,  voL  83, 1906,  p.  1271. 
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is  also  essential.  Not  only  do  we  need  more  experiments  along  the 
line  developed  by  Donath,  whose  distinction  between  the  lignites  and 
the  true  coals  has  already  been  discussed,  but  much  more  needs  to  be 
done  in  the  study  of  oxidation  products,  chlorine  derivatives,  etc. 
For  example,  in  addition  to  the  researches  upon  the  nitrocompounds 
derivable  from  coal  and  the  chlorination  experiments  reported  to  the 
British  Association,  there  are  investigations  like  that  conducted  by 
L.  Schinnerer  and  T.  Morawsky.*  These  chemists  fused  lignite  with 
caustic  soda,  and  by  distillation  of  the  melt  obtained  pyrocatechin, 
which  is  a  benzene  derivative.  The  true  coals,  so  far  as  examined, 
did  not  yield  this  compound,  which  seems  to  have  been  produced 
from  the  resinoid  constituents  of  the  Ugnite.  By  experiments  of  this 
order  the  compounds  existing  in  coal  can  be  correlated  with  other 
substances  of  k;nown  constitution,  and  some  at  least  of  the  problems 
which  confront  us  may  be  solved.  The  future  chemistry  of  coal  will 
be  shaped  by  a  study  of  its  immediate  constitution  and  not  by  the 
multiphcation  of  empirical  analyses. 

A  Ber.  Deatsoh.  obem.  OeselL,  yoL  6, 1872,  p.  186. 
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